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PREFACE 


This book contains a representative selection of analytical 
methods which have been adopted as standard procedures in a 
large commercial laboratory engaged in technical analysis. 
With very few exceptions the methods here given have been used 
many times in this laboratory and have been proved to give 
satisfactory results in the hands of different analysts. In certain 
cases it has been thought best to include, for the sake of complete- 
ness, certain standard procedures which have not been thoroughly 
tested in our laboratory but which have, nevertheless, received 
official recognition from an authoritative body of chemists. 
Such a case is the method for Fusel Oil in Grain Alcohol on page 
99. 

Endeavor has been made to give such directions in each pro- 
cedure that any one reasonably familiar with analytical technique 
ean readily follow them. A certain amount of cross referencing 
has been necessary on account of economy of space but, in order 
to avoid the annoyance caused by carrying this to extremes, the 
directions, when they are not too long, have been repeated in 
most cases. 

No attempt has been made to give experimental data to show 
the accuracy of the method nor in most cases to enter into the 
theory of the procedure. On the other hand in many cases it has 
seemed advisable to give brief descriptions of the properties which 
a given material should normally possess and sufficient other 
information to enable the analyst to translate his results into 
practical language. Certain specifications and requirements of 
an authoritative nature have also been included. 

It is obviously impossible in a book of this size to enter all 
the fields of analytieal chemistry. Certain classes of work, 
such as drugs, alkaloids, and medicines, have been omitted, as they 
are of interest mainly to specialists in these lines. This is also 
true of the rare elements and, to a certain extent, of gas analysis. 
The analysis of mineral rocks, glasses, and vitreous materials 
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would require a book in itself. The present book is not intended 
for the specialist, confining himself to comparatively narrow 
limits. It aims rather to include methods which are typical of 
the procedures employed in the usual commercial analyses. 
Certain special methods have been included, when not too long, 
in the belief that they are not otherwise readily obtainable and 
that they illustrate procedures which may be applicable to other 
problems. The analyst whose particular problem is not covered 
by the methods here given is referred to the bibliography on 
page 887. 

Some of the methods herein described are original. By far 
the greater number, however, have been obtained from other 
sources. In many cases they have been adopted without 
change; others have been modified in the light of experience 
gained from their use. Since the collection of methods has been 
built up gradually over a period of years, it is not possible in 
every case to give proper credit for the original source. The 
methods of the Association of Official Agricultural Chemists have 
been found particularly valuable, although it has sometimes 
seemed more convenient to change their arrangement. The 
various publications of the United States Bureaus at Washington 
have also been drawn upon freely. 

In presenting the second edition, the methods of the previous 
edition have been thoroughly revised to bring them up to date. 
Not only have many of the methods appearing in the first edition 
been expanded and augmented but some 40 additional methods 
have been included. The chapter on Foods in particular has 
been considerably elaborated and an entire new chapter has 
been included on Water, Sewage and Soils. 

The analytical tables have been confined strictly to those 
concerned with quantitative chemical analysis. The values in 
these tables have all been independently recalculated from the 
1925 International Atomic Weights. Every effort has been 
made to have them correct. If any errors should be discovered 
the editor will be grateful to those who bring them to his atten- 
tion. References to other tables are given in the text; and tables 
of properties, specific gravity tables, ete., may be found in the ` 
handbooks referred to in the bibliography. This bibliography 
aims to include at least one authoritative book in each of the 
fields of analytical chemistry. 
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Numerous cuts have been included as aids to the description 
of procedures. Acknowledgment is made for certain of these 
as follows: Fig. 10, American Society for Testing Materials, 
Standard D 21-16; Fig. 12, U. S. Bur. Mines Tech. Paper 166, 
Petroleum Technology 39; Figs. 22, 23, 25, 26 and 27, Paper 25, 
No. 15, 19-23 (1919); Figs. 28, 29 and 30, Bureau of Chem., 
Circular 107; Figs. 42 and 43, Am. Soc. Test. Mat., Standard 
C 9-17; Fig. 44, courtesy of the Fairbanks Co. The table of 
constants of oils, fats and waxes on pages 300-307 was prepared 
.from data obtained largely from Lewkowitsch: ‘Chemical 
Technology and Analysis of Oils, Fats and Waxes.” 

In the preparation of the first edition the editor wishes to 
express his appreciation to Dr. H. P. Talbot for valuable criti- 
cisms and suggestions and to Dr. R. S. Williams for reading 
part of the manuscript. Thanks are also especially due to Dr. 
C. J. West, who prepared the bibliography and whose aid in 
arranging the manuscript and reading the proof is greatly appreci- 
ated. Mr. H. C. Parish and Mrs. Helen B. Colson also rendered 
valued assistance in checking the numerical tables. 

The preparation of the second edition was only undertaken 
as the result of considerable pressure and numerous requests. 
It was necessary to do practically all of the work evenings and it is 
doubtful if it would have been accomplished without the enthusi- 
astic encouragement and willing assistance of my wife. 

ROGER C. GRIFFIN. 


NEEDHAM, Mass. 
March, 1927 
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TECHNICAL 
METHODS OF ANALYSIS 


CHAPTER I 
REAGENTS 
LIQUID REAGENTS 


General.—In making up reagents always use chemicals of 
highest purity, unless otherwise instructed. In the following 
directions water is understood to be distilled water. All solu- 
tions should be filtered unless perfectly clear or unless directions 
state to the contrary. Formulas here given are generally for 1 
liter of reagent. The ordinary green glass acid bottle contains 
about 2.5 liters. 

Acetic Acid, Glacial.—Contains 99.5% HC2H30z. The sp. gr. 
is about 1.058. 

Acetic Acid, Dilute (sp. gr. 1.044).—Mix 400 cc. of glacial acetic 
acid with 1 liter of water. This solution contains about 30% 
of HC.H 305. 

Alcoholic Potash (Half-normal).—Dissolve 30 grams of pure 
KOH (preferably purified by alcohol) in 1 liter of 95% alcohol. 

Notr.—The alcohol before use should be tested with a little NaOH and if 
it gives a decidedly yellow solution, showing an excessive aldehyde content, 
treat it as follows: Dissolve about 1.5 grams of AgNO; in 3 cc. of water and 
add to 1 liter of the alcohol. Shakethoroughly. Dissolve 3 grams of NaOH 
in 15 ce. of warm alcohol, cool and add to the main solution. Shake thor- 
oughly, let settle, siphon off the clear liquid and distill, adding a few pies 
of pumice to prevent bumping. 

The alcohol and KOH mixture should be allowed to stand 
until all the KOH has dissolved and then filtered rapidly, or 
siphoned off, to remove the insoluble carbonate. 

Alumina Cream.—Prepare a cold saturated solution of alum 
(KAI sulfate) in water. Add NH,OH with constant stirring 
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until the solution is alkaline to litmus; let settle and wash by 
decantation with water until the wash water gives only a slight 
test for sulfate with BaClz. Pour off the excess of water and 
store the residual eream in a stoppered bottle. 

Ammonium Acetale.—To 1250 ee of glacial acetic acid add 
cautiously 1000 cc. of conc. NH4OH (sp gr. 0.90), a little at a 
time, with constant stirring, and cooling if necessary. The solu- 
tion contains about 70% of ammonium acetate, NH4C$H 30s. 

Ammonium Carbonate.—Dissolve 250 grams of ammonium 
carbonate crystals in 1 liter of water and add 100 cc. of conc. 
NH,OH. This solution contains about 22% of the carbonate, 
which is generally assigned the formula (NH4)s&CO;; NH4CO; N He. 

Ammonium Chloride (10%).—Dissolve 100 grams of NH,Cl 
in water in a liter volumetric flask and dilute to the mark. 

Ammonium Hydroxide, Conc. (sp. gr. 0.90).—The solution 
contains 28-29% of NH; by weight. 

Ammonium Hydroxide, Dilute (sp. gr. 0.96).—Mix 400 ce. of 
conc. NH,OH with 700 ce. of water. The solution contains about 
10% of NH; by weight. 

Ammonium Molybdate. Solution No. 1.—Weigh 113 grams of 
100% c. P. molybdie acid (MoO;) or an equivalent amount of 
weaker acid. Add 300 ec. of water, 175 cc. of conc. NH,OH, 
and, after mixing, add slowly with stirring 75 ce. of cone. HNO;. 

Solution No. 2.—To 1200 ec. of water add 500 cc. of conc. 
HNOS». 

When both solutions are perfectly cold, pour No. 1 into No. 2 
(do not pour No. 2 into No. 1). Add 5 cc. of (NH4)sHPO, 
reagent, shake well, let stand until clear and filter. This reagent 
contains about 8% of ammonium molybdate, (NH4,);M00.,. 

Ammonium Nitrate (20%).—Dissolve 200 grams of NH¿NO; 
in water and make up to 1 liter. 

Ammonium Oxalate (4%).—Dissolve 40 grams of (NH4)2C20,° 
H5O in water and make up to 1 liter. 

Norr.—The percentage strength of this solution refers to the erystallized 
salt and not to the actual content of (NH4);C;O,. This note also applies 


to other reagents, here given, which are made from chemicals containing 
water of crystallization. 


Ammonium Phosphate (10%).—Dissolve 100 grams of 
(NH4);HPO, in water and dilute to 1 liter. 
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Ammonium Sulfate (25 %).—Dissolve 250 grams of (NH4)s80, 
in water and dilute to 1 liter. 

Ammonium Sulfide (Colorless) —Pass HS gas into 750 ec. of 
conc. NH,OH until saturated. Then add 500 cc. more of conc. 
NH,OH and 1000 ce. of water. 

Ammonium Polysulfide (Yellow).—Make up a bottle of color- 
less (NH,4).S as above, add to it 50-75 grams of powdered sulfur, 
and shake. 

Barium Chloride (10%).—Dissolve 100 grams of BaCl,-2H.O 
in water and dilute to 1 liter. 

Barium Hydroxide (5%).—Dissolve 50 grams of Ba(OH)»: 
SH OH in water and dilute to 1 liter. 

Calcium Chloride (10%).—Dissolve 100 grams of CaCl,-6H.O 
in water and dilute to 1 liter. 

Calcium Hydroxide (Lime Water).—Make a saturated solution 
of Ca(OH): and keep tightly stoppered. Decant or filter before 
use. 

Fehling’s Copper Solution (Soxhlet Modification).—Dissolve 
69.28 grams of Couch, DAD OO in water, dilute to 1 liter and filter 
through prepared asbestos. 

Fehling’s Alkaline Tartrate Solution (Soxhlet Modification).— 
Dissolve 346 grams of Rochelle salts (NaK tartrate) and 100 grams 
of NaOH in water and dilute to 1 liter; let stand for two days 
and filter through prepared asbestos. 


Nortrr.—The two above solutions are also used in the Munson and Walker 
Method. 


Fehling’s Copper Solution (Allihn's Modificaiion).—Same as 
Soxhlet modification. 

Fehling’s Alkaline Tartrate Solution (Allihn’s Modification).— 
Dissolve 346 grams of Rochelle salts and 250 grams of KOH in 
water and dilute to 1 liter. 

Ferric Chloride (10%).—Dissolve 100 grams of FeCl;'6H20 in 
water and dilute to 1 liter. 

Hydrochloric Acid, Conc. (sp. gr. 1.18-1.19).—This reagent 
contains 35.5— 37.5% of HCl by weight. 

Hydrochloric Acid, Dilute (sp. gr. 1.12).—Mix 500 cc. of conc. 
HCl with 400 cc. of water. The solution contains about 20% 
of HCl by weight. 
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Lead Acetate, Basic.—Boil for 0.5 hour 430 grams of normal 
lead acetate, 130 grams of litharge (PbO) and 1 liter of water. 
Let cool and settle. Dilute the supernatant liquid to sp. gr.1.25 
(at room temperature) with freshly boiled water. 

NorE.—U. $. P. lead subacetate solution may also be used in place of 
the above solution. 

Lead Acetate, Normal (10%).—Dissolve 100 grams of 
Pb(C;H303);3H50 in water and dilute to 1 liter. 

Magnesium Ammonium Chloride (Magnesia Mixture).—Dis- 
solve 90 grams of MgCl,'6H20 (or 45 grams of anhydrous MgCl.) 
and 240 grams of NH,Clin 1 liter of water, and add 50 ce. of conc. 
NH,OH. Ten ce. of this solution will precipitate about 0.25 gram 
of H;3PO, or 0.18 gram of P:0s. 

Magnesia Wash Solution (for washing magnesium ammonium 
phosphate precipitate).—Dissolve 100 grams of NH4NO;in water, 
add 335 cc. of cone. NH,OH, and dilute to 1 liter. 

Mercuric Chloride (5%).—Dissolve 50 grams of HgCl, in 
water and dilute to 1 liter. 

Nitric Acid, Conc. (sp. gr. 1.12).— This reagent contains 
69-70 % of HNO;. 

Nitric Acid, Dilute (sp. gr. 1.20).—Dilute 400 cc. of conc. 
HNO; with 600 cc. of water. This reagent contains about 32% 
of HNOs. 

Nitric Acid, Red Fuming (sp. gr. 1.80).—This is cone. HNO; 
saturated with nitrogen peroxide. (Not to be made up in the 
laboratory.) 

Phosphoric Acid, Syrupy (sp. gr. 1.71).—This reagent contains 
85% of H;POQ,. 

Potassium Bichromate (4%).—Dissolve 40 grams of K2Cr20; 
in water and dilute to 1 liter. 

Potassium Ferricyanide (1%).—Dissolve 10 grams of KsFe(CN)¢ 
in water and dilute to 1 liter. 

Potassium Ferrocyanide (1.5%).—Dissolve 15 grams of 
Kj,Fe(CN)4;3H;0 in water and dilute to 1 liter. 

Potassium | Sulfocyanate (Thiocyanate) (1%).—Dissolve 10 
grams of KSCN in water and dilute to 1 liter. 

Silver Nitrate (2.5%).—Dissolve 25 grams of crystallized 
AgNO; in water and dilute to 1 liter. The solution should be 
kept in dark-colored glass-stoppered bottles. 
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Sodium Carbonate (15%).—Dissolve 150 grams of anhydrous 
NaCO; in water and dilute to 1 liter. It is best not to keep it in 
a glass-stoppered bottle. (Use a clean rubber stopper.) 

Sodium Hydroxide (10%).—Dissolve 100 grams of NaOH 
(electrolytic) in water and dilute to 1 liter. It should be kept in a 
bottle stoppered with a clean rubber stopper and not exposed to 
the air any more than necessary. 

Sodium Phosphate (10%).—Dissolve 100 grams of 
Na»HPO,:12H0 in water and dilute to 1 liter. 

Sulfuric Acid, Conc. (sp. gr. 1.84, or 66° Bé.).—This reagent 
contains about 94% of H2SO,. 

Sulfuric Acid, Dilute.—Into 800 cc. of water pour cautiously 
200 cc. of conc. H2SO,, with constant stirring. This solution 
contains about 30% of H;8O0,. 

Wijs Solution for Iodine Number.—Dissolve 13 grams of 
resublimed iodine in 1000 cc. of pure glacial acetic acid. Titrate 
25 cc. with 0.1 N thiosulfate. Remove another 25 cc. to a small 
flask. Pass washed and dried chlorine gas into the main volume 
until the original thiosulfate titration is just doubled. Then 
add the small amount of original solution to neutralize any 
possible free chlorine. 

Preserve in amber-colored glass-stoppered bottles sealed with 
paraffin until ready for use. 


Nores.— (1) Moisture spoils Wijs Solution. The chlorine must be passed 
through a washing bottle containing water and then through two bottles 
each containing conc. H;SO,. 

(2) In making the check titrations after passing the Cl into the solution, 
pipette out 25 cc., add 40 ce. of 10% KI solution and 75 cc. of water and 
titrate with 0.1 N thiosulfate until colorless. If the vessel containing the 
solution is placed over a white surface, the end-point is very sharp without 
adding any starch indicator. 


STANDARD VOLUMETRIC SOLUTIONS 


General.—The solutions which are to be kept in stock for 
general laboratory use are the following: 
0.5 N Hydrochlorie Acid 
0.1 N Hydrochlorie Acid 
0.1 N Potassium or Sodium Hydroxide 
0.1 N Oxalie Acid 
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0.1 N Potassium Permanganate 
0.1 N Sodium Thiosulfate 

0.1 N Iodine 

0.1 N Potassium Bichromate 
0.1 N Silver Nitrate 

0.1 N Sulfocyanate 

0.1 N Arsenious Acid 

In making up standard solutions all weighings must be made 
with standardized weights and all volumetric apparatus (pipettes, 
burettes, and flasks) must have been calibrated carefully at 20* C. 
In titrating standard solutions the burettes should be allowed to 
drain atleast 3 minutes before checking the reading and proper 
ealibration corrections must be made. 

It is not necessary to have the solutions precisely 0.1 or 0.5 
normal, provided the exact strength is known. The strength of 
the solution is expressed in terms of a “factor.” This “factor” 
is the ratio between a given number of cc. of the solution in ques- 
tion and the number of cc. of a theoretically correct solution. In 
other words, if 50 cc. of a given solution of NaOH are neutralized 
by 45 ec. of exactly 0.1 N HCl, then the NaOH solution has a fac- 
tor of 0.900, which is obtained by dividing 45 by 50. In using 
factor solutions the number of cubie centimeters of the solu- 
tiom in question used in titrating, multiplied by its factor, 
gives the corresponding number of ec. of a solution of correct 
strength. 

All standard solutions for the laboratory are to be made up 
at 20° C. or made up at a known temperature and the “factors” 
corrected to 20° C. (A table of corrections is given on p. 13.) 
The “factors” of these solutions should in no case be greater 
than 1.005 or less than 0.995. The factor of each solution should 
be determined at intervals not exceeding 1 month and the figures 
entered in a record book kept for that purpose and also on the 
label of the bottle. Each solution should be titrated by two 
chemists independently and their results must agree satisfactorily 
and be accepted before the solution is released for use. 

0.5 N Hydrochloric Acid.—(18.233 grams hydrogen chloride 
per liter or about 43.0 ec. of cone. HCl, sp. gr. 1.20.) 

STANDARDIZATION.—Make up the desired amount of solution, 
mix thoroughly and standardize against pure NasCO;. 
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The sodium carbonate is best prepared by heating sodium 
biearbonate* of the highest purity by one of the following two 
methods: 

I. Half fill a platinum dish with pure powdered NaHCO,, 
place it in an air bath already heated to about 200? C. and raise the 
temperature to 270-280? (never more than 300°). Let remain 
at this temperature 0.5 hour, then cool in a desiccator and, before 
quite cold, transfer to a warm, dry, stoppered tube or bottle, out 
of which it may be weighed rapidly when wanted. For each 
standardization of 0.5 N acid weigh out accurately about 1.1 
grams of the resulting Na;CO; 

II. Accurately weigh a platinum crucible and place in it about 
1.75 grams of pure NaHCO;. Place in an asbestos dise with a 
hole eut in it which will admit the crucible to about half its depth. 
Cover the crucible and heat at a temperature which will just give 
a very dull red on the bottom. Continue the heating for at least 
0.5 hour, cool in a desiccator and weigh accurately the resulting 
NasCO;. 

After the NaCO; is prepared (it should be anhydrous and free 
from lumps), dissolve the accurately weighed portion in about 
100 ec. of water, add 2 drops of methyl orange and titrate with the 
acid to the point where the color changes from yellow to pinkish 
orange. For very accurate work the end-point should be matched 
against the color of 100 cc. of distilled water saturated with CO; 
and containing 2 drops of methyl orange solution. 

CALCULATION.—1 gram of pure NaCO; is equivalent to 
37.736 cc. 0.5 N acid. 

If A — weight of NaCO; taken, 

. B —cc. of HCl (titration), 
and F the factor of the solution; 
We pus Ar 

The solution should be so made up that F is greater than 1. 
Add the required amount of distilled water to make the solution 
exactly 0.5 N, mix thoroughly and restandardize the fresh solu- 


tion as above. 


* The sodium bicarbonate used for this purpose should be used for no 
other. Before use it must be carefully tested and its purity ascertained. 
The bottle should then be labeled “for standardizing purposes only." 
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ExAMPLE.—If the factor is 1.042, then for each liter of the 
solution there should be added 42 cc. of water. 

Optional Method.—Pipette 25 cc. of the acid into an Erlen- 
meyer flask and add an excess of CaCO; to neutralize the acidity. 
Add a few drops of K;CrO, or Na2CrO, indicator solution, titrate 
with 0.1 N AgNO; solution to the appearance of a reddish color 
and note the exact amount of the AgNO; required. To another 
25-cc. portion of the acid add the amount of 0.1 N AgNO; found 
by the previous titration and 1 drop in excess. Heat to boiling 
and let stand, protected from the light, until the AgCl settles clear. 
Filter on a Gooch crucible, previously heated to 140—150? C. and 
weighed; wash with hot water, testing the filtrate to make sure 
of an excess of AgNO;. Dry the AgCl at 140-150? C., cool and 
weigh. Or, place the Gooch crucible in a larger platinum crucible 
and heat over a flame until the edges of the AgCl just begin to 
fuse; then cool and weigh. 

CALCULATION. 

Let A=weight of AgCl equivalent to 25 cc. of exactly 0.5 

N HCl=1.7917 gram; 
B=weight of AgCl found; 
and  F=factor of the solution. 
B 
Then epo 

0.1 N Hydrochloric Acid.— (3.647 grams hydrogen chloride per 
liter or about 8.45 cc. of conc. HCl.) 

STANDARDIZATION.—Follow the same method as for 0.5 N 
HCl; dissolve about 1 gram of Na;CO; (accurately weighed) 
in 500 cc. of water in an accurate volumetric flask, pipette out 100 
ec. of this diluted solution with an accurate pipette and titrate 
with the 0.1 N HCl. 

0.1 N Caustic.—(5.610 grams KOH or 4.001 grams NaOH per 
liter. Weigh out about 5.8 grams of stick KOH or 4.2 grams of 
stick NaOH for each liter of solution.) 

STANDARDIZATION.—Pipette out 50 cc. of the solution and 
titrate against 0.1 N HCl, using 2 drops of methyl orange indi- 
cator. Titrate a second 50-cc. portion with phenolphthalein 
indicator. The factor for each indicator should be written on the 
bottle. The factor is obtained by multiplying the factor of the 
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0.1 N HCl by the number of cc. of the latter used in titration and 
dividing by 50 the figure thus obtained. 

0.1 N Oxalic Acid.—(6.302 grams H2C04:2H30 per liter.) 

STANDARDIZATION.—Pipette out 50 ce. of the solution and 
titrate with 0.1 N caustic and phenolphthalein. Multiply the 
number of cc. of 0.1 N caustie used in the titration by its phenol- 
phthalein factor and divide by 50 to obtain the factor of the 
solution. 


. Note.—This solution may also be standardized against 0.1 N KMnO, 
solution. It should be kept in a dark-colored bottle away from light. 


0.1 N Potassium Permanganate.—(3.161 grams KMnO, per 
liter.) 

NorE.— The KMnO, should be dissolved in a small amount of distilled 
water and filtered through glass wool or a Gooch crucible with an asbestos 


mat before diluting to proper volume. This solution should be kept in a 
dark-colored bottle away from light. 


STANDARDIZATION.. Weigh out accurately 6.700 grams of 
pure, freshly dried sodium oxalate. Dissolve in 250-300 ec. of 
hot distilled water. Transfer to a liter volumetric flash and make 
up to volume at 20° C. This solution will be exactly 0.1 N. 

Pipette out 50 ec. of the above solution into an Erlenmeyer 
flask. Add 5 cc. of cone. HSO, and heat to boiling. Titrate 
immediately with the KMn0O, solution, adding the latter drop by 
drop at first. The first appearance of a faint but permanent 
pink color is taken as the end-point. To obtain the factor of 
the KMnO, solution, divide 50 cc. by the number of cc. of 
KMnO, required for the titration. 

First Optional Method.—Pipette out 50 cc. of 0.1 N oxalic acid 
solution and add 50 ce. of distilled water and 5 cc. of conc. H5804; 
heat to boiling and titrate with the KMnO, solution until a perma- 
nent pink color forms. Multiply the factor of the 0.1 N oxalic 
acid solution by 50 and divide by the number of cc. of KMnO, 
used, to obtain the factor of the latter. 

Second Optional Method.—Weigh out 1.9607 grams of pure 
ferrous ammonium sulfate, Fe(NH,)2(S04)2-6H20. Dissolve in 
100 ce. of distilled water, add 5 ec. of conc. H2SO,, cool and titrate 
immediately with the KMnO, solution until a permanent pink 
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color is formed. The factor is obtained by dividing by 50 the 
number of cc. of KMnO, solution used. 

0.1 N Sodium Thiosulfate.—(24.820 grams Na2S.035H20 per 
liter.) 

STANDARDIZATION.—Standardize the solution against 0.1 N 
KCrO; solution as follows: Weigh out accurately 4.9035 
grams of c. P., freshly dried K:Cr:07, dissolve in about 200 ce. 
of distilled water and make up to volume in a liter volumetric 
flask at 20° C. This will make a 0.1 N solution. Place in a 
350-cc. glass-stoppered bottle 100 ec. of distilled water and 30 ec. 
of 10% KI solution. Then add from an accurate pipette 50 cc. 
of the above bichromate solution followed by about 7 ec. of 
cone. HCl. Shake and let stand for 3 minutes. Cool under the 
tap so that when the stopper is removed any adhering liquid will 
be sucked in. Wash the stopper carefully, and titrate the contents 
of the bottle with thiosulfate solution. When the yellow color 
of iodine has almost disappeared, add about 1 cc. of starch solu- 
tion and continue the titration until the deep blue color of the 
solution changes to sea-green. By conducting the titration 
carefully this change should be brought about by a single drop of 
thiosulfate solution. 

Divide the number of cc. of bichromate solution taken (i.e. 
50 cc.), by the number of cc. of thiosulfate required for the titra- 
tion. The quotient will be the factor of the 0.1 N thiosulfate. 

0.1 N Iodine.—(12.693 grams sublimed iodine per liter.) 


Notr.—This solution should be kept in a dark-colored bottle away from 
light. 


Weigh out 12.7 grams of iodine for each liter of solution. Also 
weigh out (for each liter) 20-25 grams of pure KI and dissolve in 
as little water as possible. Then add the iodine and after it has 
dissolved make up to the proper volume. 

STANDARDIZATION.—Pipette out 50 ce. of 0.1 N thiosulfate 
solution and titrate with the iodine solution, using starch indi- 
cator, until a permanent blue color forms. In this case the starch 
may be added directly at the beginning of the titration. The 
faetor is obtained by multiplying the factor of the 0.1 N thiosul- 
fate solution by 50 and dividing the result by the number of cc. of 
iodine solution required for titration. 
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0.1 N Potassium Bichromate.—(4.9035 grams Kar: per 
liter.) 


Notr.—This salt can be obtained in very pure condition and when made 
up accurately should give a 0.1 N solution. 


STANDARDIZATION.—Pipette 50 cc. of the solution into a 
350-cc. glass-stoppered flask or bottle; add 150 cc. of water and 
5 ec. of conc. HSO; and after cooling thoroughly add 25 cc. of 
10% KI solution. Stopper the flask and let stand 10 minutes, 
then titrate the iodine set free with 0.1 N thiosulfate solution, 
using starch indicator but not adding it until the yellow color of 
the iodine has nearly disappeared. The end-point is denoted 
by the change in color of the solution from deep blue to light 
green. ‘The factor is obtained by multiplying the number of ec. of 
thiosulfate solution used by its factor and dividing the result by 50. 

0.1 N Silver Nitrate.—(16.989 grams AgNO; per liter.) 

STANDARDIZATION.—Pipette out 25 cc. of the solution, dilute 
to about 250 cc., add a slight excess of dil. HCl and let stand until 
clear. Filter the AgCl on a weighed Gooch crucible; wash with an 
extremely dilute solution of HCl, and finally once with cold dis- 
tilled water. Dry at 110? C. Place the Gooch crucible in a large 
platinum crucible and ignite gently until the edges of the precipi- 
tate just begin to fuse. Cool and weigh the AgCl. 

The factor of the solution is obtained by dividing the weight 
of AgCl found by 0.3584. 

0.1 N Sulfocyanate.—(9.717 grams KSCN or 7.611 grams 
NH,SCN per liter.) 

STANDARDIZATION.—Pipette 50 ec. of 0.1 N AgNO; solution 
into a white porcelain dish and add 100 cc. of water, 5 cc. of dil. 
HNO; and 5 cc. of ferric nitrate solution. The latter should be 
approximately a 10% solution and free from chlorides (see p. 12). 
Titrate with 0.1 N sulfocyanate solution until a permanent red 
coloration of the liquid appears. (This is best seen by artificial 
light.) The factor is obtained by multiplying the factor of the 
0.1 N AgNO; solution by 50 and dividing the product by the 
number of cc. of sulfocyanate solution required in the titration. 

0.1 N Arsenious Acid.—(4.948 grams AsO; per liter.) Dis- 
solve 4.96 grams of the purest sublimed As;O; powder in about 
250 ec. of distilled water in which has been dissolved about 20 
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grams of pure NasCO;. The mixture needs warming and shaking 
for some time in order to complete the solution. When the solu- 
tion is clear, cool and make up to 1 liter at 20° C. 

STANDARDIZATION.—Pipette out 50 cc. into a beaker, dilute 
with 100 ec. of distilled water and titrate with 0.1 N iodine, using 
starch indicator. The starch should not be added, however, till 
near the end of the titration. The factor is obtained by multi- 
plying the number of ec. of 0.1 N iodine solution used by its factor 
and dividing the product by 50. 


INDICATORS 


The following indicator solutions should be kept in stock: 

Methyl Orange, Methyl Red, Phenolphthalein, Starch, Potas- 
sium or Sodium Chromate, Ferric Nitrate. 

'These are to be made up as follows: 

Methyl Orange.—Dissolve 1 gram in distilled water and dilute 
to 1 liter. 

Methyl Red.—Dissolve 1 gram in 100 cc. of 95% alcohol. 

Phenolphthalein.— Dissolve 5 grams in 500 cc. of 50% alcohol. 
Since this solution will be slightly acid, it must be neutralized by 
adding 0.01 N alkali cautiously till a faint pink color appears, 
then just removing the color with a drop or two of 0.01 N acid. 

Starch.—Triturate 5 grams of arrowroot starch with a little 
cold water and then add, with constant stirring, 1000 cc. of boiling 
water. Set aside to cool and then decant, or better filter. Add 
2 cc. of Oil of Cassia or of CHCl; as a preservative. 


NorE.—So-called “soluble starch" must not be used as an indicator. 


Potassium or Sodium Chromate.—Dissolve 25 grams of 
KCrO; or 21 grams of Na CrO, in a small amount of distilled 
water. Add a drop or two of AgNO; solution to remove any 
chloride (sufficient AgNO; must be added to form a brick-red 
precipitate), filter and dilute to 250 ec. 

Ferric Nitrate.—Dissolve 10 grams of Fe(NO;),9H;O in 
distilled water, add a few drops of dil. HNO; and make up to about 
100 ec. A portion of this solution should be tested with AgNO; 
solution to make sure that it contains no chloride. 


NoTkE.—Instead of ferric nitrate, the solution may be made up from ferric 
alum, Fe;(NH4)»(SO4), 24H;O. To this solution should be added a little 
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conc. HNO;. It should be kept in an amber-colored bottle and not exposed 
to the air. 


REFERENCE.—Sutton: ‘Volumetric Analysis." 


CALIBRATION OF VOLUMETRIC GLASSWARE AND ANALYTICA 
WEIGHTS 


General.—The basic factor in the accuracy of quantitative 
analytical procedures is the accuracy of the volumetric glassware 
and of the weights employed. The standard liter is the volume 
of 1 kg. of pure water at 4° C. weighed in vacuum. It is not 


TABLE I]—Correcrions FOR DETERMINING TRUE CAPACITIES OF GLASS 
VESSELS FROM THE WEIGHT OF WATER IN AIR 
(Bureau of Standards, Circular 19) 
Indicated Capacity 1 Liter 
(Amounts to be added to apparent weight of water in grams to obtain 
actual capacity in cc. at 20° C.) 


Tem- Tenths of Degrees 
pera- 
ture 
Yel 0 1 2 3 4 5 6 7 8 9 


: : 2.14 | 2.15} 2.16) 2.17, 2.19 
2.24 | 2.25 | 2.27 | 2.28| 2.29| 2.31| 2.32 
17 | 2.34 | 2.35 | 2.37 | 2.38 | 2.40 | 2.41 | 2.43| 2.44| 2.46| 2.47 


18 | 2.49 | 2.50 | 2.52 | 2.54 | 2.55 | 2.57 | 2.58) 2.60) 2.62) 2.63 
19 | 2.65 | 2.66 | 2.68 | 2.70 | 2.72 | 2.73 | 2.75| 2.74, 2.79) 2.80 
20 | 2.82 | 2.84 | 2.86 | 2.87 | 2.89 | 2.91 | 2.93) 2.95| 2.96| 2.98 


3. : 3.08 | 3.10 | 3.12) 3.13) 3.15) 3.17 
22 | 3.19 | 3.21 | 3.23 | 3.25 | 8.27 | 8.29. | 3.31) 3.33) 3.35 3.38 
3 3.50 | 3.52) 3.54 3.57 3.59 


24 | 3.61 | 3.63 | 3.65 | 3.67 | 3.70 | 3.72 | 3.74] 3.76) 3.79) 3.81 
25 | 3.83 | 3.85 | 3.88 | 3.90 | 3.92 | 3.95 | 3.97] 3.99 4.02) 4.04 
26 | 4.06 | 4.09 | 4.11 | 4.14 | 4.16 | 4.18 | 4.21. 4.23] 4.26] 4.28 


27 | 4.80 | 4.33 | 4.35 | 4.38 | 4.40 | 4.43 | 4.45) 4.48] 4.51) 4.53 
28 | 4.56 | 4.58 | 4.62 | 4.63 | 4.66 | 4.69 | 4.71] 4.74| 4.76| 4.79 
29 | 4.82 | 4.84 | 4.87 | 4.90 | 4.92 | 4 4.98] 5.01) 5.03) 5.06 


For flasks larger or smaller than 1 liter use proportionate corrections. 
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convenient to work at 4? C., however, and the generally accepted 
standard temperature for the use of volumetrie glassware in 
this country is 20? C. The true volume of a glass vessel at 20? C. 
may be calculated from the weight (in air with brass weights) 
of the water which it contains at 20? C. Table II gives sufficient 
data for ordinary work. For extreme accuracy the original 
Circular should be consulted. 

Volumetric Ware. Flasks.—Clean the flask with chromic acid 
cleaning solution, wash with distilled water, dry and weigh at 
room temperature. Then fill to the mark with water and weigh 
again. Take the temperature of the water and calculate the 
corresponding volume at 20? C. from the table. With flasks of 
200-cc. or smaller, weigh to the second decimal place; with larger 
flasks the first decimal place is sufficient. 


NomE.—lf the weight of the flask filled with water is greater than the 
capacity of the balance, the contents of the flask may be ascertained by 
means of calibrated pipettes and burettes, using water at 20° C. 


Pipettes.—The time of delivery for a pipette is generally marked 
upon it. If not, the time may be arbitrarily chosen, depending 
upon the size of the pipette, within the limits of the following 
table, and etched upon the bulb. 


TABLE III— DELIVERY TIME FOR PIPETTES 


Size of Pipette, Time of Delivery, 
Cubic Centimeters Seconds 
10 or less 12-15 
10-50 15-20 
50-100 20-30 
100 or more 30-40 


In calibrating, clean the pipette thoroughly with chromic acid 
cleaning solution, rinse free from acid, fill with water to the 
upper mark, and let the water run out into a weighed Erlenmeyer 
flask. At the end of the time specified for delivery (figured from 
the time the water is released), touch the tip of the pipette to the 
liquid and immediately withdraw it. 

The Erlenmeyer flask should be as small as possible and 
should be weighed immediately to avoid loss by evaporation. 
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In the case of small pipettes, the water should be at exactly 20° C. 
when delivered. For pipettes of 25 cc. or larger, determine the 
temperature of the water immediately after weighing and correct 
to the corresponding volume at 20° C. 

Burettes.—Calibrate burettes by the Ostwald pipette, Fig. 1. 
Attach this to the tip of the burette, or in the case of a side-arm 
burette, to the side-arm, with a pinch-cock between the pipette 
and the burette. Also attach an outlet tube by a rubber con- 

nection with a pinch-cock to the bottom of the 

pipette. Clean the burette thoroughly and fill with 

water some distance above the upper mark. Clamp 

the burette and pipette in such a way that they 

remain rigid during the calibration. Let the water 

run from the pipette into the burette by means of 

the pinch-cock, making sure no air bubbles are 

diS: i present. Set the water in the burette at the zero 
Calibrating point and the water in the pipette at the lower mark. 

Pipette. The apparatus is now ready to make the calibration. 

Let water run from the burette into the pipette to the upper 
mark. Then draw it off to the lower mark of the pipette. Take 
the reading of the burette and repeat the operation until the water 
is nearly at the end of the graduations of the burette, noting 
accurately the burette reading each time the pipette is filled. 
Then again fill the burette to the zero mark with water and 
draw off the water down to the last reading obtained during the 
calibration, catching the water in a small weighed Erlenmeyer 
flask and letting the burette drain 3 minutes before making the 
final adjustment. The water in the burette should be at 20? C. 
or at à known temperature so that its volume may be corrected 
to 20° C. 

Divide the volume of the water at 20° C. by the number of 
times the pipette was filled. This will give the capacity of the 
pipette, which should be calculated to three decimal places. 
Suppose this to be 2.001 ee, then the difference between the 
suecessive readings of the burette and the successive numbers 
2.001, 4.002, 6.003, etc., gives the error in the graduations of 
the burette at these intervals. Each burette should be numbered 
and its correction tabulated, or plotted as a curve, showing + 
or — corrections at each even cc. mark. 
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Analytical Weights.— The simplest way to calibrate a set of 
weights is to compare each weight directly with the corresponding 
weight from a set of standard weights which are known to be 
correct. It may happen, however, that the majority of the 
weights in a given set would require a correction by this process, 
whereas their ratio one to another in the same set is correct. 
Such a set may be calibrated merely by getting an accurate 
comparison between the different weights. The most satis- 
factory procedure is T. W. Richards’ Method of Substitution.* 

The weights to be standardized are weighed wholly on one 
side of the balance, the comparison being made by substitution. 
It is necessary that all of the fractional weights taken together 
should constitute à gram and during the calibration it is con- 
venient to add an extra centigram weight from another set. 
The different weights of the same denomination should be marked 
for easy identification and should always be arranged in the 
same order in the box. 

Place one of the centigram weights on the left-hand scale pan 
and balance it by any suitable tare. A set of crude weights is 
the most convenient tare and a 5-mg. weight may be kept on the 
left-hand pan during the entire calibration so as to bring the rider 
into a convenient position. Bring the balance to the correct zero 
point by moving the rider. Then substitute another centigram 
weight for the first. The amount by which the rider must be 
moved to the right or the left to attain the same equilibrium gives 
at once the positive or the negative difference between the two 
weights. In this way, compare every weight with every other 
weight of the same denomination as well as with the combination 
of all the smaller weights. 

By assuming that any one of the weights is correct it is 
possible to calculate the positive or negative corrections to be 
applied to the other weights to make the ratio correct between 
all the weights. It is generally most convenient to take the cen- 
tigram weight as correct for preliminary calculations. From 
it, simply by adding or subtracting, arrange a table showing the 
values of all the other weights in terms of the original centigram 
weight. These values are usually far too different from the face 
values of the weights for convenient use, because the assumed 

* J. Am. Chem. Soc., 22, 144 (1900). 
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standard is so small. They may be brought to a more con- 
venient basis by dividing each value by the value of one of the 
larger weights (the 10-gram weight is usually suitable). This is 
most conveniently done by comparing each weight with the cor- 
responding aliquot value of the weight taken as a final standard. 
The difference between the actual value and the ideal value will 
then give a correction to be applied to the weight, negative if 
the weight is not heavy enough and positive if it is too heavy. 
Table IV shows an example of the calibration of a set of weights 
up to 10 grams. 


TABLE IV—DATA FOR CALIBRATION OF WEIGHTS 


Prelimi- Aliquot Correc- 

Nominal Data Obtained by nary Parts of tions 

E Substitution Values 10.01768 (Actual 

Method, Grams (Actual), (Ideal), Minus 

Grams Grams Ideal) 
(0.01) = Standard of comparison Standard 0.01002 | —0.00002 
(CON 0 MERO MO!) +0.00006 0.01006 | 0.01002 | +0.00004 
Ox012) (OO) —0.00001 0.01005 | 0.01002 | +0.00003 
(0.02) = (0.01) + 0.01” — 0.00001 0.02005 | 0.02004 | +0.00001 


(0.05) = (0.02) + etc. — 0.00007 0.05009 | 0.05009 0.00000 


(0.1) = (0.05) + etc. — 0.00006 0.10019 0.10018 | —0.00001 
(EI REO) + 0.00001 0.10020 | 0.10018 | +0.00002 
(0.2) = (0.1) + 0.1’) — 0.00004 0.20035 0.20035 0.00000 
(0.5) ss (0.2) + ete. — — 0.00011 0.50088 | 0.50088 0.00000 
(1) = (0.5) +ete. — 0.00004 1.00183 1.00177 | +0.00006 
a) = (1  — 0.00002 1.00181 1.00177 | 4-0.00004 
(1%) = (1) — 0.00006 1.00177 1.00177 0.00000 


(2) (UA 0500025 2.00383 2.00354 | —0.00029 
(5) = (2) + ete. — 0.00040 5.00884 .00884 0.00000 
(10) = (5) + ete. — 0.00040 | 10.01768 | 10.01768 | Standard 


Il 


a 


' If the corrections are significant, prepare a table showing at 
once the corrections corresponding to the usual combinations 
of weights from 0.01 to 0.99 gram and from 1 gram upwards. 
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Notkes.—(1) The question of positive and negative corrections is some- 
times confusing. If a given weight is not heavy enough, its correction is 
negative since its deficiency in weight necessitates the addition of extra 
weight on the rider-arm and hence the sum of the face values of all the weights 
used is too large. 

(2) If any of the larger weights is found seriously off, it should be cor- 
rected by unserewing the top and adding or removing weight as required. 
Then recalibrate the adjusted weight. 


CARE OF PLATINUM 


Cleaning Platinum Ware.—Every careful analyst necessarily 
uses clean apparatus. The habit of cleaning and polishing 
platinum dishes and crucibles immediately after using is easily 
formed and repays the user with increased confidence in his work 
as well as in the prolonged life of the article. 

Rubbing the surface of platinum with moist sea sand (round 
grains only), applied with the fingers, will remove most impurities 
and polishes the metal without appreciable loss. 

Fusing potassium bisulfate or borax in the dish and then 
boiling in water and polishing as above with sand gives a clean 
bright surface. When it 1s desired to clean the outer surface of 
dishes in this manner, they must be placed in dishes of sufficient 
size to allow the fused flux to envelop completely the article to 
be cleaned. 

Sodium amalgam possesses the property of wetting platinum 
without amalgamating with it, even when other metals are pur- 
posely added to the amalgam. This substance is, therefore, use- 
ful for effecting a quick and thorough cleansing of platinum. The 
amalgam is gently rubbed upon the metal with a cloth and then 
moistened with water, which oxidizes the sodium and leaves the 
mercury free to alloy with foreign metals. The mercury is then 
wiped off and the dish cleaned and polished with sand, as above 
described. 

Stains may often be removed from platinum ware by heating 
to redness and then dropping into the dish a pinch of dry NH,Cl. 

If the existence of a base metal alloyed with the platinum is 
suspected, immerse the article in question first in boiling HCl 
for a few minutes, then, after thorough rinsing with clean water, 
immerse in boiling HNO; free from chlorine. If the dish is 
unaffected in weight or appearance, and the acid baths fail to 
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give reaction for the base metals, their absence in appreciable 
quantities is assured. 

Notes upon the Use and Care of Platinum Ware.—It is impor- 
tant to remember that, although platinum is not oxidized in the 
air at any temperature, nor attacked by any single acid, there 
are many substances that attack and combine with it at compara- 
tively low temperatures. 

The caustic alkalies, the alkaline earths, nitrates and cyanides, 
and especially the hydroxides of barium and lithium, attack 
platinum at a red heat, although the alkaline carbonates have no 
effect at the highest temperatures. Sulfur, in the absence of 
alkalies, has no action, but phosphorus and arsenic attack plat- 
inum when heated with it. 

The ignition in a platinum crucible of precipitated ammonium 
magnesium phosphate in contact with carbon derived from the 
filter paper, especially when the precipitate has not been perfectly 
dried, is likely to result in the reduction of sufficient phosphorus 
to render the platinum very brittle. Similar results attend the 
ignition of phosphates in general in the presence of reducing 
agents, and great care should therefore be taken in this respect, 
since a very small phosphorus content may ruin platinum ware. 

Platinum in spongy or finely divided form is energetically 
attacked by fused sodium peroxide, and platinum crucibles with- 
stand but few fusions of this compound. 

Contact with compounds of the easily reducible metals is 
especially dangerous at high temperatures, as alloys with plati- 
num having a low fusing point are readily formed. This is 
especially true of lead. 

Direct contact of platinum with burning charcoal should be 
avoided, since the silicon reduced from the charcoal ash unites 
with platinum, making it brittle and easily cracked. 

Heating a platinum crucible with alcohol lamps is preferable 
to the use of ordinary gas. When gas is used, care should be 
taken to have the supply of air sufficient to insure complete 
combustion, since, with the flame containing free carbon, the 
platinum suffers deterioration by the formation of a carbide of 
platinum, which oxidizing later, blisters the metal. For this 
reason, also, the inner cone of a reducing flame should not come in 
contact with the platinum. 
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The effect of the Bunsen flame upon the surface of platinum 
exposed to its action produces the familiar gray appearance which 
cannot be removed except by burnishing. Platinum triangles 
often become gray and very brittle from the same cause. System- 
atic applications of moist sand to all articles affected in this way, 
after use, will keep them in good condition and materially prolong 
their life, with but a trifling loss in weight. 


RECOVERY OF PLATINUM RESIDUES 


If the residues consist entirely of water-soluble platinum salts, 
evaporate to dryness in a porcelain dish to remove alcohol and 
then take up in water. If the residues contain metallic platinum, 
asbestos shreds, or other insoluble solids, evaporate to dryness, 
and treat with aqua regia (1 part conc. HNO; and 3 parts conc. 
HCl) until all the platinum is in solution. Then evaporate 
to dryness, warm with a little dil. HCl and take up with 
water. Filter and wash the residue free from Pt salts, saving 
the filtrate. 

Prepare a solution of NaOH of sp. gr. 1.2 and add to it 8% 
of glycerine. Heat this liquid to boiling and pour into it the 
clear Pt solution. This precipitates the Pt, which is washed with 
water, then with HCl and again with water. Dry andigniteina 
porcelain crucible and weigh. ‘Transfer to a flask and cover with 
water. Add aqua regia, in small amounts at a time, with con- 
tinuous gentle heating on the water bath. Evaporate in a por- 
celain dish to à syrup. Continue to evaporate alternately with 
HCl and with water until no more nitrous fumes are given off. 
It is very important to have all HNO; removed. The solution is 
always intensely brown, due to the presence of more or less 
H.PtCl, To convert this into H;PtCl; saturate the fairly warm 
solution with chlorine gas until it becomes yellow. Evaporate 
to a syrup to remove the chlorine; dilute somewhat and filter. 
If there is much insoluble matter it should be filtered off, ignited 
and weighed, and this weight subtracted from the original weight. 
Then dilute the filtered solution until it contains 10 grams of Pt 
per 100 cc. (or if desired, it may be made up to any other known 
strength). 

REFERENCE.—Treadwell-Hall: * Analytical Chemistry," 1, 236. 
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RECOVERY OF MOLYBDIC ACID FROM 
PHOSPHORUS DETERMINATIONS 


Molybdic acid is an expensive reagent and it is possible and 
usually worth while to recover it from the waste residues and 
solutions from phosphate determinations. 

Pour all such residues into a 12-liter carboy provided with a 
funnel and a glass tube attached to the stem reaching to within 
about 3 inches of the bottom. When the carboy is nearly full, 
add 50 grams of NH4NO; dissolved in 100 cc. of water and 100 
grams of NasHPO, crystals dissolved in 200 cc. of water. Mix- 
well and let settle. Remove a portion of the clear supernatant 
liquid, heat it to boiling and add more Na;HPO,. If this 
forms a precipitate, return the solution to the carboy and add 
a further amount of the phosphate dissolved in water. 

After the molybdate has been completely precipitated and 
allowed to stand over night, siphon off the clear liquor and dis- 
card it. Continue to add residues to the carboy until it is 
filled again and repeat the above operation. 

After a sufficient amount of the yellow precipitate has aceumu- 
lated, filter on a large Büchner funnel fitted with a filter paper 
and wash with a 2% NH4NO; solution. Let the moist residue 
stand exposed to the air (protected from dust) for about 2 weeks 
in an open bottle or dry itin an oven. Use this dry ammonium 
phospho-molybdate for making up fresh molybdate solutions for 
phosphorus determinations. The dry compound contains 92% 
of pure MoO;. In making up a fresh molybdate solution, weigh 
an amount of the yellow powder equivalent to the MoO; content 
desired. Dissolve in the usual amount of NH OH and for every 
100 grams of the yellow powder add 7.5 grams of MgCO; dis- 
solved in à minimum amount of HNO;. Filter off the precipi- 
tate of MgNH,PO, and use the filtrate in the usual way in making 
up the ammonium molybdate solution. 


CHAPTER II 
GENERAL INORGANIC ANALYSES 


SULFUR 


General.—For most routine purposes in analyzing refined 
sulfur or brimstone, it is customary to determine only the mois- 
ture, ash and sulfur content. The latter is generally determined 
by solution in CS, as described below. It should be remembered, 
however, that in impure samples there may be other substances 
besides sulfur soluble in CS. and it must also be further remem- 
bered that sublimed sulfur is not completely soluble in CS». 
For an accurate determination of the percentage of sulfur follow 
the procedure for Total Sulfur in Lime-sulfur Solution on page 80, 
using about 0.1 gram of finely ground material. 

Moisture.— Grind the sample, weigh out 2-5 grams in a flat- 
bottomed dish and dry to constant weight at a temperature not 
exceeding 105? C. Report the loss as Moisture. 

Sulfur (Soluble in Carbon Bisulfide).— Dissolve the residue 
from the moisture determination in Cie, Filter through a 
weighed Gooch crucible with an asbestos mat, which has previously 
been treated with a little CS», and wash the residue with CS» and 
then with a little ether. Dry and weigh. Subtract from 100% 
the sum of the percentages of moisture and material insoluble 
in CS, and report the difference as Sulfur (soluble in CS»). 

Ash.—Weigh out 2-5 grams in a porcelain crucible; ignite, 
gently at first, and finally in a full Tirrill flame. Cool and 
weigh the ash. 

Oil and Tar.—For certain uses the presence of very small 
amounts of oil or bituminous matter in sulfur is objectionable. 
The estimation cannot be carried out by simple extraction since 
the sulfur itself is slightly soluble and the amount of oil is gener- 
ally very small (0.001-0.3%). It is possible, however, to extract 
all the oil with petroleum ether and then remove from the extract 


the soluble sulfur by means of copper foil. 
23 
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APPARATUS.—(a) 100-cc. volumetric flask. 

(b) Two Soxhlet flasks, about 250-cc. capacity. 

(c) Wiley continuous extractor without crucible or thimble. 

(d) Roll up a sheet of copper foil 4 by 15 inches in such a way 
that a spiral is formed without contact between the surfaces. 
Leave a tab about 2 inch square on one corner and punch a 
hole in this tab so that the coil may be lifted from the Wiley tube 
with a wire hook. Have this tab in the center of the coil. 

PROCEDURE.—Weigh into the 100-ce. flask 50 grams of the 
powdered sample, or a smaller quantity if the oil content is known 
to be high. Add about 50 cc. of redistilled petroleum ether, 
shake the contents thoroughly every half hour for several hours 
and let settle. Decant the solution through a filter into the 
Wiley extraction tube, shake the residual sulfur a second time 
with about 30 cc. of the solvent, let settle and filter as before. 
Continue washing and shaking the sulfur with fresh portions of 
the ether until about 175 cc. of solvent have been used or until 
there is sufficient to fill the tube above the copper foil. 

Clean the copper coil with dil. HNO; wash with water, then 
with alcohol, dry with ether and place in the Wiley tube. Then 
boil the petroleum ether in the tube until all of the sulfur has 
been deposited on the copper as CuS. Transfer the solvent to 
the beaker, filtering if necessary to remove any loose CuS, and 
wash the coil and the tube and filter with small quantities of 
petroleum ether. Evaporate the solvent gently to dryness at 
low heat and weigh the residue, using as a counterpoise a flask of 
similar size and shape. 

Nore.—We have found that if the analysis is not desired in a hurry, the 
boiling may be omitted. The coil may be placed with the ether extract in a 
tall glass cylinder and allowed to stand at room temperature, lightly stop- 
pered. The sulfur will generally be removed completely in 24—48 hours. 


It is advisable, however, to place a fresh coil in the solution and let it stand 
overnight to make sure all traces of sulfur have been removed. 


MIXED ACID 


General.—This method is for the analysis of so-called mixed 
acids. These are composed of sulfuric and nitric acids mixed in 
varying proportions according to the purpose for which the 
material is intended. There is also present a small amount of 
nitrosyl-sulfuric acid caused by interaction of the two acids. 
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Total Acidity.—Pipette 15 cc. of the sample into a previously 
weighed weighing bottle. Stopper the bottle immediately and 
weigh it. Immerse the bottle below the surface of about 400 cc. 
of water in a beaker. Grasp the bottle near the bottom with 
the left hand and tip it so that the stoppered end is well below 
the surface, then by means of a glass fork gradually loosen the 
stopper and let the liquid run out into the water very slowly. 
In this way the fumes will remain in the bottle and will gradually 
be absorbed by the water entering the bottle. With a little 
practice this can be accomplished without the loss of any fumes. 
If à bubble escapes and fumes appear on the surface of the water 
the determination must be discarded. 

Finally rinse the weighing bottle into the beaker with water, 
transfer the entire contents of the beaker to a liter volumetric 
flask, dilute to the mark, mix thoroughly, pipette out 100 cc. 
and titrate with 0.5 N NaOH and methyl orange. Calculate the 
number of cc. of 0.5 N NaOH required for the total acidity of 1 
gram of the sample. 

Sulfuric Acid.—Weigh out from a Lunge pipette two separate 
portions of about 5 grams each into 6-inch porcelain evaporat- 
ing dishes.* Add 5 cc. of water to each dish and evaporate on 
the steam bath for 1 hour; then add 2 cc. more of water, evapo- 
rate for 20 minutes, cool and titrate at once with 0.5 N NaOH 
and methyl orange. This gives the total H;SO, Calculate 
the titration required by 1 gram of the sample. 

Notre.—We have found that for ordinary mixed acids the evaporation of 
the water as above completely removes the HNO;. This should be checked, 
however, by conducting an evaporation on a separate portion and testing 
the residue by the addition of a little diphenylamine. This should not 
produce any blue color. If it is impossible to remove the HNO; by evapora- 
tion, add about 1 gram of urea to the evaporated solution before titrating. 

Nitrosyl-sulfuric Acid.— Pipette 15 cc. of the sample into about 
150 cc. of water. Use for this purpose the same pipette as for 


* If a Lunge pipette is not available, an ordinary 4-cc. pipette may be used. 
In this case deliver 4 cc. of the sample from the pipette into a weighed 
weighing bottle, allowing the pipette to drain for a definite number of sec- 
onds. Stopper the bottle quickly and weigh it. Then deliver two portions 
from the same pipette into the two evaporating dishes, allowing the pipette 
to drain for the same length of time in each case. In this way the same 
weight of sample is obtained. 
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the total acidity and calculate the weight of sample taken. 
Titrate at once with 0.1 N KMnO, This gives the Nitrosyl 
acid, HNOSO,. Calculate the titration to a l-gram basis. 
Calculations.—Having all the titrations calculated to the basis 
of 1 gram of the sample, calculate the total HSO, and subtract 
from it the equivalent amount of HSO, in the HNOSO,. 
Subtract from the total acidity titration the titration for total 
HSO, and calculate the difference to HNO;. Then correct this 
latter figure by subtracting the equivalent amount of HNO; in 
the HNOSO,. 
Add together the percentages of H_SO., HNO; and HNOSO,, 
subtract the sum from 100% and report the difference as water. 
The reaction for the titration of the nitrosyl acid may be 
written as follows: 
4KMn0,+5N,03 HSC, = 2K2504+4MnS0¿+ 10HNO; +H,0. 
Factors.—1 cc. 0.1 N KMnO, =0.006354 gram HNOSO.. 
— 0.001900 gram N30O;. 
1 cc. 0.5 N NaOH =0.02452 gram HSC, 
—0.03151 gram HNO;. 
HNOS0,X0.4959 = HNO;. 
HNOSO,; 0.2991 = N30;. 
HNOS0O,X0.7718 HSC, 


FUMING SULFURIC ACID (OLEUM) 


General.—Fuming sulfuric acid or oleum consists of a solution 
of SO; in conc. H:50,. From a determination of the total SOs, 
the amount of free SO; and of H2SO4 can be calculated. The 
amount of free SO; varies widely—a common concentration is 
18 to 25%, but it may run over 60%. 

Total SO;.—Since oleum takes up water very rapidly, great 
precautions must be observed in getting the sample for analysis. 
The most satisfactory procedure is as follows: Seal off the end 
of an ordinary glass tube and blow a bulb about 0.75 inch in diam- 
eter. Draw the other end out to a capillary. Cool and weigh. 
Warm the bulb end some distance from the flame and immerse 
the capillary in the oleum. With the end still immersed, cool the 
bulb as rapidly as possible. "The contraction of air will draw the 
oleum up into the bulb. Remove the: bulb, invert it, and seal 
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off the capillary end in a flame. Clean the outside of the bulb 
carefully and again weigh to obtain the amount of oleum which it 
contains. Great care must be taken in handling the bulb, as the 
material in it is very dangerous. 

Fill a 500-cc. glass-stoppered bottle about two-thirds full of 
distilled water and add to it sufficient 0.5 N NaOH, carefully 
measured, to give a slight excess. If the oleum is assumed to 
contain 90 % of total SO;, and the corresponding amount of NaOH 
is calculated on this basis from the weight taken, it will give a 
sufficient excess. 

Immerse the bulb in this solution, hold it firmly against the 
bottom with a rubber-tipped policeman or glass stirring rod 
and carefully break the capillary end. Stopper the bottle and 
shake. Finally the bulb itself should be broken and also the tip 
of the capillary crushed to make sure that all the acid has come in 
‘contact with alkali. Add methyl orange and titrate the excess 
of NaOH with 0.5 N or 0.1 N HCl. Then transfer to a 500- 
cc. volumetric flask and make up to the mark with distilled 
water. Pipette 100 cc. into a 250-cc. beaker and add 5 ec. of 
10% BaCl» solution diluted to about 50 cc. It is important 
that the latter be added drop by drop and that both solution 
be boiling. 

If possible, boilfor 5 minutes and let stand overnight. The 
next morning reheat the solution on the steam bath and filter. 
If results are desired quickly, boil the solution for at least 30 
minutes after adding BaCl,, let settle till clear and filter. Wash 
with boiling water, ignite in a weighed platinum crucible, cool in 
air, moisten with dil. H;SO,, again ignite (gently at first to 
avoid spattering), cool in a desiccator, and weigh as BaSO.. 
Calculate to SOs. 

CALCULATIONS.—Subtract from 100% the percentage of total 
SO; obtained by the BaSO, method. The difference is H:O com- 
bined as H.SO,. Calculate this to H;SO,. Subtract this per- 
centage from 100%. The difference is free SO;. Report as 
follows: 

Total Sulfur Trioxide, SO;. 

Equivalent to: 
Sulfuric Acid, HSC, ` 
Free Sulfur Trioxide, SO;. 
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Factors.—1 ec. 0.5 N NaOH =0.020016 gram SO;. 
BaS0,X 0.3430 =SO3. 
H0 X 5.444 = H3S0.. 


Nores.—(1) The titration is carried out merely as a check. Theoretically 
it should give the same amount of total SO; as the precipitation method, but 
generally it shows somewhat higher results. If the result for SO; by titra- 
tion varies widely from that obtained by precipitation, the latter should be 
carefully checked. 

(2) On account of the necessity of aliquoting and also on account of the 
large factor from HO to H;SO,, it is necessary to work with extreme care 
and, wherever possible, it is advisable to run at least five determinations 
and take the average. 

(3) Oleum samples should always be kept in glass-stoppered bottles 
away from light. 

(4) The freezing point of oleum depends upon the amount of free SO; 
which it contains, and analytical results can therefore be checked by deter- 
mining the freezing point. 


LIQUID SULFUR DIOXIDE 


General.—Sulfur dioxide is a gas which can be comparatively 
easily liquified and is furnished commercially in the liquid form 
in cylinders or tubes. Its melting point is about —76° C. and it 
boils at —10° C. It is made by condensing and, if necessary, 
redistilling the gases formed by the roasting of iron pyrite, zine 
blende or other sulfur-bearing minerals. It may, of course, also 
be made by burning sulfur. 

Liquid SO; sold commercially today frequently has a purity of 
99.8% or higher and is practically colorless. In the dry state it 
does not corrode. The chief impurity is water and sometimes 
a little H2SO¿. Excessive amounts of water will make the mate- 
rial corrosive to metals and also tends to promote decomposition 
with the formation of HS and eventually of sulfur, which dis- 
solves in the liquid and colors it yellow. The ordinary commer- 
cial grade usually contains from 0.3 to 0.5% of moisture, whereas 
material purified by double distillation usually contains not 
more than 0.1%. 

The following tests are of value in ascertaining the purity 
of liquid SO»: 

Color.—Incline the tube so that the outlet is below the hori- 
zontal. Open the valve and let some of the liquid run into a 
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clean beaker. High-grade material should be colorless or not 
more than pale straw color. 

Residue on Evaporation.—Pour 100 ec. of the liquid into a 
, funnel tube, the lower part of which is graduated to 0.1 ec. Let 
the liquid evaporate spontaneously until the odor of SO; has 
disappeared. Read the volume of the residue, which consists 
essentially of water with any H;80, which may be present. 


Nore.— The funnel tube used in moisture determination by the Xylol 
Method is satisfactory for this test. 


Copper Corrosion Test.—Pour 50 cc. into a clean, brightly 
polished, spun copper dish, such as used in the corrosion test for 
gasoline (see p. 235) and let it evaporate spontaneously. There 
should be no grey or black deposit on the copper, which would 
indicate the presence of H.S8. 


ALKALIES 


(HYDroxIDES, CARBONATES AND BICARBONATES OF SODIUM 
AND POTASSIUM) 


General.— Mixtures of carbonates and bicarbonates or of car- 
bonates and hydroxides of the alkalies can be analyzed by a double 
titration with standard acid, using phenolphthalein and methyl 
orange indicators. If only Na or K is present, the amounts of 
carbonate and hydroxide can be calculated directly; otherwise 
the proportions of Na and K must also be determined on a sep- 
arate portion. (For the determination of potassium, see p. 61.) 
The method of double titration is chiefly of value for mixtures of 
hydroxide and carbonate containing only a small proportion of 
carbonate. Where the proportion of carbonate is high the barium 
chloride method should be used. For an accurate determination 
of bicarbonate use the caustic titration with AgNO; as later 
described. 

In reporting results, the total alkalinity calculated as Na) 
(or K20) should be expressed, as well as the various forms of 
alkalinity. 

In the following procedures it is assumed that the material 
contains K or Na, but not both, and that it contains carbonate, 
bicarbonate, hydroxide, carbonate and bicarbonate, or carbonate 
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and hydroxide. (It should be noted that bicarbonate cannot 
exist in the presence of hydroxide.) - 

Moisture.—Weigh out as large a sample as practicable, dis- 
solve rapidly in CO»-free water and make up to volume. Pipette 
an aliquot representing 1 or 2 grams into a platinum or porcelain 
dish. Evaporate to dryness and dry to constant weight at 105° C. 
Report loss as moisture. 


Norz.—In the case of soda ash (Na5CO;) or pearl-ash (K;CO;), 1-5 grams 
of the sample may be weighed out directly and dried to constant weight. In 
the case of caustic soda or potash, the moisture is generally taken “by 
difference," as it is very difficult to get accurate results on account of the 
tendency to carbonate. If bicarbonates are present, the above method 
cannot be used for the moisture determination, as biearbonates will change 
to carbonates. In such cases the material should be heated for at least two 
hours at 200? C. The loss is moisture plus CO. From the amount of 
bicarbonate, separately determined, calculate the CO, and H:O which it 
would liberate and subtraet this amount from the total loss to obtain the 


true moisture. 
CALCULATION.—NaHCO;Xx0.3691 = HCO; liberated. 
KHCO;X0.3098 = H;CO; liberated. 


DETERMINATION OF THE ALKALIES 


Qualitative Tests.— To test for hydroxide, dissolve a small 
amount of the sample in CO;-free water, add an excess of BaCl; 
solution and filter rapidly. If the filtrate is alkaline to phenol- 
phthalein, hydroxide is present. More BaCl solution, however, 
should be added to the filtrate to make sure that an excess has 
been used. Carbonate or bicarbonate is, of course, indicated by 
effervescence with acid. If hydroxide is present, the material is 
free from biearbonates. If hydroxide is not present, the presence 
of biearbonate would be indicated in the quantitative analysis 
by the fact that the titration with methyl orange would be more 
than twice that with phenolphthalein. 

Carbonate and Bicarbonate.— Dissolve a considerable amount 
of the sample in freshly boiled distilled water and titrate an aliquot 
of the solution corresponding to 1 gram (or more if necessary) 
directly with 0.5 N acid and phenolphthalein; then add methyl 
orange and complete the titration as described below under 
Caustie Soda. If the phenolphthalein titration is one-half the 
total methyl orange titration, carbonates only are present. 
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In ease bicarbonates are present, twice the phenolphthalein 
titration will give normal carbonates, and the difference between 
the methyl orange titration and twice the phenolphthalein titra- 
tion will give bicarbonate. In case carbonate alone is present, 
calculate the methyl orange titration direct, both as carbonate 
and as Naz0 or K5O. In making calculations use the following 
factors: 

CALCULATION.—1 cc. 0.5 N acid =0.02000 gram NaOH. 
=0.02805 gram KOH. 
=0.02650 gram NagCOs. 
=0.03455 gram K,C0O.. 
=0.02355 gram K0. 
=0.01550 gram Na:0. 


NomEs.—(1) The above method is reliable only for comparatively small 
amounts of carbonate in the presence of caustic. For small amounts of 
caustic in the presence of carbonate, or for mixtures of carbonate and 
bicarbonate, results are only approximate (see below). 

(2) In carrying out the titration it is essential to have sufficient water so 
that no bubbles of CO» are given off during the phenolphthalein titration. 
The acid should also be added slowly with stirring. To obtain reliable 
results all precautions and directions must be exactly observed. 

(3) For the so-called “New York-Liverpool Test" multiply the actual 
percentage of NazO found by 1.03226 and for the “Newcastle Test” multiply 
the actual percentage of Na;O by 1.013. 


Analysis of Caustic Soda (or Caustic Potash).—Caustic soda 
and potash invariably contain a certain amount of carbonate. 
Carbonate and hydroxide can both be determined in one opera- 
tion as follows: Dissolve a considerable amount of the sample in 
freshly boiled distilled water and dilute to volume, working 
rapidly and avoiding undue exposure, as caustic rapidly takes up 
moisture and COs. 

Pipette an aliquot of the solution corresponding to about 1 
gram into a 500-cc. beaker, dilute to about 450 cc., add 1 cc. of 
phenolphthalein solution, and with the tip of the burette beneath 
the surface of the solution, titrate with 0.5 N acid until the pink 
color just disappears. Then add 3 or 4 drops of methyl orange 
indicator and continue the titration to the first appearance of a 
permanent pink color. The first titration gives the number of 
cc. of acid required to neutralize all the hydroxide and half of 
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the carbonate, since phenolphthalein is neutral to bicarbonate. 
The methyl orange (total) titration gives the total alkalinity. 

Let x=cc. required with phenolphthalein, 
and y=ce. required with methyl orange; 
then 2(y—x)=cc. due to carbonate, 
and y—2(y—2) or 2z —y —cc. due to hydroxide. 

Analysis of Sodium or Potassium Carbonate and Bicarbonate. 
Dissolve à considerable amount of the sample in freshly boiled 
distilled water and make up to volume. Test a small portion for 
the presence of hydroxide by treating with BaCl, as previously 
described. 

Toran ALKALI.—Pipette out an aliquot corresponding to 
1 gram, or more if necessary, into a 500-ce. beaker. Add 3 drops 
of methyl orange and titrate rapidly to the end-point. This is 
merely a preliminary titration. Then take another aliquot and 
add 1 cc. less of 0.5 N acid than required by the first titration, 
taking care not to lose any liquid by effervescence. Cover the 
beaker with a watch glass, boil off the liberated CO», cool, add 2 
drops of methyl orange and titrate to the exact end-point. In 
this titration, stir well when approaching the end-point and add 
the acid a drop at a time so that the color change will be sharp. 

Caustic ALKALI.—If the sample contains hydroxide, pipette 
an aliquot corresponding to 1 gram into a 250-cc. beaker and 
add 100 cc. of 1095 BaCl, solution. Stir thoroughly, add 5 drops 
of phenolphthalein indicator and titrate cold with 0.5 N acid. 
Calculate the titration to NaOH or KOH. 

Notr.—If the sample contains hydroxide it cannot contain bicarbonate. 
In this case subtract the titration required by the hydroxide from the titra- 
tion of total alkali and calculate the difference to carbonate. 

BICARBONATE.—Pipette an aliquot corresponding to 5 grams 
into a 250-cc. beaker and titrate with 0.5 N NaOH solution 
until a drop of the solution added to a drop of AgNO; indicator 
(10% solution) on a spot plate/gives a dark coloration at once. 
Calculate the titration to bicarbonate. 

CALCULATION.—1 cc. 0.5 N caustic = 0.04200 gram NaHCOs. 

=0.05005 gram KHCO;. 

Notrs.—(1) To obtain the true carbonate, subtract the titration required 


by bicarbonate from the titration for total alkalinity (both on the basis of 
1 gram) and calculate the difference to carbonate. 
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(2) Carbonates of sodium and potassium (soda ash and pearl ash) when 
freshly made should not contain more than traces of bicarbonate. On 
exposure, however, they absorb CO» and H:O and should therefore be 
analyzed for bicarbonates if an accurate test is desired. 

Impurities.— The impurities generally encountered in alkalies 
are chlorides, sulfates, and iron and alumina. These are deter- 
mined in the usual way. Before precipitating the sulfate, the 
solution should be boiled after adding HCl, in order to remove 
excess CO». Iron is best determined colorimetrically. 


AMMONIUM HYDROXIDE 


General.—Aqua ammonia (U. S. P.) is a solution containing 
1095 by weight of NH;. Stronger aqua ammonia (U. S. P.) 
contains 28% by weight of NH;. The latter is about the strength 
of the cone. ammonium hydroxide of commerce. The crude 
ammonia liquor of the gas works contains generally between 1.25 
and 2% of NH; and is generally concentrated to 15-17% for 
shipment. 

As ammonia is very volatile, the sample should be analyzed 
as quickly as possible after receipt and kept tightly stoppered at 
all times. 

Specific Gravity.—Determine the sp. gr. with a hydrometer or 
the Westphal balance at 15.5? C. For accurate work the temper- 
ature should be adjusted within a degree or so. For ordinary 
commercial purposes, however, the sp. gr. may be taken at room 
temperature and corrected to 15.5? C. by means of standard 
ammonia tables. As the coefficient varies with different tem- 
peratures, the correction cannot be made by formula. 

Ammonia, NH. Rerinep Ammonia WATER.—For strong 
liquors, pipette 25 cc. into a weighing bottle, stopper tightly and 
weigh. Then using the same pipette and allowing it to drain 
for the same length of time, pipette another 25 cc. into a 250- 
cc. volumetric flask two-thirds filled with water. Hold the tip 
of the pipette very near the surface of the water. Dilute to 
the mark with water and mix thoroughly. -Titrate 25 ec. of this 
with 0.5 N HCl, using methyl red or methyl orange indicator 
(see p. 89, note 3). From the weight of sample taken and the 
titration, calculate the percentage of NH; by weight. 

CALCULATION.—1 cc. of 0.5 N HCl=0.008516 gram NH;. 

=0.017524 gram NH,OH. 
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Nore.— The above proportions are for cone. ammonia water. For weaker 
samples correspondingly larger aliquots should be taken for analysis. 


CRUDE Ammonia Liquor.—Crude ammonia liquor from 
gas works contains ammonium sulfate and other salts as well as 
free NH;, and in such samples the total ammonia should be 
determined. 

For concentrated liquors, dilute 25 cc. to 250 cc. exactly as 
described under Refined Ammonia Water. Then pipette 25 cc. of 
this solution into a round-bottomed flask which can be connected 
to a condenser through a spray trap. This flask should contain 
about 100—150 ce. of distilled water. Add a few grains of gran- 
ulated zine or small pieces of pumice and about 5 grams of NaOH. 
Connect to the condenser and distill into 50 ce. of 0.5 N HCl, 
to which has been added a drop or two of methyl orange or methyl 
red (see p. 89). The lower end of the condenser should be con- 
nected to an adaptor which dips below the surface of the acid. 
Continue the distillation until about 100 ec. of liquid have come 
over. If the indicator in the 0.5 N acid should lose its pink color, 
add 25 cc. more of 0.5 N acid immediately. In such ease, the dis- 
tillation should also be repeated, distilling into a larger amount 
of acid to make sure that no NH; was lost. Titrate the excess of 
0.5 N acid with 0.5 N or 0.1 N caustic and calculate the difference 
to NH;, as previously described. 

Notr.—The above procedure is for concentrated liquors. For the weak 
liquors it is not necessary to make up to volume, but 25 or 50 ec. may be dis- 
tilled directly after adding caustic. For the very weak waste liquors, at least 
100 cc. of the sample should be taken for each distillation. The latter should 


show only a few hundredths of 1% of NH; when the concentrating still is 
running efficiently. 


TABLE SALT 


General.—The U. S. standard for table or dairy salt requires 
that it shall contain on the water-free basis not more than the 
following amounts of impurities: 

1.4% Calcium Sulfate 
0.5% Calcium and Magnesium Chlorides 
0.1% Insoluble in Water* 
0.05% Barium Chloride 
* In December 1924 the U. S. Bureau of Chemistry modified the standard 


until further notice so that the Insoluble in Water is understood to mcan 
material exclusive of insoluble CaSQx,,. 
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In addition to these substances, table salt sometimes contains 
small amounts of calcium phosphate and sodium and magnesium 
sulfates. In shaker salt MgCO; is often added in amounts up to 
1% to prevent caking. Natural salt also may contain small 
amounts of sodium carbonate, potassium chloride, and other 
impurities. 

Express all results of analysis (except SE as percentages 
of the moisture-free material. 

Appearance.—Examine the material under the microscope and 
note its general appearance. It should be homogenous and free 
from foreign matter. Add a drop of dil. HCl to the salt on the 
slide and note if there is any effervescence (CO). 

Solubility and Reaction.—Make a nearly saturated solution 
with distilled water. Test with sensitive litmus paper. A tur- 
bidity which dissolves on the addition of acid indicates calcium 
phosphate or carbonate. 

Preparation of Sample.—Pass the sample through a 20-mesh 
sleve, grinding if necessary. Avoid undue grinding, however, so 
that as much of the sample as possible will be retained on an 
80-mesh sieve. Mix the sample by quartering and weigh all 
needed portions as nearly at the same time as possible. 

Moisture.— Place about 10 grams of the sample in a dry, weighed 
Erlenmeyer flask of about 200-cc. capacity. Weigh the flask and 
sample. Spread the sample evenly over the bottom of the flask 
by shaking gently and insert a small funnel in the neck. Heat 
the flask and sample for periods of 1 hour each on a triangle over 
the low, open flame of a gas stove at a temperature of about 
250? C. until two consecutive weighings agree within 0.005 gram. 
Shake the flask occasionally so that the sample will dry evenly. 
Report the loss in weight as Moisture. 

Phosphoric Anhydride.—Dissolve 25 grams in distilled water. 
If the sample contains insoluble Ca salts, add just enough HNO; 
to clear up the turbidity. Filter, if necessary, dilute to 250 cc. 
in a volumetric flask, mix thoroughly, and pipette out 100 cc. 
(equivalent to 10 grams). Add 10 cc. of cone. HNO;, then add 
NH,OH until the acid is nearly but not completely neutralized. 
Add an excess of ammonium molybdate solution, warm gently 
and let stand 1 hour. If phosphate is present, a yellow precipi- 
tate will form. If the solution is colored bright yellow but does 
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not precipitate, report a trace of phosphate. Filter any appreci- 
able precipitate and wash with 5% NH4NO; solution. This 
precipitate may be filtered on a weighed filter paper, dried in a 
weighing bottle at 105° C. and weighed as ammonium phospho- 
molybdate. (In this case, of course, the final washings must be 
with cold water to remove the NH4NO;.) 

CALCULATION.—(NH4);H PO4:12M 00; 0.038 = P30;. 

For more accurate results, dissolve the precipitate in NH4OH, 
add an excess of 5% H$;SO,, run through a Jones reductor and 
titrate the Mo with 0.1 N KMnO.. 

CALCULATION.—1 ec. 0. N KMn0O,=0.000203 gram P2Os. 


Norr.—Both of the above methods for P20; are dependable only for the 
determination of small amounts. 


Insoluble in Water.—Place 10 grams of the sample in a 250-cc. 
beaker. Add 200 ec. of water at room temperature and let stand 
0.5 hour, stirring frequently. Filter through a weighed Gooch 
crucible with an asbestos mat previously dried at 110? C. Trans- 
fer the residue to the crucible with the aid of a rubber policeman, 
using a total of not more than 50 cc. of water. Wash the residue 
with small portions of water, about 10 portions of 10 ec. each, 
until 10 cc. of the filtrate shows only a faint opalescence upon 
addition of a few drops of AgNO; solution. Dry the crucible 
and contents to constant weight at 110? C. Report the residue 
as “matter insoluble in water." If it exceeds 0.1% determine 
its nature. 

Sulfur Trioxide. Preparation of Solution.—Dissolve 20 grams 
of the sample in 150 ec. of water and 50 cc. of conc. HCl in a 400- 
cc. beaker. Cover the beaker, heat to boiling, and continue 
boiling gently for 10 minutes. Filter into a 500-cc. volumetric 
flask and wash the residue with small amounts of hot water until 
the filtrate is free from Cl. Unite the filtrate and washings, cool 
and dilute to volume. (Solution A.) 

Determination.—Place 250 ec. of Solution A (equivalent to 10 
grams) in a 400-cc. beaker, heat to boiling, and add a slight 
excess of a hot 10% BaCl: solution, drop by drop while stirring. 
Concentrate by heating gently and finally evaporate to dryness 
on the steam bath, stirring the partly dry residue toward the 
end, Wash the precipitate by decantation with small quantities 
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of hot water, finally transferring the precipitate to a close-grained 
filter paper with the aid of a rubber policeman and a stream of hot 
water. Wash the precipitate on the filter until the filtrate is 
free from Cl. Test the filtrate for the presence of SO;. Dry, 
ignite, and weigh as BaSO,. Calculate to SOs. 

CALCULATION.—BaSO, X 0.3430 =SOs. 

Iron Oxide and Alumina. (a) In the Absence of P20;.—To the 
remaining 250 cc. of solution A (equivalent to 10 grams) add a few 
drops of conc. HNO; and boil to oxidize Fe. Then add a slight 
excess of NH,OH, boil until the odor has-nearly disappeared, 
filter, wash with hot water, ignite in a blast lamp and weigh as 
Fe.0;+ Al.O3. 

(b) In the Presence of P20;—To 250 cc. of solution A add 
slightly more than enough Fe;O; to combine with the P;0;. 
(This should be calculated from the amount of P.O; as determined 
on a separate sample.) To determine the correct amount of 
Fe to add proceed as follows: 

Weigh out 1 gram of ferrous ammonium sulfate, dissolve in a 
little water, boil with a few drops of cone. HNO;, make up to 
100 cc. and use the proper aliquot as calculated from the following 
approximate factors: 

P505 x TTE Rech, 
Fe:0; X5 = Ferrous ammonium sulfate. 
Ferrous ammonium sulfate X 0.2036 = Fe2O3. 

After adding the iron solution, add a slight excess of NH,OH 
and boil until the odor is nearly gone. This precipitates all 
the P.O; as FePO, and the excess of Fe as Fe(OH);. Filter, 
wash, ignite, blast and weigh as Fe;O;4- AL,O;--P5O;. From 
this weight subtract the amount of P.O; previously determined 
and the weight of Fest: added. The remainder will be the Fez03 
+ Al;O; in the salt. 

Total Lime.—To the filtrate from the NH,OH precipitate add 
an excess of 10% oxalic acid solution (10 cc. usually are sufficient). 
Then add a few drops of methyl orange solution and neutralize 
while hot by adding cone. NH4OH drop by drop, stirring con- 
stantly. Add about 1 cc. excess of the NH,OH, stir, and let 
stand in a warm place for 3 hours. Decant the supernatant 
liquid through a filter, reserving the filtrate for the determination 
of MgO. Test the filtrate for CaO with (NH4)»C50, solution. 
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Wash the precipitate in the beaker once with 10 cc. of 1% (NHa)s- 
C.0, solution, decanting through the filter paper. Combine 
the filtrate and washings. Dissolve the precipitate in the 
beaker and on the filter with hot, dil. HCI, dilute to 100 cc., add 
a little H,C;,0,, and reprecipitate as before. After standing 
3 hours, filter and wash with (NH,)2C2O,solution as before, reserv- 
ing thefiltrateand washings. Transfer the precipitate to the filter, 
dry, ignite, and heat over a blast lamp to constant weight as CaO. 

Norre.—The CaC;0, may also be titrated directly with 0.1 N KMnO, in 
the usual way (see p. 697). 

Magnesia.—Combine the filtrates and washings from the CaO 
determination and concentrate if necessary, by boiling gently, to 
a volume of about 150 cc. Add about 2 grams of (NH4);H PO, 
and sufficient HCl to clear the solution when the phosphate is all 
dissolved. NazHPO, or NaNH¿HPO, may be used instead of 
the (NHj);HPO, When cold, make slightly alkaline with 
NH,OH, stirring constantly. Add 1-2 ec. excess of NH¿OH and 
let stand about 12 hours.. Filter off the supernatant liquid 
and wash three or four times by decantation with dil. NH,OH 
(1:10). Dissolve the precipitate in HCl, dilute to about 75 ce., 
add a little (NH 4);HPO, and precipitate with NH4OH as before. 
Let stand 6-12 hours, filter, wash free from Cl, ignite, blast, and 
weigh as Mg2Pz07. Calculate to MgO. 

CALCULATION.—M g3;P$;0; 0.3621 = MgO. 

Barium Chloride.—If SO; is found, Ba cannot be present in the 
solution but might be present in the insoluble. If SO; was not 
found, test for Ba by adding 5 ec. of dil. H»SO, to 100 ec. of the 
solution prepared for the P.O; determination (equivalent to 10 
grams). Heat to boiling and let stand several hours, preferably 
over night. If there is a precipitate, filter the solution hot, wash 
with hot water, ignite in a platinum crucible and weigh as BaSO,. 
Calculate to BaCl. l 

CALCULATION.—Ba$80, X 0.8923 = Dat, 

Potash.—The determination of KO is seldom necessary. If 
desired, proceed according to page 61. 

Sodium Chloride.*—Dilute 25 cc. of the solution prepared for 
the P.O; determination to 250 ce. Thoroughly mix and pipette 
out 50 ec. of this solution, equivalent to 0.5 gram of the sample. 

* This is ordinarily calculated “by difference.” 


GENERAL INORGANIC ANALYSES 39 


Dilute to about 250 ec., add 5 ec. of dil. HNO; and precipitate in 
a large Erlenmeyer flask, preferably glass-stoppered, with an 
excess of AgNO; solution. Shake violently, let stand in the dark 
until clear, at least 1 hour, filter on a weighed Gooch crucible, 
wash with water containing a few drops of AgNO; solution and 
finally wash once with boiling distilled water. Dry at 105? C., 
place the Gooch crucible in a large platinum crucible, and heat 
gently until the edges of the AgCl just begin to fuse. Cool in a 
desiccator and weigh. Calculate to NaCl. 

CALCULATION.—AgCl x 0.4078 = NaCl. 

Calculations.—Calculate SO; to CaSO,. If there is an excess 
of SO;, calculate this to MgSO,, and if still an excess, to Nach, 
If CaO is in excess of SO;, calculate the excess to CaCO; (if the 
salt solution is turbid and shows presence of carbonates) or to 
CaO (if the salt solution is alkaline) or to CaCl, (if the solution 
is clear and neutral). 

All P.O; must first be calculated to Caz(PO4)», and any excess 
over CaO to Mg;(PO4); and any further excess to Na2HPO.. 
Any excess of MgO over SO; or P20; calculate to MgCO;, MgO 
or MgCl; (under the same conditions as for CaO). Report Fez0; 
and AlO; as such. 

If any BaCl,, CaCl, or MgCl; is present, subtract the equiva- 
lent amount of AgCl from the total AgCl before calculating the 
latter to NaCl. 

If any potash is present, calculate it to KCl and subtract the 
equivalent amount from the NaCl. 

Nore.—If the amount of iron is desired, it is best determined colorimet- 
rically, as in water analysis (see p. 691). 

Factrors.—SO; X 1.700 = CaSO,. 

SO; X 1.504 = MgSO,. 
SO; 3€ 1.774 = NasSQ,. 


CaO X 1.785 = CaCO;. 
CaO x 1.321 2 Ca(OH)s. 
CaO X 1.979 = CaCh. 


P505 x 2.184 = Caz(PO4)». 
P.O; x 1.852 = Mgs(PO4)». 
P20; X 2.000 = Na;HPO,. 
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MgO X2.092 = MgCO;. 
MgO X2.362 = MgCl. 


CaCl: X 2.583 = AgCl. 
MgCl, X3.010 = AgCl. 
BaCl, X 1.376 = AgCI. 

KCI X 1.923 = AgCI. 


K,0 X 1.583 = KCl. 


REFERENCE.—Association of Official Agricultural Chemists: “Methods 
of Analysis," 112 (1925). 
SODIUM NITRITE 


Determination of NaNO,.—Weigh out on a balanced watch 
glass exactly 4 grams of the sample and dissolve in water. Filter, 
if the solution contains much suspended matter. Dilute to 1 liter 
in a volumetric flask. 

Into a clean Erlenmeyer flask of 300-400-cc. capacity pipette 
50 ec. of 0.1 N KMnO, solution and dilute with 150 cc. of water. 
Pipette into this 25 cc. of the nitrite solution to be analyzed, 
equivalent to 0.1 gram of the original sample. Heat just to 
boiling. Add 20 ec. of dil. HSO; and let stand 10 minutes. Cool 
under the tap. Add 30 cc. of 10% KI solution. Upon 
adding the HSO; there will be a heavy precipitate of MnO», but 
the KI solution will dissolve this and should give a perfectly clear, 
brownish-red solution. Titrate this with 0.1 N thiosulfate, 
adding about 5 cc. of starch solution when the color begins to pale. 

Run a blank with 50 cc. of the 0.1 N KMnO, solution, going 
through all the operations except the addition of the nitrite 
solution, and subtract from the blank the titration of the sample. 
Calculate the difference to NaNO». 

CALCULATION.—1 cc. 0.1 N Na28203=0.003450 gram NaNO». 


Norr.—After adding the HSO, to the hot solution, the liquid should be 
distinetly pink or magenta after allowing the precipitate to settle. If it is 
not, too little KMnO, has been used, and the analysis must be repeated with 
a larger excess. 

SODIUM SULFIDE 


General.—Sodium sulfide occurs commercially in two forms— 
(1) crystals, NaoS-9H.O, containing theoretically 13.35% S; and 
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(2) fused sodium sulfide, Na;S, containing theoretically 41.07% $. 
As a matter of fact, the crystals often contain more than the 
theoretical amount of S, due to loss of moisture; and the fused 
material is seldom completely dehydrated and usually contains 
about 25% S or 62% Nach, 

Sulfide-sulfur.—Dissolve 10 grams of the material in water 
and make up to 500 cc. Pipette out 25 ec. and add to this 50 cc. 
of 0.1 N iodine (more if necessary). Titrate back the excess of 
iodine with 0.1 N thiosulfate. The iodine precipitates sulfur 
according to the reaction: Na;S--I; 22NaI +S. 

Calculate the percentages of S and of NaS. 

CALCULATIONS.—1 cc. 0.1 N iodine 20.001603 gram $. 

—0.003903 gram Nach, 

Notr.—This determination is the only determination generally necessary. 
If it is desired to determine iron, dissolve 5 grams, acidify with HCl, boil off 
H-S, add a few drops of HNO; and continue boiling. Filter, precipitate iron 
in the filtrate with NH,OH, dissolve in hot 5% H»SOu,, pass through a Jones 
reductor (see p. 186) and titrate with standard permanganate (or deter- 
mine colorimetrically in the usual manner). 


SODIUM SILICATE (WATER GLASS) 


General.—Anhydrous water glass is generally given the formula 
Na2S109, containing 20.45% of Na:O. According to the method 
of manufacture, however, its actual composition varies consider- 
ably from this and in commerce it is furnished as a thick solution, 
generally of a gravity either 40, 50, or 60? Bé. When exposed 
to the air, it sets first to a stiff jelly and then to a hard mass. 

Specific Gravity.—If the solution is thin enough, determine the 
sp. gr. with a hydrometer. Otherwise fill a volumetric flask to 
the mark with the solution and compare its weight with an equal 
volume of water at the same temperature. 

Moisture.— The moisture is not completely given off at 105° C. 
To get accurate results the material must be ignited. 

Weigh accurately about 10 grams in a beaker. Dilute with 
water, transfer to a 500-cc. volumetric flask and make up to the 
mark. Mix thoroughly, pipette 50 cc. into a weighed platinum 
dish and evaporate on the steam bath. Dry in theovenat 105° C. 
and finally ignite cautiously to avoid spattering. Subtract the 
weight of residue from the weight of the aliquot taken and calculate 
the percentage loss on ignition. Report as Moisture. 
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Silica.— Place another aliquot of 50 cc. of the solution in a 
platinum dish, dilute to about 100 cc., add slowly 5 cc. of conc. 
HCl and evaporate to dryness. Heat at 135? C. for 2 hours, 
add a little conc. HCl and then 5 ce. of water. Warm a few 
moments, filter and wash with hot water. Evaporate the filtrate 
to dryness and heat as before for 0.5 hour. Take up with conc. 
HCl and water and filter. Combine both silica residues in a 
weighed platinum crucible, dry in the oven, then ignite intensely 
with a blast lamp, cool in desiccator, and weigh. Report the 
result as Total SiO». 

NomrE.—From the above figure the amount of sodium silicate can be 
approximately calculated as follows: SiOz X 1.258 = NaSi 40%. 

Sodium Oxide.—The Na alkalinity can be determined by 
titrating with 0.1 N acid and phenolphthalein. Takean aliquot of 
50 cc., corresponding to 1 gram, dilute to 500 cc. with water free 
from CO; and titrate until the pink color of the phenolphthalein 
just disappears. Calculate to Naz20. 

CALCULATION.—1 cc. 0.1 N acid =0.003100 gram Nas0. 

(2) The total Naz0, which will include the sodium of impurities, 
such as sodium chloride and sulfate, is determined as follows: 

Combine the filtrates from the SiO. determination, add a slight 
excess of NH,OH, and boil. Then add a few cc. of ammonium 
carbonate solution and digest for some time. If any precipitate 
forms, filter it off. Make the filtrate slightly acid with HS0, 
and evaporate to dryness in a weighed platinum dish. Ignite 
until no more white fumes aregiven off. Saturate with water, add 
a few drops of ammonium carbonate solution, evaporate to dry- 
ness, again ignite and weigh as Na:SO,. Calculate the total NasO. 

CALCULATION.—N a3804X 0.4364 = Nah, 

Sodium Sulfate and Chloride.—If it is desired to determine 
these impurities, proceed in the usual way, using a very dilute 
solution. Make the solution acid in the cold, adding dil. acid a 
little at a time. If cone. acid or heat is applied, the silicic acid will 
precipitate. In determining sulfate, the solution may be heated 
after it has been made acid, if it is sufficiently dilute. 


SODIUM HYPOCHLORITE BLEACH LIQUOR 


General.—Sodium hypochlorite bleach liquor is usually made 
by one of the following processes: 
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(1) Electrolysis of a solution of common salt. 

(2) Action of NaCO; or Nas80, on bleaching powder (calcium 
hypochlorite) solution. 

(3) Passing Cl gas into a solution of NaOH. 

The first process does not make a strong hypochlorite solution ; 
the second gives a solution containing about 5% of available 
Cl; the third process not only makes a strong solution containing 
10-15% of available Cl, but the solution is more stable. 

On account of the wide difference in strength of hypochlorite 
solutions the amount of sample to be taken for each determination 
cannot be definitely stated. In the following directions it is 
assumed that the solution contains about 10% of available Cl. 
If the liquid is much stronger than this, correspondingly less 
amounts should be taken, and in very weak solutions larger 
samples should be employed. 

Specific Gravity.— Determine the sp. gr. at 60° F. with the 
Westphal balance or other convenient means. 

Free Alkali.—Pipette 25 cc. of the sample into a liter volu- 
metric flask containing about 500 cc. of water. Dilute to the mark 
and pipette 50 cc. of the diluted solution, after thoroughly 
mixing, into a 300-cc. Erlenmeyer flask. Add about 150 cc. of 
water and an excess of KI. Then run in exactly 20 cc. of 0.5 
N HCl. Titrate with 0.1 N Na»2S203 solution until the yellow 
color of the liberated iodine is discharged. Add 10 drops of 0.1% 
solution of sodium alizarin sulfonate (1 gram dissolved in 1 liter 
of water.) Titrate the excess of HCl with 0.5 N NaOH solution. 
(If sodium alizarin sulfonate is not available, methyl orange 
may be used for this titration.) Calculate the total free alkali 
in terms of NaOH. 

CALCULATION.—Convert the titrations to the basis of 0.1 N 
solutions. From the amount of standard HCI added (100 ce. 
of 0.1 N HCl, the equivalent of 20 cc. of 0.5 N HCl) subtract the 
number of cc. of 0.1 N Na2S20; added and also subtract the back 
titration with 0.5 N NaOH solution, the latter multiplied by 5 
to convert it to 0.1 N solution. The remainder is the amount 
of 0.1 N HCl required to neutralize the free alkalinity. From 
this calculate the percentage of free alkalinity in the sample in 
terms of NaOH. 

1 ce. 0.1 N HC]l=0.00400 gram NaOH. 
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Reactions.—(1) NaOC1+HCl=NaCl+ HOCI. 
(2) HOCI+2KI=KCl+KOH+I:. 
(3) I;4-2N 258905 —2NaI--NasS405. 

Available Chlorine.—Add 50 cc. of 0.1 N arsenious acid 
solution to 50 cc. of the diluted solution of the original sample, 
mix well and titrate back the excess of As;O; with 0.1 N iodine, 
adding a little starch indicator. From the amount of As20; 
consumed calculate the available Cl. 

CALCULATION.—1 cc. 0.1 N As;05—0.003546 gram Cl. 

Sodium Hypochlorite.—NaOCIl has an oxidizing value twice 
that of an equivalent quantity of chlorine water as shown by the 
following reaction: l 

2NaOCl --HC3;H505$ = 2NaC;H3054-2HCl 4- Os. 
Consequently, calculate the percentage of NaOCl by multiplying 
the percentage of available Cl by the factor 1.050; or the amount 
of NaOCl may be calculated from the factor: 
1 cc. 0.1 N Na2S.0;=0.003723 gram NaOCl. 

-Total Chlorine.—Pipette 50 cc. of the diluted solution, into a 
300-cc. Erlenmeyer flask. Add from a burette H:O» in just 
sufficient quantity to destroy the available Cl, as indicated by 
starch-KI test paper. Boil out any excess of H20, make slightly 
acid with dil. HNO; and, after cooling, add an excess of AgNO; 
reagent. Let stand in a dark place until the AgCl settles clear. 
Filter on a weighed Gooch crucible, wash with hot water, suck the 
precipitate dry, then place the crucible in a large platinum 
crucible and heat with a low flame until the edges of the precipi- 
tate just begin to fuse. Cool in a desiccator and weigh as AgCl. 
Calculate to Cl. 

Run a blank on the same amount of H:O; as was used for the 
analysis and subtract any Cl found in it. 

CaLcuLaTion.—AgCl x 0.2474 CL 

Norre.—The total Cl thus determined does not include the Cl of any 


chlorate present. In samples containing chlorate the amount of Cl present 
as such should be added. (NaClO;X0.3331 =Cl.) 


Sodium Chloride.— This is ealeulated as follows: From the 
percentage of total Cl (exclusive of that due to chlorate) subtract 
one-half of the available Cl. Calculate the difference to NaCl. 

CALCULATION.—Cl X 1.6486 = NaCl, 
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Sodium Carbonate.—To 50 ce. of the diluted solution, heated 
to boiling, add an excess of BaCl solution. Let stand, protected 
from CO; fumes, until the precipitate settles clear. Filter and 
wash with hot water free from CO;. Ignite at a red heat in a 
weighed platinum crucible and weigh as BaCO;. Calculate to 
NasCO;. 

CaLcuLATION.—BaCO; X 0.5370 = NasCO;. 


Nores.— (1) This method is not applicable if the material contains sul- 
fates. In such cases, however, the ignited precipitate may be treated with 
warm dil. HCl to dissolve out the BaCO;. The residual BaSO, may then 
be weighed and subtracted from the total precipitate to obtain the BaCO;. 

(2) The above method for carbonates tends to give slightly low results 
but is sufficiently accurate for most purposes. 


Sodium Hydroxide.—From the free alkali, previously deter- 
mined in terms of NaOH, subtract the amount of NaOH equiva- 
lent to the Na2COz above determined. The difference is NaOH 
alkalinity. 

CALCULATION.—NaeCO; X0.7548 = NaOH. 


SODIUM BISULFITE 


General.—Sodium bisulfite or bisulfite of soda, used for 
reducing purposes in the textile industries, generally occurs on the 
market in one of two forms: (1) Dry crystals of meta-bisulfite of 
soda (Na2S205); or (2) so-called “Bisulfite liquor," which is 
usually a 33? Bé. solution containing 21% of SO; or 36.25% of 
NaHSO;. 

The only tests usually desired are the strength and, in case of 
the liquor, the density or specific gravity. 

Specific Gravity.— Determine the sp. gr. at 15.5? C. with an 
accurate Westphal balance or hydrometer. Report both as 
specifie gravity and as gravity Baumé. 

Strength. Merra-BIsuLFITE CrYsTALS.—Pipette 100 cc. of 
0.1 N iodine into a beaker. Weigh 0.4 gram of the sample into 
a small glass-stoppered weighing bottle. Immerse the stoppered 
end of the bottle in the iodine solution and withdraw the stopper 
slowly with. a glass fork. Then stir the mixture until all the 
sample is dissolved. Titrate the excess of iodine with 0.1 N 
thiosulfate, adding a little starch indicator near the end. Calcu- 
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late the percentage strength of the sample from the amount of 
iodine consumed. 

Calculation.—1 cc. 0.1 N iodine 20.003203 gram SO». 

=0.004753 gram Na2S20s. 

BisuLFITE Liguor.—lIf the liquor is at 15.5? C., 10 cc. may be 
pipetted out and tested directly as described below. If, however, 
the temperature is not known, pipette 10 cc. into a weighing 
bottle, which has previously been weighed, and then weigh the 
bottle and contents. Fill a liter volumetric flask about three- 
fourths full of recently boiled and cooled water. Then, using the 
same pipette, at the same temperature, and allowing it to drain 
for the same length of time, pipette 10 cc. of the liquor into the 
water in this flask. Fill the flask to the mark with water and mix 
thoroughly. 

Pipette into a beaker 50 ec. of 0.1 N iodine. Then pipette 
into this 25 ec. of the diluted solution of the sample. Titrate the 
excess of the iodine solution with 0.1 N thiosulfate froma burette, 
adding a little starch indicator towards the end. Multiply the 
number of cc. of iodine solution consumed by its proper factor, 
divide by one-fortieth of the weight of the original liquor taken 
and multiply by 100 to obtain the percentage of SO; or NaHSO,;. 

Calculation.—1 cc. 0.1 N iodine =0.003203 gram SO». 

=0.005203 gram NaHSO;. 


Notr.—A table of the density of sodium bisulfite solutions and the cor- 
responding percentage of NaHSO; and Baumé gravity is given in Van 
Nostrand's “Chemical Annual," 516, (1918). 

REFERENCE.—Knecht-Rawson-Loewenthal: “Manual of Dyeing”, 2, 784, 
(1910). 


POTASSIUM OR SODIUM BICHROMATE 


Potassium Bichromate.—Dissolve 8-9 grams of the sample, 
accurately weighed, in water and dilute to 1 liter.  Pipette 
25 cc. of this solution into a wide-mouthed, glass-stoppered bottle; 
add 15 cc. of a 10% KI solution and then 7 ec. of conc. HCl. 
Run in from a burette 0.1 N thiosulfate until the brown color is 
nearly gone. Then add a few drops of starch solution and 
complete the titration carefully until the color just changes from 
dark blue to light green. 

CALCULATION,—1 cc. 0.1 N Na:S:0; = 0.004903 gram K2Cr:207. 
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Sodium Bichromate.— The same procedure may be used for 
the analysis of sodium bichromate, using the following factors for 
caleulation: 

voc OLN, Na28203 = 0.004367 gram NasCr$4O;. 

— 0.004967 gram NazCr.07:2H.0O. 


CYANIDES OF POTASSIUM AND SODIUM 


General.—There is very little pure potassium cyanide onthe 
market today. Most material so labeled contains varying 
amounts of sodium cyanide. As an insecticide or poison, how- 
ever, it is chiefly bought and sold on the cyanogen content. 

The following procedures are essentialy the official methods of 
the Association of Official Agricultural Chemists. 

CAUTION.—Cyanides are extremely dangerous poisons. They should not 
be handled with the hands; and if necessary to grind them, a mask should 
be worn, to prevent inhaling the fine particles. On no account add a strong 
acid to a solution of a cyanide. 

Cyanogen.—Weigh about 10 grams of the sample in a weigh- 
ing bottle, dissolve in water, and make up to volume in a liter 
volumetric flask. Pipette a 100-cc. aliquot and titrate it with 0.1 
N AgNO;, drop by drop, stirring constantly, until 1 drop pro- 
duces a permanent turbidity. In calculating the results, 1 
equivalent of Ag is equal to 2 equivalents of CN, according to 
the equation: 2NaCN+AgNO;3=NaCNAgCN+NaNOs. 
Reserve the titrated solution for the determination of chlorine. 

CALCULATIONS.—1 cc. 0.1 N AgNO; =0.005202 gram CN. 

=0.009801 gram NaCN. 
= 0.01302 gram KCN. 

Chlorine.—After completion of the titration for cyanogen, as 
directed above, add a few ec. of 10% KeCrO, solution as indicator 
and continue the titration with 0.1 N AgNO; to the appearance 
of the red-brown color of AgsCrOx. 

The first titration with AgNO; represents the CN present 
according to the above equation. The second titration repre- 
sents the CN and Cl according to the following equation:. 

NaCNAgCN 4- NaCl 4-2AgNO; =2NaNO;+2AgCN + AgCI. 

Therefore, subtract twice the first reading of the burette from 
the final reading and calculate the difference to chlorine or the 


chloride. 
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CALCULATION.—1 cc. 0.1 N AgNO; —0.003546 gram Cl. 
— 0.005845 gram NaCl. 
=0.007455 gram KCl. 
REFERENCE.— Association of Official Agricultural Chemists: “Methods 
of Analysis," 65 (1925). 
ACETATE OF LIME 


General.—Commercial gray acetate of lime is the crude product 
from which acetic acid is obtained. In the distillation of wood, a 


Fra. 2.—Apparatus for Analysis of Acetate of Lime. 


mixture of acetic acid, wood alcohol, tar, etc., is obtained. The 
acetic acid and alcohol are separated by distillation from the tar. 
This mixture is neutralized with lime and the alcohol distilled off, 
leaving acetate of lime. 

The only determinations which are usually necessary are the 
amounts of moisture and of true acetate of lime. A good grade of 
acetate should contain not more than 5% of moisture and should 
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show at least 80% of acetate of lime when analyzed by the 
following procedure: 

Moisture.—Dry 5-10 grams at 100? C. for 2 hours. This 
is generally sufficient to drive off all the moisture, but to make 
certain of this, after cooling in a desiccator and weighing, return 
it to the oven for another half hour and again weigh. Report 
the total loss as moisture. 

Acetate of Lime.—Determine the amount of acetic acid by 
distillation and calculate it to calcium acetate. The apparatus 
is shown in Fig. 2. Weigh accurately 2 grams of the sample into 
the long-necked, 250-cc. Kjeldahl flask A. Add 25 cc. of water 
and connect the flask by a 2-hole cork with the water reservoir 
(separatory funnel) E and the condenser F. Add to the flask 15 
ec. of 85% H;PO,, sp. gr. 1.7. Boil the contents of flask A over 
a Rose burner until the contents are about 20 cc. The acetic 
acid and steam will be condensed and caught in the receiver G, 
to which has been added 30 ec. of 0.5 N NaOH solution. 

Regulate the stop cock M so that the water will enter drop by 
drop into the flask A, keeping the contents at about 20 cc. Con- 
tinue the distillation for 2 hours; remove the receiver G, replacing 
it with a fresh receiver, and titrate with 0.5 N NaOH and phe- 
nolphthalein. At the end of 15 minutes, titrate the amount of 
acid in the second receiver, if any. Continue the distillation 
until no more acetic acid comes over. From the total amount of 
0.5 N NaOH neutralized, calculate the amounts of acetic acid and 
of calcium acetate. 

CALCULATION.—1 cc. 0.5 N caustic = 0.03002 gram H C;H 50s. 

— 0.03954 gram Ca(C2H30») 2. 


NomEs.—(1) Make a careful blank with all reagents and correct for any 
acid obtained. This is very important and must not be neglected. 

(2) It sometimes happens that at the end of 2 hour's distillation the liquid 
in the flask G is still alkaline. In such case titrate the excess alkalinity with 
0.5 N HCl and subtract the titration. Continue the distillation, however, 
until a neutral distillate is obtained. 

REFERENCE.—The above method was furnished by Stillwell and Gladding, 
New York, in 1909 and has given good results in this laboratory. 


ANTIMONY SULFIDE 


General.—The impure antimony pentasulphide used in the 
rubber trade is known as “Golden Sulfide of Antimony.” It 
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can be made by boiling the crude black antimonious sulfide 
(Sb;S;) with hydrated lime, soda ash, charcoal and sulfur. The 
mixture is then filtered and concentrated to crystallization, giving 
Schlippe’s salt, NazSbS¿. This, when treated with H;SO,, pro- 
duces the orange pentasulfide, which is allowed to settle, washed 
by decantation and dried. It generally contains a considerable 
amount of calcium sulfate, free S, and antimony oxide (Sb;0;), 
but for rubber work should be entirely free from acids and chlo- 
rides. The freesulfur generally ranges from 5 to as much as 30 %; 
the color varies from a full orange-tan to almost purple-scarlet. 
The behavior of different samples with boiling CS: varies widely; 
in some cases reduction to Sb.S3 takes place. The same is true 
of the behavior of different samples on drying at 110? C. 

Free Sulfur. Weight accurately 2 grams into a beaker and dis- 
solve the Sb:S; with conc. NH,OH. Filter the residue on a filter 
paper, which has been dried and weighed in a weighing bottle, and 
wash with dilute NH4OH until the filtrate shows no trace of SboSs 
on acidulation with HCl. Dry this filter paper and contents for 
5 hours (or to constant weight) at a temperature not over 60? C. 
The loss in weight is the Sb;S;, plus any moisture which may have 
been present. (For accurate work the moisture should be deter- 
mined on a separate sample by drying at a temperature not above 
60? C.) ^ 

Carefully fold the filter paper, place in an extraction thimble 
in a Soxhlet extractor, and extract for 12 hours with CS».  Distill 
off most of the CS, into the top of the Soxhlet, cool, and remove 
the flask. Evaporate the rest of the CS, spontaneously, dry at 
not over 100? C. and weigh the free sulfur. 

Nortrs.—(1) Before disconnecting the flask it must be allowed to cool 
thoroughly, as hot CS» will ignite spontaneously. 

(2) In ease the determination of free S alone is desired and the analysis 


is urgent, it may be extracted directly with CHCl; or with acetone without 
the previous treatment with NH,OH. 


Antimony Oxide (Antimonious Acid).—Transfer the residue 
from the CS; extraction to a beaker. Evaporate off all CS, and 
then dissolve in 40 cc. of HCl. (If the material does not com- 
pletely dissolve in HCl, add 3 its volume of HNO; and evaporate 
to dryness. Then take up the residue with 40 cc. of conc. HCl.) 
To the HCI solution add 1 gram of potassium chlorate, boil until 
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all Cl is driven off and evaporate to about 25 ec. Cool and add 
enough water to dissolve any salts which may have crystallized. 
Add 1-2 grams of KI crystals and titrate with 0.1 N thiosulfate, 
using starch indicator. Do not add the starch until the titration 
is almost finished. Carry out the titration in an Erlenmeyer 
flask, preferably glass-stoppered, as otherwise iodine escapes 
when KI is added. The method depends upon the reduction of 
SbCl; to SbCl; by the KI and titration of the liberated iodine. 
CALCULATION.—1 cc. 0.1 N thiosulfate =0.00729 gram Sb;0;. 
— 0.00609 gram Sb. 
Calcium Sulfate.—If CaSO, is present, it is usually customary 
to confirm it qualitatively and report the amount “by difference," 
adding together the percentages of moisture, free S, Sb:S; and 
Sb203 and subtracting from 100%. 


REFERENCES.— Weber, C. O.: “The Chemistry of India Rubber,” 186; 
Heil and Esch: "Manufacture of Rubber Goods." 


DETERMINATION OF SMALL AMOUNTS OF ARSENIC 


General.—The three principal classes of materials (other than 
arsenie salts) in which arsenic often has to be determined are: 

1. Foods, drugs, and chemicals. 

2. Wall papers and textiles. 

3. Arsenic bronzes. 

The principal methods employed for the first two classes are 
the Marsh method and various modifications of the Gutzeit 
method. For the determination of arsenic in alloys see page 186. 


MArsH METHOD 


The apparatus consists of a generating flask (an ordinary 
8-ounce wide-mouthed bottle with a 2-hole stopper is suitable) 
with a funnel tube, a U-tube containing cotton moistened with 
10% lead acetate solution (to remove H5), a CaCl, drying tube, 
and a hard glass tube of 8-mm. bore drawn down near the end to 
a uniform constriction about 4 cm. long and 1 mm. inside diam- 
eter and also at the very end to a narrow exit tube. Instead of 
hard glass, transparent silica makes very satisfactory tubes. The 
tube is supported over a 3-burner furnace, the part in contact 
with the flame being wrapped with wire gauze. 
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Introduce into the generating flask 20-30 grams of arsenic-free 
zine (either stick or mossy) and a perforated platinum disc to 
produce an electric couple. Insert the stopper and add through 
the funnel tube sufficient 20% H.SO, to start the reaction and 
drive out all air. When any danger of explosion is over,* heat 
the tube to bright redness. After running the current long 
enough to prove the absence of As in the reagents, add slowly 
through the funnel tube a solution of the material in 20% HSC, 
or the solution obtained by one of the procedures described below, 
containing about 20% of H;SO,, keeping a steady evolution of 
gas. When the flow slackens, add 30% H.SO, and later 40% 
HSO, until all the As has been expelled, which usually takes 
from 2 to 3 hours. If no As mirror forms in the constriction 
tube in 1 hour, further test may be abandoned. 

If the amount of As is sufficient, cut off the constriction from 
the tube and weigh it, or weigh the whole tube. Then dissolve 
the As in a solution of sodium hypochlorite (Sb is insoluble). 
Wash with water and then with alcohol, dry, cool aad weigh. 
The loss is metallic arsenic. 

If the amount of As is very small, compare the mirror with 
a series of standard mirrors prepared in the same apparatus using 
quantities of a standard solution containing from 0.005 to 0.05 
mg. of Asch, To prepare the standard solution, dissolve 1 gram 
of pure As.O; in arsenic-free NaOH solution. Acidify with 
HSC, make up to 1 liter and dilute 10 cc. of this stock solution 
to 1 liter. Of the latter solution 1 cc. 20.01 mg. of As203. 


SANGER-BLACK-GUTZEIT METHOD (MODIFIED) 


Reagents.—(a) Conc. Nitric and Sulfuric Acids, arsenic-free 
(sp. gr. 1.42 and 1.84, respectively). 


* Test for this as follows: Invert a small test-tube over the capillary exit 
of the Marsh tube, in a nearly vertical position, so that the test-tube will be 
gradually filled with the generated gas. Hold in this position for about 1 
minute. Then place the thumb over the open end of the test-tube, reverse 
the position of the latter, bring the open end of the tube near a gas flame and 
remove the thumb. If the tube is filled with an explosive mixture, the con- 
tents will ignite with a peculiar noise resembling the yelp of a dog. Repeat 
this at intervals until the tube can be filled with a gas which is non-explosive 
and ignites quietly. As hydrogen is lighter than air the test-tube must be 
held inverted while filling and then reversed when brought to the flame. 
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(b) Sulfuric Acid (1:4), or Hydrochloric Acid (1:3), both arsenic- 
free. 

(c) Zine, arsenic-free—Stick zinc broken into pieces approxi- 
mately 1 cm. in length. 

(d) Lead Acetate Paper—Heavy filter paper soaked in 20% 
lead acetate solution, dried and cut into pieces about 4.5 by 16 em. 

(e) Lead Acetate Cotton—Absorbent cotton soaked in 5% lead 
acetate solution. 

(f) Mercuric Bromide Paper—Cut heavy, close-textured draft- 
ing paper (similar to Whatman’s cold pressed) into strips exactly 
2.5 mm. wide and about 12 cm. long. Soak for an hour in a 
5% solution of HgBrs in 95% alcohol, squeeze out the excess of 
solution and dry on glass rods. Cut off the ends of the strips 
before using. 

(g) 20% Potassium Iodide Solution. 

(h) Stannous Chloride Solution—40 grams of stannous chloride 
crystals made up to 100 cc. with cone. HCl. 

(i) Standard Arsenic Solution—Dissolve 1 gram of As:O; in 
25 cc. of 20% NaOH solution, add about 475 cc. of recently 
boiled water, acidify with the dil. H2SO, (1:4), add 10 ec. of conc. 
H380, and dilute to 1 liter with recently boiled water. One cc. 
of this solution contains 1 mg. of Assis, 

Dilute 20 cc. of this solution to 1 liter. Fifty cc. of the latter 
solution when diluted to 1 liter give a dilute standard solution 
containing 0.001 mg. of As;O; per cc., which is used to prepare 
the standard stains. The dilute solutions must be freshly pre- 
pared immediately before use. 

Apparatus.— Use a 2-ounce wide-mouthed bottle as a generator. 
Fit this by means of a perforated rubber stopper with a glass tube, 
1 em. in diameter and 6 em. long, containing a piece of the lead 
acetate paper rolled into a coil. Connect this tube by means of 
a perforated rubber stopper with a similar tube filled with the 
lead acetate cotton, squeezed to remove excess of the solution. 
The cotton in all tubes used should be uniformly moist to obtain 
comparative stains. Connect the second tube by means of a 
perforated rubber stopper with a narrow glass tube, 3 mm. inter- 
nal diameter and 12 em. long, containing a strip of the mercuric 
bromide paper (see Fig. 3). Rubber stoppers used for connections 
must be free from any white coating. 
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Preparation of Solution. —Weigh 5-50 grams of the finely divided 
and well-mixed sample into a porcelain casserole, the amount 
selected depending upon the character of the material and the 


Mercuric Bromide 
Paper 


Lead Acetate 
Cotton 


Lead Acetate 
Paper 


bro 3. — Sanger-Black- 
Gutzeit Apparatus for 
Arsenic Determination. 


ease with which it is oxidized. With dry, 
highly nitrogenous substances employ 5 
grams; pulped vegetables, 25 grams; 
liquids with low solid content, like beer 
or vinegar, 50 grams. Add 10-15 cc. 
of the cone. HNO;, cover the casserole 
by setting a watch glass inside the rim, 
convex side upward, heat until vigorous 
action is over, cool and add 10 cc. of the 
conc. H;8O,. Heat on a wire gauze over 
a flame until the mixture turns dark 
brown or black, then add more HNO; 
in 5-ce. portions, heating between each 
addition until the liquid remains color- 
less or yellow when evaporated until SO; 
fumes are evolved. To remove com- 
pletely all nitric or nitrous acid, evap- 
orate to about 5 ce., cool, dilute with 
10-15 ec. of water and again evaporate 
until white SO; fumes are evolved. 
Cool, dilute with water, again cool, and 
make up with water to a definite vol- 
ume (usually 25-100 cc., depending up 
on the amount of sample taken and its 
arsenie content). 
Determination.—Introduce 20 ec. of 
the solution or, if the amount of arsenic 
is large, an aliquot containing about 0.03 
mg. of AsO; prepared as directed under 
Preparation of Solution, into the gener- 
ator of the apparatus as described above 
and add 20 cc. of the dil. HSO, or of 
the dil. HCl. If the total volume is 


less than 40 cc., dilute to that volume with water, and add 4 cc. 


of 20% KI solution. 


Heat to about 90? C., add 3 drops of SnCl, 


solution and heat for 10 minutes. Cool the generator and its 
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contents to about 5? C. in a pan containing water and ice; when 
cold, add about 15 grams of the stick zinc and connect the entire 
apparatus as described above. Keep the bottles in ice water for 
15 minutes, then remove from the bath and let the evolution of 
gas proceed for an hour longer. Remove the sensitized paper 
and compare the stain with similar ones produced under like 
conditions with known amounts of arsenic, using portions of the 
standard arsenie solution containing 0.001, 0.002, 0.005, 0.010, 
0.015, 0.025 and 0.030 mg. of Asch, adding such quantities of 
water and H.SO, or HCl that the same volume and acid strength 
are maintained as in the determination. 


Notr.—It is very necessary in making comparisons that the same appara- 
tus be used and the same proportions of the same reagents. Run a blank 
test on the reagents and correct for any arsenic found. The blank should 
not exceed 0.001 mg. of As;O;. 


METHODS OF PREPARING SAMPLES FOR TEST 


(1) Foods, Drugs, and Chemicals. 

(a) Syrups, baking powders, and other materials soluble in water 
or acid do not need preliminary treatment. 

(b) Beer is treated as follows: Measure 100 cc. (freed from CO» 
by agitation) in a 7-inch porcelain evaporating dish; add 20 cc. of 
pure conc. HNO; and 3 ec. of pure conc. H,SO,and heat cautiously 
until vigorous chemical action sets in. Turn the flame low, or 
remove it altogether, and stir vigorously until the frothing ceases, 
after which the liquid may be boiled freely. Transfer to a large 
casserole and continue boiling until nearly all the HNO; is driven 
off. Then, holding the casserole by the handle, continue the 
heating until the mass chars and fumes of SO; are given off, 
giving the casserole a rotary motion to prevent spattering. The 
residue should be reduced to a dry, black, pulverulent char soon 
after the SO; fumes begin to come off freely. If still liquid, stir 
in pieces of filter paper while still heating until the residue is dry, 
avoiding an excess of paper. Cool, add 50 ec. of water and 
remove the masses of char from the sides of the dish with astirring 
rod. Heat to boiling and filter. Use the filtrate for the Marsh 


apparatus, adding it gradually. 
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(c) Meat, vegetables, and the like may be treated as follows, 
varying the proportion of acids to suit the conditions: Heat 
at 150-160? C. in a porcelain dish 100 grams of the finely divided 
material with 23 cc. of pure conc. HNOs, stirring occasionally. 
When the mixture assumes a deep orange color, remove from the 
heat, add 3 cc. of pure conc. HSO, and stir while nitrous fumes 
are given off. Heat to 180? C. and add, while still hot, drop by 
drop with stirring, 8 ec. of HNO;. Then heat at 200? C. until 
SO; fumes come off and a dry charred mass remains. Pulverize 
the mass, extract with hot water, filter, evaporate to small 
volume, take up in cold 20% H;SO, and treat by the Marsh or 
Gutzeit method. 


ALTERNATIVE METHOD.— Digest at room temperature for some hours 
‘5-20 grams of the material in a casserole with about an equal bulk of HNO;. 
Add 20 ce. of cone. HSO, and digest further at a gentle heat until the mixture 
begins to char. Add about 2 cc. of HNO; and heat until SO; fumes appear, 
repeating the addition of acid and heating until oxidation appears to be 
practically complete. Remove all HNO; by dilution and evaporation to the 
fuming stage. Then dilute with 4 volumes of water. At this point about 
twice the bulk of saturated SO; solution may be added and the evaporation 
repeated, thus reducing to the arsenious condition, but this is not usually 
necessary. 


(2) Wall Paper and Textiles.— Take a piece of paper 3.25 X4 
inches (equivalent to 0.01 sq. yd.) or a piece of cloth 125 10.8 
inches (equivalent to 0.1 sq. yd.). Cut in small pieces and 
place in a porcelain dish or Kjeldahl flask. Add about 50 cc. of 
a mixture of 25 cc. conc. H2SO, and 1 cc. conc. HNO;, both As-free. 
Heat over a low flame until completely charred, and then continue 
heating until strong fumes of SO; appear. Cool, dilute, and filter 
into a liter volumetric flask. Cool, dilute to the mark and mix. 
Treat 250 cc. of this solution by the Gutzeit method, using 2 
grams of arsenic-free zinc and letting the reaction run until the Zn 
is all dissolved. If a strong reaction is obtained, repeat, using a 
smaller aliquot. A very faint yellow color on the paper indicates 
the following amounts of metallic As per square yard: 
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doin Een Arsenic (Grains per Square Yard) 


ce. 
Paper Cloth 
500 0.007 0.0007 
400 0.009 0.0009 
300 0.012 0.0012 
200 0.018 0.0018 
100 0.036 0.0036 
10 0.36 0.036 

1 3.6 0.36 


Notrs.—(1) The Massachusetts law allows not over 0.1 grain of metallic 
As per square yard of wall paper and not over 0.01 grain in dress goods. 
(2) For court cases use the Marsh method and compare with standards. 

REFERENCES.—Leach: “Food Inspection and Analysis,” 1913 ed., 
74 and 728; J. Am. Chem. Soc., 11, 250; Proc. Am. Acad. Arts Sci., 26, 24; 
J. Soc. Chem. Ind., 26, 1115 (1907); Association of Official Agricultural 
Chemists: “Methods of Analysis," 171 (1925). 


DETERMINATION OF BORIC ACID 


General.—The following methods have been adopted as official 
by the Associaton of Official Agricultural Chemists for the 
determination of borax or boric acid. For fertilizer materials 
and mixed fertilizers the Bartlett Method gives the water-soluble 
boron and is especially adapted to the analysis of samples rela- 
tively high in soluble phosphates or organic matter; the Ross- 
Deemer Method gives the acid-soluble boron and is preferable for 
samples low in soluble phosphates and organic matter relative to 
the B20; content. For the determination in foods see page 539. 

Ross-Deemer Method.—HhEAGENTs REQUIRED.—(a) 10% 
BaCl, Solution. 

(b) Powdered Ba(OH)>. 

(c) Standard 0.1 N Boric Acid Solution. 

(d) Standard NaOH Solution.—Prepare this solution free 
from carbonates by first making a saturated solution of 100 
grams in 100 cc. of water in order that any Na2CQ; present will be 
precipitated when the solution is allowed to stand in a vessel 
from which the CO; of the air is excluded. Filter through a hard 
filter that has been soaked in alcohol; dilute a portion to about 
0.1 N with recently boiled and cooled water and accurately 
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determine the strength of the solution by titration against the 
standard boric acid solution as described below under the determi- 
nation in mineral salts. 

(e) Two HCl Solutions, one about 0.1 N and the other about 
0.5-N. 

(f) Neutral Mannite (Mannitol). 

(g) Methyl Red Solution.—Dissolve 0.1 gram of methyl red in 
50 cc. of 95% alcohol, dilute to 1 liter, and filter, if necessary. 

(h) Phenolphthalein Solution.—Dissolve 1 gram in 100 cc. of 
alcohol. 

DETERMINATION. In Mineral Salts.—Dissolve 5-10 grams of 
the sample in 50—75 cc. of hot water; decompose carbonates, if 
present, with a slight excess of conc. HCl; heat to boiling and 
add sufficient 10% BaCl, solution to precipitate the sulfates, 
using about 10 cc. in excess. Next add in small amounts sufficient 
powdered Ba(OH) to make the solution alkaline, avoiding a 
large excess; boil for about 5 minutes, or until any NH; present 
has been expelled; filter and wash into a 300-cc. flask. Make 
acid with HCl, using an excess equivalent to a few cc. of 0.1 N 
solution. Boil for 15 minutes to expel CO», cool by placing the 
flask in cold water and bring to neutrality by first adding 4-5 
drops of methyl red and then the standard NaOH solution until 
the color of the solution changes from pink to yellow. If the 
neutral point has been passed, or if there is any doubt as to this, 
restore the pink color by adding a few drops of approximately 
0.1 N HCl and change the color to yellow again with the minimum 
amount of the standard NaOH solution. Add 1-2 grams of 
neutral mannite and a few tenths of a cc. of phenolphthalein 
solution; note the burette reading, and again titrate the solution 
with the standard NaOH solution until a pink color develops. 
Add a little more mannite and if the pink color disappears, 
continue the addition of the standard alkali until it again appears. 
Repeat until the addition of mannite has no further action on 
the end-point. If the content of H3BO; in the solution titrated 
is low, one addition of mannite is usually sufficient. From the 
amount of the standard alkali required in the titration after the 
addition of mannite, corrected for the amount required when 
running a blank, calculate the quantity of borax or borie acid in 
the sample. 
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CALCULATION.—1 ec. 0.1 N NaOH =0.006184 gram H;BO;. 
=0.005032 gram Na3B40O;. 

—0.009536 gram Na;B40;- 

10H50. 


NorEÉ.— When an acid solution of the sample to be analyzed gives no 
precipitate upon the addition of a solution of CaCl, and sufficient NH,OH 
to give an alkaline reaction, phosphates and Fe and Al salts are absent 
and that portion of the determination which involves treatment with BaCl, 
and Ba(OH); for the removal of these constituents may be omitted. 


In Mixed Fertilizers and Organic Compounds.—Weigh 5 grams 
of the sample into a 250-cc. beaker, add 50 ec. of hot water, 
cover with a watch glass, digest for 15-20 minutes on the water 
bath, filter and wash into another beaker of the same capacity. 
Heat the filtrate to boiling and add 15 ec. of 10% BaCl; solution, 
followed without undue loss of time by sufficient powdered 
Ba(OH). to give an alkaline reaction with phenolphthalein. 
Boil for about 5 minutes, gently to prevent frothing over. Filter 
and wash, or, if preferred, make up to the mark in a volumetric 
flask and take an aliquot portion. Evaporate the filtrate or 
aliquot to dryness in a platinum or porcelain dish and ignite 
the residue, preferably in a muffle furnace at a temperature just 
below redness, until organic matter is completely carbonized. 
Treat the ignited residue with hot water, make slightly acid 
with HCl, heat nearly to boiling, make alkaline again with a 
slight excess of Ba(OH)s and filter into a 300-cc. flask. Acidify 
with dil. HCl (1:9), using an excess equivalent to a few cc. of a 
-0.1 N solution, boil to expel CO» and titrate as directed above 
under the determination in mineral salts. 


Norrs.—(1) If the Ba(OH); has been added only in slight excess, there is 
a tendency for the filtrate to become acid during evaporation with a possible 
loss of borax. It is therefore important that the solution be kept alkaline 
by repeated additions of Ba(OH)», if necessary, until the evaporation has 
been completed. 

(2) If the filtrate from the BaCl.-Ba(OH): precipitate is titrated in this 
determination without first destroying soluble organic matter, the end- 
points in the titration will usually be too indefinite to give accurate results. 
The purpose in evaporating the filtrate and igniting the residue is therefore 
to get rid of soluble organic constituents which interfere with the titration. 
When the sample contains a relatively high H;BO; content, in excess of 
0.5%, a smaller sample may be taken and the quantity of organic matter 
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present may then be too small seriously to interfere with the sharpness of 
the end-points during the titration. When such is the case, boil the solu- 
tion after the addition of the Ba(OH); until any NH; present has been 
expelled. Omit evaporating the filtrate from the BaCl;-Ba(OH); precipitate. 
Add to the filtrate an excess of HCl equivalent to a few cc. of 0.1 N solution, 
boil to expel CO» and titrate as directed under the determination in mineral 
salts. 

(3) In referring to borax in fertilizer materials the anhydrous Na2B,O7 
is meant, unless otherwise stipulated. 

(4) For the determination of boric acid in foods, see page 539. 

(5) For the determination of borax in soap, see page 373. 


Bartlett Method.—APPARATUS.—The apparatus consists of 
two 200-cc. round-bottomed flasks, a Liebig condenser and a 
200-cc. Erlenmeyer receiving flask. One of the round-bottomed 
flasks B is supplied with a doubly perforated rubber stopper 
through which passes a glass tube running to the bottom of the 
flask. The other hole is supplied with a short tube leading to the 
condenser. The other round-bottomed flask A is fitted with a 
perforated rubber stopper and a short bent tube connected with 
a rubber tube to the long tube in flask B. The whole apparatus 
is supported by clamps and rings on two stands.* 

DETERMINATION.—If the material is a mixed fertilizer or 
probably contains less than 2% of anhydrous borax, weigh 5 grams 
into flask B. If the sample is a chemical containing much more 
than 2% of borax, use 2 grams. Then add 5 ce. of 85% H;PO, 
and 20 cc. of methyl alcohol and connect the flask with the con- 
denser. Place 100 cc. of methyl alcohol in flask A. Set it in a 
water bath and connect with flask B. Place the receiving flask 
at the end of the condenser and apply sufficient heat to the water 
bath to keep a steady flow of bubbles of methyl alcohol passing 
through flask B. Some heat must also be applied to flask B to 
keep the volume at about 25 ec. When the lamps are once 
regulated they need very little attention and 2 distillations Es 
easily be run at once. 

Continue the distillation for about 30 minutes and distill 100 
ec. When the distillation is complete add 2-3 drops of phenol- 
phthalein indicator to the distillate and 5-10 ce. of 0.1 N NaOH, 
or sufficient to give a permanent pink. Stopper the flask, shake 
well and connect at once with a regular alcohol still supplied with 

* See Leach: “Food Inspection and Analysis," 4th ed., 884 (1920), 


GENERAL INORGANIC ANALYSES 61 


a Hopkins’ or similar bulb, distill off the alcohol and save for 
another determination. A water bath and not a direct flame 
should be used for this purpose. 

Transfer the residue, which should be not less than 10 cc., to 
a platinum or porcelain dish, using as little water as possible, and 
evaporate to dryness on a steam or water bath. When dry, 
ignite below redness, then acidify with a few drops of normal 
HCl, add 20-25 cc. of water and warm for 1-2 minutes on the 
steam bath. Filter into a small flask, wash thoroughly and 
dilute to about 50-75 cc. Attach to an air-cooled condenser and 
boil slowly for a few minutes to remove CO». Add 3-4 drops of 
methyl red and then 0.1 N NaOH until the red color just disap- 
pears. Then add about 1 gram of mannite, or less if only a small 
amount of B20; is present. At this point if B.O; is present, the 
solution will take on a pinkish color, the depth of color depending 
upon the amount present. Usually 0.01 or 0.02% is sufficient 
to give the reaction if the solution has been carefully neutralized 
with the NaOH. Then add 2-3 drops of phenolphthalein and 
titrate with 0.1 N NaOH which has been standardized against 
recrystallized boric acid. A blank should be run with the 
reagents but if the NaOH is free from CO;, the blank should not be 
more than 0.2 ce. Calculate as under the Ross-Deemer Method 
above. 


REFERENCE.—Association of Official Agricultural Chemists: “Methods 
of Analysis," 16 (1925). 


POTASSIUM IN FERTILIZERS, SOILS, PLANT ASHES, ETC., AND 
IN POTASH SALTS 


(A) Linpo-GLADDING METHOD 


(1) Reagents.—(a) Ammonium Chloride Solution.—Dissolve 
100 grams of NH,Cl in 500 cc. of water, add 5 to 10 grams of 
pulverized K;PtCle, and shake at intervals for 6-8 hours. Let 
the mixture settle overnight and filter. The residue may be 
used for the preparation of a fresh supply. 

(b) Platinum Solution.—The platinum chloride solution used 
contains 1 gram of metallic platinum (2.1 grams of H,PtCl¢) per 
10 cc. For materials containing less than 15% of KO it is pref- 
erable to use this solution diluted 1:4. 
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(c) 80% Alcohol.—Sp. gr. 0.8645 at 15? C.* 

(2) Preparation of Solution. 

(a) Mixed Fertilizers.—Place 2.5 grams of the sample upon a 
12.5 cm. filter paper and wash with successive small portions of 
boiling water into a 250-cc. volumetric flask till the filtrate is 
about 200 ec. Add to the hot solution a slight excess of conc. 
NH,OH and sufficient saturated (NH4),C;0, solution to 
precipitate all the lime present. Cool, dilute to 250 ce., mix, and 
pass through a dry filter. 

(b) Potash Salts; Muriate and Sulfate of Potash, Sulfate of Potash 
and Magnesia, and Kainit.—Dissolve 2.5 grams and dilute to 
250 ec. without the addition of NH¿OH and (NH4)sC$0.. 

(c) Organic Compounds.—W hen it is desired to determine the 
total amount of KO in organic substances, such as cottonseed 
meal, tobacco stems, etc., saturate 10 grams with cone. H2SO 4 
and ignite in a muffle at a low red heat to destroy organic matter. 
Add a little cone. HCl, warm slightly in order to loosen the mass 
from the dish, transfer to a 500-cc. volumetric flask and proceed 
as directed above for Mixed Fertilizers (a). 

(d) Ashes from Wood, Cotton Hulls, etc.—Boil 10 grams with 
300 cc. of water for 30 minutes, add while hot a slight excess of 
conc. NH,OH and then enough saturated (NH4)sC50, solution 
to precipitate all the lime present. Cool, dilute to 500 cc., mix 
and pass through a dry filter. 

(3) Determination. 

(a) Mixed Fertilizers.—Evaporate 50 cc. of the solution made 
according to (2, a), corresponding to 0.5 gram of the sample, 
nearly to dryness, add 1 ec. of dil. HSC, (1:1), evaporate to dry- 
ness, and ignite to perfect whiteness. All K,O is in the form of 
non-volatile KSO, and a full red heat must be maintained until 
the residue is perfectly white. Dissolve the residue in hot water, 
using at least 20 cc. for each 0.1 gram of K30. Add a few drops of 
HCl and an excess of the platinum solution. Evaporate on a 
water bath to a thick paste in a porcelain dish and treat the 
residue with 80% alcohol, avoiding exposure to NH;. Filter and 
wash the precipitate thoroughly with 80% alcohol both by 

* Denatured alcohol, made up according to formula 30 (U. S. I. R. Reg. 


No. 30, revised) and diluted with water to make 80% by volume may also be 
used. 
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decantation and on the filter, continuing the washing after the fil- 
trate is colorless. Wash finally five or six times with 10 cc. of 
NH,Cl solution (1, a) to remove impurities from the precipitate. 
Wash again thoroughly with 80% alcohol and dry the precipitate 
for 30 minutes at 100° C. Weigh as K;PtCls and calculate to 
K50. 


NoTE.—T'he precipitate should be completely soluble in water. 


(b) Muriate of Potash.—Acidify 50 ec. of the solution prepared 
according to (2, b) with a few drops of HCl, add 10 cc. of Pt 
solution and evaporate to a thick paste. Treat the residue as 
under (3, a). 

(c) Sulfate of Potash, Sulfate of Potash and Magnesia, and 
Kainit.—Acidify 50 cc. of the solution, prepared according to 
(2, b) with a few drops of conc. HCl and add 15 ec. of Pt solution. 
Evaporate the mixture and proceed as directed under (3, a), 
except that 25-cc. portions of NH4CI solution should be used. 

(d) Water-soluble Potash in Wood, and Cotton Hull Ashes, etc.— 
Use method (3, a) above, making the solution according to (2, a), 
and pay special attention to the note. 

(4) Factors.—For the conversion of K;PtCl; to KCl, use the 
factor 0.3067; to K:50,, 0.3584; and to K2O, 0.1937. 


(B) OPTIONAL METHOD 
Nore.—Method (A) is preferable in the presence of soluble sulfates. 


Reagents.—The same as for the Lindo-Gladding method (A). 

Preparation of Solution.—Prepare the solution as directed 
under the Lindo-Gladding method (A, 2) omitting in all cases the 
addition of ammonium hydroxide and oxalate. 

Determination.—Dilute 25 cc. of the solution (50 cc. if less 
than 10% of K;O is present) to 150 cc. Heat to boiling and add, 
drop by drop, and with constant stirring, a slight excess of 10% 
BaCl, solution. Without filtering, add in the same manner 
saturated Ba(OH), solution in slight excess. Filter while hot and 
wash until the precipitate is free from Cl. Add to the filtrate 1 
ec. of cone. NH4OH and then a saturated solution of ammonium 
carbonate until the excess of Ba is precipitated. Heat and add, 
in fine powder, 0.5 gram of pure oxalic acid or 0.75 gram of (NH,)2- 
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C,0,. Filter, wash free from Cl, evaporate the filtrate to dry- 
ness in a platinum dish and ignite carefully over the free flame 
below red heat until all volatile matter is driven off. Digest the 
residue with hot water, filter through a small filter and dilute the 
filtrate, if necessary, so that for each 0.1 gram of K2O there will 
be at least 20 cc. of liquid. Acidify with a few drops of HCl and 
add platinum solution in excess. Evaporate in a porcelain dish 
on the water bath to a thick paste and treat the residue repeatedly 
with 80% alcohol, both by decantation and after collecting on a 
weighed Gooch crucible. Dry for 30 minutes at 100° C. and 
weigh. If there is an appearance of foreign matter in the precipi- 
tate, wash as described above under Method (A) with several 
portions of 10 cc. each of the NH4CI solution. 


REFERENCE.—The above are the official methods of the Association of 
Official Agricultural Chemists: “Methods of Analysis," 2nd ed., 13 (1925). 


POTASSIUM AND SODIUM IN ROCKS AND SILICIOUS MATERIALS 


J. LAWRENCE SMITH METHOD 


Mix 0.5 gram of the sample, finely ground, with 0.5 gram of 
pure dry NH,Cl, by gentle trituration in an agate mortar, then 
add 4 grams of dry powdered CaCO;and mixintimately.* Trans- 
fer the mixture to a large platinum crucible, rinsing the mortar 
with a little of the CaCO; powder. Place the crucible in a hole 
cut in a sheet of asbestos, the hole of such a size that not more 
than two-thirds of the crucible will be below the asbestos. Heat 
gently over a small Bunsen burner until fumes of NH, salts no 
longer appear. Then heat with a higher flame until the lower 
part of the crucible is brought to a red heat. Not more than 
three-quarters of the crucible should be red and it should be kept 
well covered during the fusion. Keep this temperature constant 
for 40-60 minutes. 

The temperature desired is that which suffiees to keep in a 
state of fusion the CaCl. formed by the reaction of NH4CI with 
CaCO;. The mass, however, does not become liquid, since the 
fused CaCl, is absorbed by the large quantity of CaCO; present. 
The silicate itself should not fuse, since this would render impos- 
sible the disintegration of the mass at the end of the operation. 


* For soils double the above amounts. 
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Moreover, too high a temperature causes a volatilization of alkali 
chlorides. Certain silicates, e.g., those which contain much 
ferrous iron, may fuse when heated with the above mixture, even 
if no higher temperature is employed than is necessary to effect 
decomposition. If this occurs, it is better to repeat the ignition 
with a new portion, using 8-10 parts of CaCO;. 

The mass contracts in volume during the ignition, and is 
usually easily detached from the crucible. Boil it for 0.5 hour in 
a covered porcelain dish with 50—75 cc. of water, replacing water 
lost by evaporation. Decant the solution from the residue upon 
a filter, boil the residue a few minutes with water, and decant 
again. If the residue is now all in a finely disintegrated state, 
it may be brought upon the filter and washed. But if, as is often 
the case, a portion remains coherent or in a coarsely granular 
state, it must be reduced to a fine state of division by trituration 
with a porcelain or agate pestle in the dish, and boiling with water 
again. By afew repetitions of the trituration, boiling and decant- 
ing, allowing the fine suspended portion to pass upon the filter 
each time, the whole can usually be transferred to the filter in 
properly disintegrated condition in the course of an hour. 

Next wash until à few drops of the washings acidified with 
HNO; give but a slight turbidity with AgNO;.* The filtrate now 
contains the alkalies of the silicate as chlorides together with cal- 
cium chloride and hydroxide. It is not advisable to concentrate 
this filtrate in glass, since it might dissolve an appreciable quan- 
tity of sodium.  Precipitate, therefore, the Caat once with ammo- 
nium carbonate; let the precipitate settle, and concentrate the 
supernatant solution in a porcelain (or platinum) dish, decanting 
it into the latter, portionwise if necessary, finally rinsing the pre- 
cipitate into the dish. When the volume is thus reduced to 
about 30 cc., add a little more ammonium carbonate and conc. 
NH,OH, heat and filter into a platinum (or porcelain) dish. 
Evaporate to dryness on a water bath, expel NH,Cl by gentle 
ignition, and dissolve the residual alkali chlorides in 3-5 cc. of 
water. A little black or dark-brown flocculent matter usually 


* The residue should dissolve completely in dil. HCl without showing the 
least trace of undecomposed mineral, not even quartz, although sometimes 
a few black particles of iron ores will dissolve very slowly. If the residue 
is not completely soluble, the entire operation should be repeated. 
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remains undissolved, and the solution may still contain traces 
of Ca. 

If potash alone is to be determined, proceed from this point as 
directed under (3, a) on page 62, beginning with “Dissolve the 
residue in hot water." Report as percentage of K50. 

If both potash and soda are to be determined, after dissolving 
the alkali chlorides in 3-5 ec. of water add 2 or 3 drops of ammo- 
nium carbonate and cone. NH,OH, warm gently, and filter 
through a very small filter into an unweighed but weighable 
platinum dish. Evaporate to dryness on a water bath, heat 
cautiously at dull red to incipient fusion and, after cooling, weigh. 
Dissolve the mixed chlorides in water and filter through a small 
filter into a porcelain dish. Ignite the filter in the platinum vessel 
previously used and weigh. Subtract this weight from the first 
weight to obtain the weight of the NaCl+ KCl. Determine the 
K:0 in the filtrate in the porcelain dish. Add sufficient platinum 
chloride solution to combine with the total weight of alkali 
chlorides calculated as NaCl, t.e., an amount of metallic Pt 1.67 
times the weight of alkali chlorides found, and evaporate to a 
sirupy consistency. Add 15 cc. of 2.25 N acidulated alcohol 
(prepared by passing HCl gas into a mixture of 1000 cc. of 95% 
alcohol and 71 cc. of conc. HCl). Filter through a small filter, 
wash free from Pt salts with 80% alcohol, then with NH,Cl solu- 
tion (1, a on p. 61) and finally with 80% alcohol. Dry the 
precipitate on the filter, dissolve and wash through the filter with 
hot water into a weighed platinum dish, using suction. Evapo- 
rate to dryness, heat in the oven for an hour at 120° C., cool in a 
desiccator and weigh as K2PtCl¿. Calculate to KO and to KCl. 
Deduct the KCl from the weight of combined NaCl and KCl to 
obtain the NaCl. Calculate the latter to Naz0 and express as 
percentage of the sample taken. 

CALCULATIONS.— K3;PtCl, X 0/1937 = ka, 

K:PtCl, X 0.3067 = KCL. 
NaCl X 0.5303 = Na:0. 


Notrr.—Smith’s method is the most convenient of all methods for extract- 
ing alkalies from silicates, and is universally applicable, except perhaps 
in the presence of boric acid. When carried out as here described, results are 
sufficiently accurate in most cases. If, however, the silicate is rich in alka- 
lies, a loss amounting to 0.1 or 0.2% of the mineral is possible. If great 
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accuracy is desired in such cases, a repetition of the whole process may be 
applied to the residue left by treatment of the ignited mass with water. It 
. need hardly be mentioned that unless care be taken to use reagents perfectly 
free from soda and to avoid action of the solution on glass, an amount of 
soda may be introduced from these sources equal to 0.1 or 0.2%. 


REFERENCES.—Association of Official Agricultural Chemists: “Methods 
of Analysis,” 2nd ed., 32 (1925); Fresenius: “Quantitative Chemical 
Analysis," 426. 


LEAD ARSENATE 


General.—Lead arsenate, furnished on the market as an 
insecticide, generally consists either of Pbz(AsO4)2 or PbH AsO, 
or a mixture of the two. The former is prepared from lead 
acetate and sodium arsenate according to the reaction: 
3Pb(C2H302) 2°3H2O +2Na2H AsO,7H50 

=Pb;(AsO04)2+4NaC,H;0:3H,0+2HC,H302+11H50. 

The second form is made from lead nitrate and sodium arsenate, 
probably according to the reaction: 

Pb(NO;)2»+ NasHAsO,'7H20 = PbHAsO,4-2NaNO;--7H30. 

Pbz(AsO4)2 contains theoretically 74.44% of PbO and 25.56% 
of As;O;. On the other hand, PbHAsO, contains theoretically 
64.29% of PbO, 33.11% of As;O; and 2.60% of water of con- 
stitution. In technical analysis it is often customary to report 
the sum of the total PbO+As.0; as “Lead Arsenate.” To give 
the seller full benefit, however, this sum should be divided by 
0.9740 and the result reported as lead arsenate, thus allowing 
for the maximum amount of water of constitution.  . 

Total Volatile Matter (Moisture, etc).—In case the sample 
is in the form of a paste, as it usually is, it should be very thor- 
oughly and rapidly mixed, about 50 grams dried to constant 
weight in a flat glass Petri dish at 105? C. and the total loss in 
weight determined. Save a portion of the original paste for 
determination of free acetic acid and free ammonia, if these deter- 
minations are desired. 

Grind the dried sample to a fine powder. Mix well, transfer a 
small portion to a sample bottle and again dry for 1-2 hours at 
105-110? C. Use this anhydrous material for the determination 
of total PbO and total As2Os. 

If the sample is a dry powder, dry 2 grams to constant weight 
at 105? C. and report the loss in weight as moisture. 


68 TECHNICAL METHODS OF ANALYSIS 


Total Lead Oxide.—Dissolve 2.5 grams of the dry powder in 
75 ec. of dil. HNO; (1:4) on the steam bath. The sample should 
dissolve without residue. (In ease there is an appreciable resi- 
due, it may be filtered out, ignited and weighed and reported as 
Insoluble Matter.) 

Transfer to a 250-cc. volumetric flask, cool to room tempera- 
ture and make up to the mark. Pipette 50 cc. of this solution 
into a 600-cc. beaker; dilute to at least 400 cc.; heat nearly to 
boiling; add NH,OH to incipient precipitation and then dilute 
HNO; (1:10) to redissolve the precipitate, avoiding more than 
1-2 ec. excess. Add slowly from a pipette 50 cc. of a hot 10% 
solution of K2Cr20», stirring constantly. Boil for 2 or 3 minutes. 
The PbCrO, will settle out, leaving a clear solution, in about 15 
minutes. 

Filter while still hot on a weighed Gooch crucible, washing 
thoroughly by decantation with hot water. Dry to constant 
weight at 140-150? C. and calculate to PbO. 

CALCULATION.—PbCrO,x 0.6906 = PbO. 


NomEs.—(1) The PbCrO, may contain a small amount of lead arsenate 
which causes slightly high results. This error rarely amounts to more than 
0.10.2%. 

(2) Instead of drying the PbCrO, at 140—150? C. it is permissible to dry 
at 105? C., then place the Gooch in a larger platinum crucible and ignite at 
dull redness. The flame must not come in direct contact with the PbCrO,. 


Total Arsenic.— Transfer 100 cc. of the HNO; solution pre- 
pared above to a porcelain or platinum dish, add 6 ce. of conc. 
HSC, evaporate to a syrupy consistency on the water bath 
and then on the hot plate to copious whitefumes. Cool, add a little 
water and again evaporate to white fumes to insure removal of 
the last traces of HNO;. Again cool, wash into a 100-cc. volu- 
metrie flask with water,and make up tothe mark. Filter through 
a dry filter and use a 50-cc. aliquot for analysis. Transfer this 
to a 400-cc. Erlenmeyer flask, add 50 cc. of water and 1 gram of 
KI crystals. Boil until the solution is colorless or only faint 
yellow. The volume must not be allowed to become less than 
50 ec. Cool the solution under running water, dilute to about 
200 ec. and add a drop or two of 0.1 N Na28203 until the iodine 
color is just discharged; then add a drop of methyl orange indi- 
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cator and powdered NasCO;, cautiously at first to avoid loss by 
foaming. When the solution, after mixing, becomes yellow, add 
just enough dil. H2SO, to produce a pink color; and then make 
alkaline again with an excess of NaHCO; powder. Add 4 or 5 
grams excess of bicarbonate. Titrate the solution with 0.05 N 
or 0.1 N iodine solution until the yellow color disappears slowly 
from the solution, add 5 ec. of starch indicator solution and con- 
tinue the titration to the appearance of a blue color throughout 
the solution. Make a correction for the quantity of standard 
iodine solution necessary to produce the same color in a blank, 
using the same reagents and volume. From the amount of 
iodine used calculate the percentage of Asch, 
CALCULATION.—1 cc. 0.1 N iodine=0.005748 gram Assis, 


Nortes.—(1) A generous excess of bicarbonate insures a sharp end-point 
in titrating. 

(2) This method is not applicable in the presence of antimony. If Sb 
is suspected, use the method for Paris Green on page 76. 


Lead Arsenate.—Add together the total PbO and As;0;; 
divide the sum by 0.9740 and report the result as Lead Arsenate. 

Total Water-soluble Matter.—Weigh to 0.01 gram 4 grams of 
paste (or 2 grams if the sample is a dry powder), place in a tightly 
stoppered flask or bottle with 1 liter of freshly boiled and cooled 
distilled water and keep at 32? C. for 24 hours, shaking well every 
hour of the working day (eight times in all), filtering at the end of 
24 hours. It is generally most satisfactory to filter through a 
Gooch crucible, rinsing out the filtering flask once or twice with 
the first portions of filtrate and discarding them. Continue the 
filtration until about 350 cc. of filtrate have been obtained. Fill 
with this a 250-cc. volumetric flask, first rinsing the latter several 
times with small portions of the liquid. Evaporate the entire 
250 cc. in a weighed platinum dish to dryness on the steam bath. 
Dry to constant weight at 100? C. and weigh the total soluble 
matter. The weight in centigrams gives the direct percentage 
on a 4-gram sample. 


NomE.—In most cases it is sufficiently accurate to let stand for 2 or 
3 days at room temperature (shaking frequently), instead of 24 hours at 
32° C. The individual for whom the analysis is made often specifies the 
time for digesting for water-soluble impurities. 
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Water-soluble PbO.—Dissolve the residue of total soluble 
matter, above determined, in a small amount of water, add a 
few cc. of conc. HNO; and evaporate nearly to dryness on the 
steam bath; wash this into a small beaker with a little water, add 
1 ec. of conc. H;S0,, evaporate to a syrup on the steam bath and 
then to white fumes on the hot plate. Cool, add 10 cc. of water, 
and swirl the beaker gently to throw any PbSO, into the center. 
If any is present, let stand 1 hour, or for very accurate work, 
overnight. Then filter on a tiny filter, and wash with 5% H50, 
solution. Dry the filter paper and ignite in a weighed porcelain 
crucible. Treat the residue with a little HNOs, which is after- 
wards evaporated off, and then with a drop or two of H504. 
Ignite gently, cool and weigh as PbSO,. Calculate to PbO. 

CALCULATION.—PbSO, X 0.7360 = PbO. 

Water-soluble As.O;.—Water-soluble As20; is determined in 
the filtrate from the water-soluble PbO in exactly the same man- 
ner as for total As20; above, using, however, 0.01 N instead of 
0.1 N iodine for titration. It is important that the solution shall 
be perfectly clear and the titration carefully made. Make correc- 
tions for the iodine necessary to produce the same color using the 
same chemicals and volumes of solution. (See note 2 at end of 
method.) 

Free Acetic Acid.— Weigh out 2-10 grams of the original moist 
sample and transfer to a 250-ce. flask with 20-40 ec. of water. 
Connect with a condenser and heat to boiling. Pass steam 
through the solution, regulating the flame under the flask so that 
the volume will remain nearly constant, and collect about 200 cc. 
of distillate. Titrate the distillate with 0.1 N NaOH and phenol- 
phthalein, and calculate to acetic acid. 

CALCULATION.—1 ec. 0.1 N NaOH =0.0060 gram HC$;H 305. 

Free Ammonia.—Wash 2-10 grams of the original sample 
into a 200-cc. distilling flask and dilute to about 150 ec. Concen- 
trate by distillation to about 25 cc. and collect the distillate in 
a known volume of 0.1 N HCl. Titrate the excess of HCl 
with standard alkali, using methyl red or cochineal indicator, 
and calculate the NH; from the amount of acid consumed. 

CALCULATION.—1 cc. 0.1 N HCI 20.0017 gram NH;. 

Calculation of Results.—From the total loss on drying sub- 
tract any free acetic acid or free NH; which the sample may 
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contain, and report the difference as Moisture. In case free 
acetic acid and free NH; are not determined, it is eustomary to 
report the total loss on drying as Moisture, loss at 105? C. 

Calculate the percentages of total PbO, total As;O;, and water- 
soluble impurities to the absolute dry basis. Then calculate 
these results to the original paste by multiplying each by 
100% minus the percentage of total moisture at 105? C. Sub- 
tract the percentage of soluble As;O; and of soluble PbO from 
the total soluble matter and report the difference as “Soluble 
Impurities." 


Notres.—(1) The procedures for Moisture, Total PbO, Total As, and 
Water-soluble As2O; are essentially the methods of the Association of Official 
Agricultural Chemists as published in its “Methods of Analysis,” 56 (1925), 
slight changes being made for convenience in conforming to our usage. 

(2) Lead arsenate as now made seldom contains an appreciable amount of 
water-soluble PbO, consequently the water-soluble As;O; can be determined 
directly on the filtered solution without going through the steps of removing 
lead. 


BORDEAUX MIXTURE 


General — Standard Bordeaux Mixture is made up in the pro- 
portions of 6 pounds of CuSO, and 4 pounds of lime to 50 gallons 
of water; but a more common mixture is 5 : 5 : 50, and for peach 
trees the general mixture is 3 : 9 : 50. 

'The following procedures are essentially the official methods 
of the Association of Official Agricultural Chemists. 


Norr.—Bordeaux Mixture is often mixed with other insecticides. For 
analysis of such mixtures see page 74. 


Moisture.  Powder.—Dry 2 grams to constant weight at 
105-110? C. and express the loss in weight as moisture. 

Paste.—Heat about 100 grams in the oven at 90-100? C. until 
dry enough to powder readily and determine the loss in weight. 
Powder this partly dried sample and determine the remaining 
moisture in 2 grams as for Powder above. Determine COs, as 
directed later, both in the original paste and in this partially dried 
sample. Calculate the total moisture by the following formula: 
_ (100—a) (6+c) 
wr 100 


M +a—d, 
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in which M — percentage total moisture in original paste; 
a-— percentage loss in weight of first drying; 
b= percentage loss in weight of second drying; 
c— percentage CO; in paste after first drying; 
and d — percentage total CO, in original paste. 

Carbon Dioxide. Apparatus—This consists of a 200-cc. 
Erlenmeyer flask closed with a 2-hole stopper; one of these holes 
is fitted with a dropping funnel, the stem of which extends almost 
to the bottom of the flask; the outlet of a condenser, which. is 
inclined upward at an angle of 30? from the horizontal, passes 
downward through the other hole. The upper end of the con- 
denser is connected with a CaCl, tube which in turn is connected 
with a double U-tube filled in the middle with pumice fragments, 
previously saturated with a 2095 CuSO, solution and subse- 
quently dehydrated, and with CaCl, at either end. Then follow 2 
weighed U-tubes for absorbing the CO;, the first filled with porous 
soda-lime, and the second, one-third with soda-lime and two- 
thirds with CaCl,, the latter reagent being placed at the exit 
end of the train. A Geissler bulb, partly filled with conc. H2SO,, 
is attached to the last U-tube to show the rate of gas flow. An 
aspirator is connected with the Geissler bulb to draw air through 
the apparatus. An absorption tower filled with soda-lime is con- 
nected with the mouth of the dropping funnel to remove CO; 
from the air entering the apparatus. 

Determination.—Weigh 2 grams of the dry powder, or 10 
grams of paste, into the Erlenmeyer flask, add about 20 cc. of 
water, attach the flask to the apparatus, omitting the 2 weighed 
U-tubes, and draw CO»-free air through the apparatus until the 
original air is displaced. Then attach the weighed U-tubes in 
position as described above, close the stop-cock of the dropping 
funnel, pour into it 50 cc. of dil. HCl (1 : 4), reconnect with the 
soda-lime tower, and let the acid flow into the Erlenmeyer flask, 
slowly if there is much CO», rapidly if there is little. When 
effervescence diminishes, place a low Bunsen flame under the 
flask and start the flow of water through the condenser, letting a 
slow current of air flow through the apparatus at the same time. 
Maintain a steady but quiet ebullition, and a slow air current 
through the apparatus. Boil for a few minutes after water has 
begun to condense in the condenser, then remove the flame and 
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continue the aspiration of air at the rate of about 2 bubbles per 
second until the apparatus is cool. Disconnect the tared 
absorption tubes, cool in the balance case and weigh. The 
increase in weight is CO». 

Copper.— Electrolytic Method.—Dissolve 2 grams of the dry 
powdered sample in about 75 cc. of water and 20 cc. of conc. 
HNO; in a 250-cc. beaker. Dilute to 200 cc., and electrolyze as 
described in the method for Brass and Bronze (p. 182). Calculate 
the percentage of Cu in the sample. Test the solution after 
electrolysis to make sure all Cu has been removed. 

Thiosulfate Method.—Dissolve 2 grams of the powdered sample 
in about 25 ce. of dil. HNO; (1:4), dilute to 50 ec. and add conc. 
NH,OH in excess. Boil until the excess of NH; is removed, add 
(without filtering) 3—4 cc. of glacial acetic acid, cool and add 10 ce. 
of 30% KI solution. Titrate with 0.1 N thiosulfate solution (see 
below) until the brown color becomes faint, then add starch 
indicator and continue the titration cautiously until the blue color 
due to free I has entirely vanished. From the titration calculate 
the percentage of Cu in the sample. 

STANDARDIZATION OF THIOSULFATE SoLUTION.—Weigh accu- 
rately about 0.25 gram of pure Cu foil and place in a 250-cc. flask. 
Warm with 5 ec. of dil. HNO; (1 : 1) until dissolved. Dilute to 
50 cc., boil to expel red fumes, add 5 cc. of strong bromine water 
and boil until the Br is all driven off. Remove from the heat and 
add a slight excessof conc. NH¿OH. (About 8-9 cc. are required.) 
Again boil until the excess of NH; is removed as shown by partial 
precipitation and a change in color of the liquid. Add a slight 
excess (3 or 4 cc.) of glacial acetic acid and boil for a minute. 
Cool to room temperature, add 10 ec. of 30% KI solution and 
titrate with the 0.1 N thiosulfate solution as in the previous para- 
graph. The blue color changes toward the end to a faint lilac, 
and if at this point the thiosulfate is added drop by drop and a 
little time allowed after each addition, the end-point may easily 
be determined within 1 drop. One cc. of the thiosulfate should be 
equivalent to about 0.0063 gram of Cu. 


REFERENCE.— Association of Official Agricultural Chemists: “ Methods of 
Analysis," 61 (1925). 
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BORDEAUX MIXTURE WITH PARIS GREEN AND LEAD ARSENATE 


General.— Bordeaux Mixture is often mixed with other insecti- 
cides and sold under various names. The following procedures 
are those of the Association of Official Agricultural Chemists. 


BORDEAUX MIXTURE WITH PARIS GREEN 


Moisture and Carbon Dioxide (Official).— These are deter- 
mined as in Bordeaux Mixture. 

Copper. Elecirolytic Method (Official) —Weigh 1 gram of the 
powdered sample into a small beaker. Add 5 ec. of HBr (about 
1.3 sp. gr.) and 15 ce. of cone. HCl and evaporate to dryness to 
remove As. Repeat the treatment, add 20 cc. more of conc. HCl 
and again evaporate to dryness. Add to the residue 25 ec. of 
approximately 2 N HCl (made by diluting 166 cc. of cone. HCl 
to 1 liter), heat to boiling, filter at once to remove any SiO», 
and wash with hot water to a volume of 125 cc. Pass in HS 
until precipitation is complete. Filter and wash the precipitate 
thoroughly with 0.5 N HCl saturated with HS. Transfer the 
filter and precipitate to a 400-cc. Pyrex beaker and completely 
oxidize all organic matter by heating with 4 cc. of conc. H50, 
and a little fuming HNO;. Remove all the HNO; by heating 
to copious white fumes of SO; on the hot plate. Cool, add 2-3 cc. 
of water and again heat to white fumes. Cool, add 50 cc. of 
water and let stand 1 hour. If any precipitate forms (PbSO,), 
add 100 ee. of 95% alcohol and let stand several hours, pref- 
erably overnight. Filter through a Gooch crucible, wash the 
precipitate in the crucible about ten times with acidified alcohol 
(100 ec. of water, 200 cc. of 95% alcohol and 3 ec. of cone. H504), 
and then once with 95% alcohol. 

Evaporate the filtrate and washings from the PbSO, precipi- 
tate (or the H.SO, solution, if no precipitate formed) to fuming; 
add a few cc. of fuming HNO; to destroy organic matter and 
continue evaporation to a volume of about 3 ec. Take up with 
about 100 cc. of water, add 1 ec. of conc. HNO; and filter, if 
necessary. Wash into a 150-ec. beaker and electrolize, using a 
weighed rotating cathode and a current of about 3 amperes. 
After all the Cu has been deposited, which requires about 30 
minutes, wash the deposit with water by siphoning while the 
current still flows. Then turn off the current, rinse the cathode 
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with alcohol, dry in the oven for a few minutes and weigh the 
copper deposit. Calculate the percentage of Cu in the sample. 

Thiosulfate Method (Official).—Proceed as above to the point 
where the final evaporation of the solution to a volume of about 
3 ec. has been accomplished. Take up in 50 cc. of water, add 
conc. NH,OH in excess and complete the determination as under 
the thiosulfate method for Cu in Bordeaux Mixture (p. 73). 

Total Arsenic (Official).—Proceed as directed for Total Arsenic 
in Paris Green (p. 76), using 2 grams of the sample and calculat- 
. ing the results as As203. 

Total Arsenious Oxide (Tentative).—Proceed as directed for 
Total Arsenious Oxide in Paris Green (p. 78), using 0.5-1.0 
gram of the sample. 

Water-soluble Arsenious Oxide (Tentative).— Proceed as 
described under Water-soluble Arsenious Oxide in Paris Green 
(p. 78), using 2 grams of the sample, and slightly acidify with 
dil. HCl (1:4) before adding the excess of NaHCO,;. 


BORDEAUX Mixture WITH LEAD ARSENATE 


Moisture and Carbon Dioxide (Official).—Proceed as above 
described. 

Copper (Official).—Proceed as above described, using either 
the electrolytic or the thiosulfate method. 

Lead Oxide (Official).—Follow the procedure for the prelimi- 
nary treatment of the sample under the Electrolytic Method for 
copper above. In this case of course the PbSO, is filtered on a 
weighed Gooch crucible and finally dried at 200° C. to constant 
weight. The Gooch crucible should be put through the same 
treatment with acidified alcohol, etc. before filtering the PbSO, 
in it. Calculate results to PbO. 

CALCULATION.—PbSO, X 0.7360 = PbO. 

Total Arsenic (Official).—Proceed as directed under Total 
Arsenic in Paris Green (p. 73), using 2 grams of the sample and 
calculating results as As205. 

Water-soluble Arsenic Oxide (Tentative).—Proceed as directed 
under Water-soluble Arsenic Oxide in Lead Arsenate (p. 70). 


REFERENCE.—Association of Official Agricultural Chemists: “Methods 
of Analysis,” 63, 64 (1925). 
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PARIS GREEN 


General.—Paris Green is the aceto-arsenite of copper. The 
theoretical composition is: As;O; 58.55%, CuO 31.39%, acetic 
acid 11.84%. The commercial material, however, always con- 
tains more or less Na2SOu, but in good samples the amount should 
not be much over 1%. It is also sometimes adulterated with 
CaSQ,. 

The following procedures are the methods of the Association 
of Official Agricultural Chemists. 

Moisture (Official).—Dry 2 grams at 105-110? C. to constant 
weight and report the percentage loss as Moisture. 

Total Arsenic (Official).—(Arsenic present as arsenate is 
titrated as As;O; Cannot be used in the presence of 
nitrates.) 

Reacents.—(a) Starch Indicator. —Mix about 2 grams of 
finely powdered potato starch with cold water to a thin paste; 
pour into about 200 cc. of boiling water, stirring constantly; 
and immediately discontinue heating. 

(b) Standard Arsenious Oxide Solution.—Dissolve 4 grams of 
pure As:O; in a beaker by boiling with about 300-400 ee. of 
water containing 20 cc. of conc. H$;304; cool, transfer to a liter 
volumetric flask and dilute to the mark. 

(c) Standard Iodine Solution.—Prepare an approximately 
0.05 N solution as follows: Mix intimately 6.35 grams of pure 
iodine with twice its weight of pure KI. Dissolve in a small 
amount of water, filter and dilute the filtrate to 1 liter in a volu- 
metrie flask. Standardize against (b) above as follows: Pipette 
50 ec. of the As;O; solution into an Erlenmeyer flask, dilute to 
about 200 cc., neutralize with NaHCOs, add 4-5 grams in excess, 
and add the standard iodine solution from a burette, shaking the 
flask continuously, until the yellow color disappears slowly from 
the solution. Then add 5 ec. of the starch indicator and continue 
adding the iodine solution, drop by drop, until a permanent blue 
color is obtained. Calculate the value of the standard iodine 
solution in terms of AsO; and of As;O; (1 gram of Assis 1.1617 
gram of AssO;). Occasionally restandardize the iodine against 
freshly prepared As;O; solution. 

APPARATUS.— The apparatus is shown in Fig. 4. The 500-ce. 
distillation flask rests on a metal gauze which fits over a circular 
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hole in a heavy sheet of asbestos board. The two Erlenmeyer 
flasks are of 500-cc. capacity and contain 40 and 100 cc. of water, 
respectively. «The volume in the first flask should not exceed 
40 cc., otherwise there may be a loss of arsenic. Both flasks 
should be placed in a pan and kept surrounded with cracked ice 
and water or cold circulating water. 

DETERMINATION.— Weigh an amount of the sample containing 
not over 0.4 gram of metallic As, and wash into the distillation 
flask by means of 100 cc. of conc. HCl. Add 5 grams of cuprous 
chloride and distill. 

When the volume in the distillation flask is reduced to about 40 
cc., add 50 cc. more of conc. HCl by means of the dropping funnel 


Froe 4.—Apparatus for Determining Arsenic in Paris Green. 


and continue distillation, repeating the additions of 50-cc. 
portions of HCl, until 200 cc. of the acid distillate have passed 
over. Then wash down the condenser and all connecting tubes 
. carefully, transfer these washings and contents of the Erlen- 
meyer flasks to a liter volumetric flask and dilute to the mark. 
Mix thoroughly, pipette 200 cc. into an Erlenmeyer flask and 
nearly neutralize with a 4095 solution of NaOH, using a few 
drops of phenolphthalein indicator and keeping the solution 
well cooled. If the neutral point is passed, make slightly acid 
with conc. HCL. 

Continue as directed under Reagents (c), beginning with 
“neutralize with NaHCO;." From the titration calculate the 
total arsenic in terms of As;O;. 
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NomE.—In ease the regular 0.1 N iodine solution of the laboratory is 
used, the amount can be calculated from 1 ec. 0.1 N iodine = 0.004948 
gram As;O; In this case take a 400-cc. aliquot of the distillate for 
titration. 


Total Arsenious Oxide (Official).—(The following method 
determines As, and Sb if present, as the -ous oxides, As;O; 
and Sb,O;, respectively. Ferrous and cuprous salts vitiate the 
results.) 

Reagents.—The reagents and solutions are the same as those 
deseribed above under Total Arsenic. 

Determination.—W eigh 0.3 gram of the sample, wash into an 
Erlenmeyer flask with 10-15 cc. of dil. HCl (1:4) followed by 
about 100 cc. of water, and heat on the steam bath only long 
enough for complete solution, at a temperature not exceeding 
90? C. Cool, neutralize with NaHCO;, add 4-5 grams in excess, 
and then sufficient 25% NH4CI solution to dissolve the precipi- 
tated copper. Dilute somewhat and titrate as directed under 
Total Arsenic above. A correction must be applied for the 
amount of iodine solution necessary to produce a blue color with 
starch in the presence of copper (using an equivalent weight of 
copper sulfate). From the corrected number of cc. of the 
standard iodine solution used calculate the percentage of As;O; 
in the sample. 

Sodium Acetate-soluble Arsenious Oxide (Tentative). 

REAGENTS.—(a) Sodium Acetate Solution.—Prepare a solu- 
tion containing 12.5 grams of NaC.H;02:3H.O in each 25 coc. 

The other reagents are described under Total Arsenic. 

DETERMINATION.—Place 1 gram of the sample in a 100-cc. 
volumetric flask and boil for 5 minutes with 25 cc. of the sodium 
acetate solution. Dilute to the mark, shake, and pass through a 
dry filter paper. Titrate an aliquot of this filtrate with standard 
iodine solution as directed under Total Arsenic above. Calculate 
the amount of As;O; present and express the result as percentage 
of Sodium Acetate-soluble As;O;. 

Water-soluble Arsenious Oxide (Official). 

REAGENTS.—Same as for Total Arsenic. 

DETERMINATION.—To 1 gram of the sample in a liter Florence 
flask add 1 liter of recently boiled water which has been cooled to 
32” C. Stopper the flask and place in a water bath kept at 32? C. 
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by means of a thermostat. Digest for 24 hours, shaking hourly 
for 8 hours during this period.* Filter through a dry filter and 
titrate 250 cc. of the filtrate as directed under Total Arsenic 
above, first adding 4-5 grams of NaHCO;. Correct for the 
amount of the standard iodine necessary to produce the same 
color, using the same reagents and volume. Calculate the 
amount of As;O; present and express the result as percentage of 
Water-soluble AssO3. 

Total CuO.—Evecrrotytic Mero (OrriciaL).—Treat 2 
grams of the sample in a beaker with 100 cc. of water and about 
2 grams of NaOH and boil thoroughly until all Cu is precipitated 
as CuO. Filter, wash well with hot water, dissolve the precipi- 
tate in hot dil. HNO; (1:4), cool, transfer to a 250-cc. volumetric 
flask and dilute to the mark. Use 50-100 cc. of this solution 
for the electrolytie determination of Cu either with a rotating 
cathode and stationary anode in a beaker, or with a rotating 
spiral anode, using a weighed 150-cc. platinum dish for the 
cathode, and a current of about 3 amperes. After all the Cu 
is deposited, wash the deposit with water by siphoning, then rinse 
with alcohol, dry for a few minutes in an oven, weigh and calcu- 
late to percentage of CuO. 

CALCULATION.—Cu X 1.2517 = CuO. 

THIOSULFATE METHOD (OrriciaL).—Determine Cu in another 
aliquot of the HNO; solution of the CusO prepared as described 
above, by titrating with 0.1 N thiosulfate solution as described 
under Copper in Bordeaux Mixture (p. 73). Calculate to per- 
centage of CuO. 


REFERENCE.— Association of Official Agricultural Chemists: “‘ Methods of 
Analysis," 53 (1925). 


LIME SULFUR SOLUTION 


General.—Lime sulfur solutions are made by boiling, either by 
direct heat or by live steam, sulfur and freshly slaked lime in 
water. The resulting solution contains considerable amounts of 
polysulfides and thiosulfate and very small amounts of sulfate and 
sulfite. In commercial practice, 1 part of lime and 2 parts of 
sulfur are used. Lime comparatively free from MgO must be 
employed. 

* See note on page 69 under Total Water-soluble Matter in Lead Arsenate. 


80 TECHNICAL METHODS OF ANALYSIS 


The sample for analysis should be kept tightly stoppered 
and not exposed to air, as it will very easily precipitate free 
sulfur. 

The determinations below marked “Official” are those of the 
Association of Official Agricultural Chemists. 

Specific Gravity.—Determine the sp. gr. with a Westphal 
balance at 15.5? C. (60? F.) and ealeulate to degrees Baumé; 
or if there is sufficient sample at hand, determine the gravity 
directly with a Baumé hydrometer. 

Total Sulfur (Official).—Measure and accurately weigh from a 
stoppered weighing bottle about 10 cc. of the clear sample. Trans- 
fer to a 250-cc. volumetric flask, partly filled with recently boiled 
and cooled water, and dilute to the mark with the same water. 
Mix thoroughly and transfer to a number of small bottles, filling 
them completely and avoiding exposure of the solution to air as 
much as possible. Stopper the bottles, seal with paraffin and 
preserve in a dark, cool place. For the determination of total 
sulfur and for other determinations (unless otherwise directed) 
use 10-ce. aliquots of this solution. 

Dissolve 2-3 grams of Na20» in 50 cc. of cold water in a 250-ce. 
beaker. Transfer a 10-cc. aliquot of the above solution to 
the Na20, solution, keeping the tip of the pipette just beneath the 
surface of the liquid until necessary to raise it for drainage at the 
end. Usea clean dry pipette for measuring each portion. Cover 
the beaker immediately with a watch glass and warm on the 
steam bath, with occasional stirring, until all S is oxidized to 
sulfate, as shown by the disappearance of the yellow color. 
Dilute, acidify with dil. HCl, evaporate to dryness, treat with 
water acidified with HCl, boil, and filter to remove silica, if 
present. Dilute the filtrate to 300 cc., add 50 ec. of conc. HCl, 
heat to boiling and precipitate with excess of 10% BaCl; solution 
slowly and stirring constantly. The Bal: should be added at 
such a rate that about 4 minutes are required for running in the 
necessary quantity (11 cc. for 1 gram of BaSO,). The rate is 
best regulated by attaching a suitable capillary tip to a burette 
containing the BaCl, solution. Evaporate to dryness on the 
steam bath, take up with hot water, filter through a quantitative 
filter paper, wash until free from Cl and ignite to constant weight 
over a Bunsen burner. Weigh as BaSO, and caleulate to sulfur. 
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Previous to use, test all reagents for sulfur and, if present, make 
corrections accordingly. 

CaALcULATION.—Ba$80,X 0.1373 = Sulfur. 

Sulfur as Polysulfides.—Pipette 10 cc. of the solution described 
above into a small beaker and add about 30 cc. of water. Then 
run into the solution from a burette 0.1 N HCl, drop by drop, 
with constant stirring, until the yellow tint has practically disap- 
peared. Add 2 drops of methyl orange and continue the addition 
of acid until the first permanent pink color appears. (After stand- 
ing for some time this tint will gradually disappear.) The solu- 
tion will be milky white from finely divided S present, but it is 
not diffieult to ascertain the exact end-point of the reaction. 
Let the solution stand a few moments to permit S to settle and 
collect together. Filter on a weighed Gooch crucible, wash thor- 
oughly, dry at about 40? C. and weigh directly as free S. This 
represents S combined in the form of polysulfides. 


Nortrs.—(1) Precipitation of S by means of weak acid does not decom- 
pose thiosulfate in solution. 

(2) An optional method of determining the sulfur is as follows: Filter 
on a small filter paper instead of on a Gooch crucible, and after thoroughly 
washing, gently boil the paper and contents in 50 cc. of 10% KOH solution 
until all sulfur is dissolved. After cooling add 50 cc. of a 3% solution of 
HO. free from sulfates. Heat on the steam bath for exactly 30 minutes 
and then acidify with HCl and precipitate with BaCl, in the usual manner. 
Finally weigh as BaSO, Run a blank on the KOH solution and subtract 
any sulfur found. 


Sulfur as Sulfide (Official).—To 10-15 cc. of water in a small 
beaker add, in the manner described under Total Sulfur, a 10-cc. 
aliquot of the solution prepared as there described. Calculate 
the quantity of ammoniacal ZnCl, solution (see notes) necessary 
to precipitate all the S in the aliquot and add a slight excess. 
Stir well, filter at once, and wash the precipitate twice with cold 
water. ] 

Transfer the filter paper and precipitate to the beaker in which 
the precipitation was made; cover with water, disintegrate the 
paper with a glass rod and add about 3 grams of Na;O», keeping 
the beaker well covered with a watch glass. Warm on a steam 
bath with frequent shaking until all S is oxidized to sulfate, 
adding more Naz0O» if necessary. Make slightly acid with dil. 
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HCl, filter to remove shreds of filter paper, wash thoroughly 
with hot water and determine sulfur in the filtrate exactly as 
under Total Sulfur above. 

This gives both monosuifide and polysulfide sulfur. Subtract 
the polysulfide sulfur as previously determined and report the 
difference as (mono) Sulfide Sulfur. 

Norrs.—(1) Ammoniacal Zinc Chloride Solution—Dissolve 50 grams of 
pure ZnCl, in about 500 cc. of water. Add 125 cc. of conc. NH¿OH to redis- 
solve the precipitate first formed; then add 50 grams of NH,Cl and dilute 
to 1 liter. Each cc. of this solution is equivalent to 0.0118 gram of sulfur. 

(2) Blank determinations of the amount of S in the reagents used should 
be made and corrections applied. 

(3) The amount of sulfur as polysulfide is almost always quite close to 
3.5 times the amount of sulfur as sulfide. This shows that the polysulfide in 
solution is not one compound only, but probably a mixture of CaS, and Cass. 


Sulfur as Thiosulfate (Official).—Add 50 cc. of the solution 
prepared as for Total Sulfur to 50 ec. of water in a 250-cc. volu- 
metric flask, in the manner previously described. Add ammoni- 
acal ZnCl, solution until in slight excess ahd make up to the 
mark. Shake thoroughly and filter through a dry filter. To 
200 cc. of the filtrate add methyl orange and exactly neutralize 
with 0.1 N HCl. Titrate this neutral solution with 0.1 N iodine, 
using a few drops of starch paste as indicator. From the amount 
of iodine solution required calculate the sulfur present as 
thiosulfate. 

CALCULATION.—1 cc. 0.1 N iodine =0.006413 gram sulfur. 

=0.01581 gram Na:5203. 

Sulfur as Sulfate (Official).— To the solution from the deter- 
mination of thiosulfate add a slight excess of HCl. Heat to 
boiling, add slowly with constant stirring a slight excess of 10% 
BaCl, solution, boil for 30 minutes and let stand overnight. 
Filter, ignite and weigh as BaSO,. From this weight calculate 
the sulfur and report as sulfate sulfur. 

Norr.—In case any sulfite is present, the determination of thiosulfate will 
be too high. As calcium sulfite is nearly insoluble, however, it will not be 
present in more than traces and the error from this cause will be negligible. 


It is unusual for the combined sulfate and sulfite to amount to more than a 
small fraction of 1%. 


Total Lime (Official).—To 25 cc. of the solution prepared as 
under Total Sulfur add 10 cc. of cone. HCl; evaporate to dry- 
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ness on the steam bath, treat with water and a little dil. HCl, 
warm until all the CaCl, is dissolved, and filter from S and any 
SiO» that may be present. Oxidize the filtrate by boiling with a 
little conc. HNO;; make ammoniacal, filter from Fe and Al if 
present; heat to boiling. and precipitate the Ca with an excess of 
saturated (NH4)2C20, solution. Boil until the Cash is granu- 
lar and let stand 1 hour. Filter, wash with hot water and ignite 
over a blast lamp to constant weight. Weigh as CaO. (The 
Cash may be titrated with 0.1 N KMnO, solution in the usual 
way, if desired, instead of igniting it.) 


REFERENCE.— Association of Official Agricultural Chemists: ‘‘ Methods of 
Analysis," 68 (1925). 


CORROSIVE SUBLIMATE IN MEDICATED GAUZE 


Weigh 30 grams of gauze, or the whole sample if less than this, 
and place in a 200-ce. separatory funnel; pack firmly, and add 
200 ec. of warm dil. HCl (15 cc. of conc. HCl per liter). Let the 
acid drain slowly into a 1000-cc. beaker, about 2 or 3 drops per 
second. When completely drained, add 100 cc. more of the warm 
dil. HCl, and continue the draining operation until complete. 
Repeat 5 times, so that the gauze is washed with a total of 800 cc. 
of acid. 

Pass HS through the solution for 1 hour and let stand over- 
night. Filter through a weighed filter or Gooch crucible. Wash 
six times with water, and then three times with 9595 alcohol. 
Stopper the bottom of the funnel with a small cork; add CS, 
sufficient to cover the precipitate of HgS completely, and let 
stand for 0.5 hour. Remove the stopper and let drain. Wash 
once with CS», and three times with alcohol. Dry and weigh. 

In ease a Gooch crucible is used, set the crucible in a beaker 
containing sufficient CS, to cover the precipitate. Let stand 0.5 
hour, ete. Calculate parts of HgCl; per thousand parts of gauze. 


- 1 
E ON i DX OASIS HgCl, per thousand, 


where W = weight of HgS, and S — weight of gauze. 


Nors.—This is the method prescribed by the U. S. Government for test- 
ing medicated surgical dressings. 
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ASBESTOS MAGNESIA PIPE COVERING 


General.—This material consists of a molded mixture of long- 
fibered asbestos with light magnesium carbonate. The specifi- 
cations on which it is generally purchased are as follows: 

Long-fibered asbestos, not less than 10%. 
Magnesium carbonate, not less than 85%. 

The magnesium carbonate is calculated to the empirical for- 
mula Mg(OH)s4MgCO;4H;O. The commercial carbonate 
from which the material is made usually contains about 2.5% 
of hygroscopic moisture, less than 1% of Fe:0;+Al:0;, and sel- 
dom more than 3% of CaCO;. g 

The following procedures are essentially those adopted in 1922 
by the Magnesia Association of America: 

Preparation of Sample.—Since the asbestos and magnesium 
carbonate do not adhere very strongly to each other, itis necessary 
to use care in sampling this material. A considerable number of 
representative lumps should be taken for the analysis and these 
lumps should not be shaken nor squeezed on account of danger of 
loss of carbonate. If it is attempted to grind up the whole sample 
and quarter it down, some magnesium carbonate is very likely 
to be lost. For accurate results the following porcedure is 
recommended: 

Cut 10 pieces from different portions of the sample, using a 
very sharp, thin-bladed knife and taking great care to slice the 
asbestos fibers off clean and to avoid pulling them out of the 
magnesia. Then trim down each piece to a cubical shape, slicing 
off any projecting fibers cleanly. Finally crush the cubes and 
mix thoroughly. Quarter down, if necessary, to approximately 
25 grams and preserve in a straight-sided, wide-mouthed glass 
jar. Shake the jar and contents thoroughly just before taking 
the sample for analysis. 

Asbestos.—Shake* out from the jar and accurately weigh 
about 5 grams of the prepared sample into a 350-cc. beaker. Add 
100 cc. of water and 2 drops of methyl orange indicator and then 
approximately normal HCl, with stirring, until all the carbonate 
has dissolved and a permanent pink color has just appeared. 
(This will usually require about 25 cc. for each gram of the 


* Do not handle with the fingers or any implement which might cause a 
pinching action. Simply shake out the proper amount of sample. 
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sample.) Filter off the asbestos at once on a dried and weighed 
Gooch crucible and wash thoroughly with cold water, saving the 
filtrate. Dry the residue of asbestos to constant weight at 
105-110? C. 

Iron Oxide and Alumina.*— To the filtrate and washings from 
the previous determination add 5 cc. of cone. HCl for each gram 
of sample and heat to boiling. Add a slight excess of dil. NH,OH 
and boil until the odor of NH; is nearly gone. Filter and wash 
with hot water; ignite strongly in a weighed platinum crucible, 
cool in a desiccator, and weigh as Fe;O;-4- A1;0;. 

Calcium Carbonate.—Heat to boiling the filtrate from the 
Fez0¿+AL:20; in a 750-cc. beaker. Make slightly acid with HCl, 
dilute to 500 cc. (if necessary), add about 25 cc. of (NH4)2C20,4 
reagent and then a slight excess of NH,OH. Boil for 5 minutes 
and let cool. Decant the bulk of the solution through a filter into 
a liter volumetric flask, then collect the precipitate on the filter 
and wash two or three times with 50-cc. portions of cold water. 
Dissolve the precipitate on the filter in hot dil. HCl (10%), 
catching this solution in the beaker in which the precipitation 
was originally made. Wash the filter thoroughly with cold water. 
Heat the filtrate and washings in the beaker to boiling, add a few 
ec. of (NH4)sC30, solution and then a slight excess of. NH,OH. 
Let cool, filter, and add this filtrate to the filtrate from the first 
precipitation in the liter volumetric flask. Wash the precipitate 
with cold water, discarding the washings. Ignite in à weighed 
platinum crucible over a blast lamp, cool in a desiccator, and 
weigh rapidly as CaO. Calculate to CaCO;. 

CALCULATION.—Ca0 X 1.785 = CaCO;. 

Magnesium Carbonate.—Dilute the mixed filtrates from the 
CaCO; determination to 1 liter in the flask and pipette 100 ce., 
representing about 0.5 gram of the original substance, into a 
500-ce. beaker. Dilute to about 400 cc. and add a slight excess 
of HCl. Then add 15-20 cc. of a saturated solution of NaN H,- 
HPO, and a considerable excess of NH4OH. Stir until precipi- 
tation is complete and let stand overnight in the cold. Decant 
the bulk of the liquid through a Gooch crucible which has been 
ignited and weighed. Dissolve the precipitate in the beaker in 
the least possible amount of dil. HCl, add a few drops of phos- 


* See note 1, 
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phate solution and then NH,OH in slight excess, with stirring as 
before. Let stand 6 hours and filter through the same Gooch 
crucible, washing with dil. NH,OH (1:10). Ignite gently at 
first and then in a blast for 20-minute intervals until constant. 
Weigh as Mg»P207 and calculate to Mg(OH),:4MgC03:4H20. 

CALCULATION.—M g;P50; X 0.837 = Mg(OH)>:4MgC03:4H20. 

Hygroscopic Moisture.— Dry a 2-gram sample in a watch glass 
or flat dish to constant weight at 105? C. Calculate the loss in 
weight as hygroscopic moisture. 


NomEs.—(1) It is customary to determine only the asbestos and the 
magnesium carbonate and report the remainder as Moisture and Impurities. 
In this case of course the precipitates obtained under Iron Oxide and 
Alumina and under Caleiunr Carbonate need not be weighed. In fact it is 
not necessary to remove the Fe3O;4-Al,;O; precipitate before precipitating 
the CaC.O, and they may be filtered off together. 

(2) The factor 0.837 for converting Mg;P;O; to the carbonate is an empiri- 
cal one and is claimed to give results nearer the average composition than the 
theoretical factor 0.840. 

(3) There are several basic carbonates of magnesium known which vary 
considerably in composition. If satisfactory results cannot be obtained by 
the above procedure, it indicates that a magnesium carbonate has been 
used of different composition than usual. In such a case a complete ulti- 
mate analysis may be necessary, determining asbestos, hygroscopie mois- 
ture, loss on ignition, CO», Fe;30s4-Al;O;, CaO and MgO. In calculating 
the composition it may be assumed that the asbestos itself would lose 14% on 
ignition. After calculating the CaO to CaCO; and the remainder of the 
CO; to MgCO;, the remainder of the MgO should be calculated to Mg(OH)». 
The combined water of crystallization of the basic magnesium carbonate is 
then calculated from the loss on ignition, after subtracting from the latter 
the COs, water combined as Mg(OH): and loss due to asbestos. This 
method is very accurate but is time consuming and expensive for routine 
analysis. 

Calculations.—CaO X1.7847 = CaCO;. 

CO; X1.9164 = MgCO.,. 
MgO X1.4469 = Mg(OH)». 
Mg(OH): X 0.3088 = H:O 


REFERENCE.—J. Ind Eng. Chem., 15, 50 (1923). 


CHAPTER III 
GENERAL ORGANIC ANALYSES 


NITROGEN 


General.—The principle of the determination of nitrogen in 
organie materials and in fertilizers is its conversion into NH; 
and a determination of the amount of NH; so formed. The 
method to be employed depends upon whether or not nitrates 
are present. In every case a blank should be carried out to 
correct for the presence of small amounts of nitrogen in the 
reagents employed. In running the blank, employ the same 
amount of each reagent as is used in the determination. 

In this laboratory we have found the Gunning methods prefer- 
able to the Kjeldahl for most substances. (See general notes on 
p. 89.) 


METHODS TO BE USED IN THE ABSENCE OF NITRATES 


Kjeldahl Method.*—Place 0.7-3.5 grams of the substance 
to be analyzed (depending upon the N content) in a 500-cc. pear- 
shaped digestion flask. Add approximately 0.7 gram of mercuric 
oxide,t or its equivalent of metallic Hg, and 20-30 ec. of conc. 
H5SO,. From 0.1 to 0.3 gram of crystallized CuSO, may also be 
used in addition to the Hg or in place of it. Place the flask in an 
inclined position and heat gently below the boiling point of the 
acid until frothing has ceased. (A small piece of paraffin may 
be added to prevent extreme foaming.) Then raise the heat until 
. the acid boils briskly and digest for 4 hours after the mixture is 
colorless, or nearly so. 

After cooling, dilute with about 200 cc. of water and add a few 
pieces of granulated zinc or pumice stone and 25 cc. of KS solu- 

* For ordinary work 0.5 N acid is recommended. For work in deter- 


mining very small amounts of nitrogen 0.1 N acid is recommended. 
+ If HgO is used, it should be prepared in the wet way but not from 


Hg(NO)s. 
87 
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tion (40 grams. of commercial K;S* in 1 liter of water) with 
shaking. Next add 50 cc. of a saturated solution of NaOH 
(free from N compounds) or more if necessary to make the solu- 
tion strongly alkaline, pouring it down the side of the flask so 
that it does not mix at once with the acid solution. The NaOH 
solution should have a sp. gr. of 1.43-1.48 and is prepared by 
dissolving 450 grams of commercial NaOH in 1 liter of water. 

Connect the flask by means of a Kjeldahl connecting bulb 
with the condenser, the tip of which extends below the surface of 
the standard acid in the receiver; mix the contents well by 
swirling and then distill until all the NH; has passed over, collect- 
ing the distillate in an excess of standard acid. As a general rule, 
50 ec. of 0.1 N HCl or 10 cc. of 0.5 N will be sufficient. It 
should have cochineal, methyl orange, or methyl red indicator 
(see general note 3) added to it before the distillation starts; 
and if the color changes before it is completed, the determination 
should be repeated, using either less of the original material or 
more of the standard acid. The first 150 cc. of the distillate will 
generally contain all the NH3. The distillation usually requires 
40-90 minutes. Wash down the condenser with distilled water 
and titrate the excess of standard acid with 0.1 N alkah. 

The K5 removes all the Hg from the solution and thus prevents 
the formation of mercuro-ammonium compounds, which are not 
completely decomposed by the caustic. The addition of Zn gives 
rise to an evolution of hydrogen and prevents violent bumping. 

Gunning Method.—The apparatus used is the same as that 
employed in the Kjeldahl method. 

Place the substance to be analyzed in a 500-ce. digestion flask, 
using 0.7-3.5 grams according to the proportion of N. Add 10 
grams of powdered KSO, or anhydrous NaSO; (use Baker's c. P. 
special, free from nitrogen) and 25 ec. of cone. H3SO,. Add also 
about 0.2 gram of crystallized CuSO, or 0.1 gram of copper wire. 
Conduct the digestion exactly as in the Kjeldahl process, starting 
with a temperature below the boiling point and increasing the 
heat gradually until frothing ceases. Digest for 4 hours after the 
mixture is colorless, or nearly so. Do not add KS. Cool, 
dilute, add an excess of NaOH, distill and titrate as in the Kjel- 


* A solution of 40 grams of sodium sulfide or 80 grams of sodium thiosul- 
fate in a liter of water may be used in place of the KS solution. 
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dahl method. In neutralizing, it is advisable to add a few drops 
of methyl orange or litmus indieator by which one can tell when 
an excess of NaOH has been added. 


NomEs.—(1) It is well for convenience to use the same amount of HS0, 
each time for digestion and to determine how much of the strong NaOH is 
necessary to neutralize this amount of acid, marking the amount on the 
bottle containing the NaOH. 

(2) If copper wire of the same size is always used, it can easily be deter- 
mined how long a piece will weigh 0.1 g. and then cut up a number of pieces 
of the proper length. The use of copper wire has not yet been made an 
official method of the A. O. A. C. but sufficient work has been done to show 
that it gives accurate results. 


Kjeldahl-Gunning-Arnold Method.— Place 0.7-3.5 grams of 
the material (according to the N content) in the digestion flask. 
Add 15-18 grams of powdered K:50, or anhydrous NasSO0,, 1 
gram of CuSO, or approximately 0.7 gram of HgO (or its equiva- 
lent of metallic Hg), and 25 cc. of conc. H;SO,. Heat gently 
until frothing ceases, then boil briskly and continue digestion for 
at least 2 hours after the liquid is colorless or nearly so. Cool, 
dilute with about 200 cc. of water, add 50 cc. of KS solution,* 
make strongly alkaline with NaOH solution and complete the 
distillation as under the Kjeldahl method. 


GENERAL NoTEs.—(1) A blank determination should be run, using all 
reagents in the same amount as in the regular determination. 

(2) We have found the Gunning methods the most convenient for use but 
either method gives accurate results, and the Kjeldahl is quicker. 

(3) It is generally recommended that cochineal or methyl red be used in 
titrating back the. excess of acid, but accurate results can be obtained by 
using methyl orange as follows: 

To a container of similar size and shape to that containing the distillate, 
add an amount of distilled water equal to the volume of the distillate and add 
the same number of drops of indicator (two or three are sufficient) as were 
added to the standard acid. "Then titrate until the color matches the color 
of the distilled water containing the methyl orange. (The titration of the 
blank on the reagents should, of course, be carried to the same end point.) 

(4) With certain materials it will be necessary to add considerably more 
HSO; than the amounts given above. In this case, care must be taken that 
the mixture in the flask is alkaline before the distillation is started. 

(5) Only a moderate excess of the NaOH solution should be added, since 
considerable excess often causes frothing. 


* See footnote on p. 88. The solution need not be added here if the 
CuSO, is used in place of the Hg or HgO. 
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METHODS To Be USED IN THE PRESENCE OF NITRATES 


The results obtained by these methods give total nitrogen and include the 
nitrogen of the nitrates. 


Modified Kjeldahl Method.—Place 0.7-3.5 grams of the sub- 
stance in a Kjeldahl digestion flask: (1) Add 30 cc. of conc. 
HSO, containing 1 gram of salicylic acid. Shake until thor- 
oughly mixed, let stand for at least 30 minutes and then add 5 
grams of crystallized sodium thiosulfate. Or, (2) add to the 
substance 30 cc. of conc. HSO; containing 2 grams of salicylic 
acid, let stand at least 30 minutes with frequent shaking, or until 
complete solution results, and then add gradually 2 grams of 
zine dust, shaking the contents of the flask at the same time. 
The zinc dust should be an impalpable powder. Granulated 
Zn or Zn borings will not answer. 

Place the flask on the stand for holding digestion flasks and 
heat over a low flame until all danger from frothing has passed. 
Then raise the heat until the acid boils briskly and continue 
boiling until white fumes no longer escape from the flask. This 
requires about 5-10 minutes. Then add approximately 0.7 gram 
of HgO or its equivalent in metallic Hg. Continue the boiling 
until the liquid in the flask is colorless or nearly so. In case the 
contents of the flask are likely to become solid before this point 
is reached, add 10 cc. more of conc. H;8O,. Complete the 
determination as described in the Kjeldahl method. Run a blank 
on all the reagents employed. 

Modified Gunning Method.—In a 500-cc. digestion flask 
place 0.7-3.5 grams of the substance to be analyzed, add 30 ec. of 
conc. HSO, containing 1 gram of salicylic acid dissolved in it, 
shake until thoroughly mixed and let stand for at least 30 minutes 
with frequent shaking or until complete solution results. Add 5 
grams of sodium thiosulfate and heat the solution for 5 minutes. 
Cool, add 10 grams of powdered K.SO, or anhydrous NaSO, 
(Baker's c. P. special) and heat very gently until foaming ceases 
and then strongly until nearly colorless. Dilute, neutralize and 
distill as in the Gunning method. 

Absolute or Cupric Oxide Method.—By this method the 
nitrogen is all set free as such and measured in an azotometer. 
It is not ordinarily employed in commercial analysis but is 
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described in Association of Offieial Agricultural Chemists, 
"Methods of Analysis" (1925), page 9. 


AMMONIACAL NITROGEN 


Magnesia Method.—Place 0.7-3.5 grams of the material, 
according to the NH; content, in a distillation flask with about 
200 cc. of water and 5 grams or more of MgO, free from. carbon- 
ates. Then connect the flask with a condenser by means of a 
Kjeldahl connecting bulb, distill 100 cc. of the liquid into a 
measured quantity of standard acid and titrate the excess of acid 
with standard alkali. 


Nitric AND AMMONIACAL NITROGEN 


Reduced Iron Method.—Place 1 gram of the sample in a 
500-cc. flask, add about 30 cc. of water and 2-3 grams of reduced 
iron and, after standing sufficiently long to insure solution of the 
soluble nitrates and ammonium salts, add 20 cc. of dil. HS0, 
(1:1). Shake thoroughly, place a long-stemmed funnel in the 
neck of the flask to prevent mechanical loss and let stand for a 
short time. until the violence of the reaction has moderated. 
Heat the solution slowly; then boil for 5 minutes and cool. Add 
about 100 ec. of water, a little paraffin, and 7-10 grams of MgO, 
free or nearly free from carbonates. Connect with a condenser 
such as is used in the Kjeldahl method, using a Kjeldahl connect- 
ing bulb, and boil the mixture for about 40 minutes nearly to 
dryness, collecting the NH; in a measured quantity of standard 
acid, and titrate the excess with standard alkali in the usual way. 
The nitrogen obtained represents the nitrates plus the ammonium 
salts contained in the sample. 

In the analysis of nitrate salts proceed as above, but use 25 cc. 
of the nitrate solution (equivalent to 0.25 gram of the sample) 
with 5 grams of reduced iron. After boiling, add 75 cc. of water 
and an excess of NaOH solution and complete the determination 
as above. 


NITROGEN IN NITRATE SALTS 


Zinc-Iron Method.—Dissolve 10 grams of the sample in water 
and dilute to 500 cc. Place 25 cc. of this solution, corresponding 
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to 0.5 gram of the substance, in a 400-cc. distillation flask. Add 
120 ce. of water, 5 grams of well-washed and dried zinc dust, 
and 5 grams of reduced iron. To the solution add 80 ec. of sat- 
urated NaOH solution (see p. 88), connect the flask with the 
condenser and conduct the distillation simultaneously with the 
reduction, collecting the NH; in excess of standard acid. Continue 
the distillation until 100 ec. have been distilled and titrate the 
excess acid with standard alkali. The nitrogen obtained repre- 
sents the nitrates plus the NH, salts present. 

Ferrous Sulfate-Zinc-Soda Method.—Place 0.5 gram of the 
nitrate salt in a 600—700-ce. flask, add 200 cc. of water, 5 grams 
of powdered zinc, 1-2 grams of ferrous sulfate and 50 ce. 
of 30% NaOH solution. Connect with the distilling apparatus 
and distill, collecting the distillate in the usual way in 0.1 N acid 
and titrating the excess with standard alkali. 


METHODS FOR “AVAILABLE ORGANIC NITROGEN” 


Organic Nitrogen Soluble in Neutral Permanganate.—As 
a preliminary test for the determination of water-insoluble organic 
N; place 1 gram of the material on an 11-cm. filter paper and 
wash with water at room temperature until the filtrate measures 
250 ec. . Dry and determine the N in the residue by the Kjeldahl 
or Gunning method, making a correction for the N of the filter if 
necessary. 

Place à quantity of the material equivalent to 0.050 gram of 
water-insoluble organic N as determined above on a moistened 
ll-em. filter paper and wash with water at room temperature 
until the filtrate measures 250 cc. Transfer the insoluble residue 
with 25 cc. of tepid water to a 400-cc. Griffin low-form beaker. 
Add 1 gram of Na2COz; mix and add 100 cc. of 2% KMnO, solu- 
tion; cover with a watch glass and immerse for 30 minutes in a 
steam or hot-water bath, keeping the level of the liquid in the 
beaker below that of the water in the bath. Stir twice at inter- 
vals of 10 minutes. At the end of the digestion, remove from the 
bath, add immediately 100 cc. of cold water and filter through a 
heavy 15-cm. folded filter. Wash with small quantities of cold 
water until the filtrate measures about 400 cc. Determine N, 
in the residue and filter paper by the Kjeldahlor Gunning method, 
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correcting for any N contained in the paper. The N thus 
obtained is the inactive water-soluble organic N. Subtract this 
result from the total water-insoluble organie N to obtain the 
pereentage of water-insoluble organie N soluble in neutral 
permanganate. 

Organic Nitrogen Soluble in Alkaline Permanganate.—Prep- 
ARATION OF SAMPLE.—(a) Mixed Fertilizers.—Place an amount of 
the sample equivalent to 0.050 gram of water-insoluble organic N, 
determined as above, on a filter paper and wash with water at 
room temperature until the filtrate measures 250 cc. 

(b) Raw Materials.—Place an amount of the material equiva- 
lent to 0.050 gram of water-insoluble organic N, determined as 
above, in a small mortar. Add about 2 grams of powdered rock 
phosphate, mix thoroughly, transfer to a filter paper and wash 
with water at room temperature until the filtrate measures 250 
cc. When much fat or oil is present, it is well to wash with ether 
before extracting with water. 

DETERMINATION.—Dry the residue from the water extract 
above at a temperature not exceeding 80? C. and transfer from 
the filter to a 500—600-ec. Kjeldahl distilling flask. Add 20 ec. of 
water, 15-20 small glass beads or fragments of pumice stone, a 
piece of paraffin the size of a pea and 100 cc. of alkaline perman- 
ganate solution (25 grams of pure KMnO, and 150 grams of 
NaOH separately dissolved in water, the solutions cooled, mixed 
and diluted to 1 liter). Connect with an upright condenser, to 
the lower end of which a receiver containing standard acid has 
been attached. Digest slowly for at least 30 minutes below the 
distillation point with a very low flame, using coarse wire gauze 
and asbestos paper between the flask and flame. Gradually raise 
the temperature and after any danger from frothing has passed, 
distill until 95 cc. of the distillate are obtained, and titrate as 
usual. When a tendency to froth is noticed, lengthen the diges- 
tion period and no trouble will be experienced when the distilla- 
tion is begun. During the digestion gently rotate the flask 
occasionally, particularly if the material shows a tendency to 
adhere to the sides. The N thus obtained is the active water- 
insoluble organic N. 

CaALCULATIONS.— The following factors will be found useful in 
calculating: 
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1 ec. 0.1 N acid = 0.001401 gram N. 
= 0.001703 gram NH;. 
— 0.01011 gram KNO;. 
= 0.002604 gram (NH,).0. 
= 0.008937 gram casein (N X6.38). 
= 0.007844 gram glue (N X5.6). 
= 0.008755 gram protein (N X 6.25). 
= 0.007985 gram protein (N X5.7).* 


REFERENCES.—The above methods are all official methods of the Associa- 
tion of Official Agricultural Chemists. See its “Methods of Analysis," 
6-12 (1925). See also J. Am. Leather Chem. Assoc., 11, 454 (1916). 


METHYL ALCOHOL 


General.—This method applies to the analysis of methyl 
aleohol (methanol, wood alcohol) to be used for denaturing ethyl 
alcohol. 

The methyl alcohol submitted must be partially purified wood 
alcohol obtained by the destructive distillation of wood. It 
must conform to the following analytical requirements: 

Color.—It shall not be darker than the color produced by a 
freshly prepared solution of 2 cc. of 0.1 N iodine diluted to 1000 
cc. with distilled water. 

Specific Gravity.—It must have a sp. gr. of not more than 0.830 
at 60? F. (15.56? C.), corresponding to 91? of Tralles' Scale. 

Boiling Point.—100 cc. slowly heated in a flask under conditions 
as described below must give a distillate of not less than 90 cc. 
at a temperature not exceeding 75? C. at normal barometric 
pressure (760 mm.). 

Run 100 ec. of wood spirit into a short-necked copper flask 
of about 180-200-ec. capacity and place the flask on an asbestos 
plate having a circular opening of 30-mm. diameter. In the neck 
of this flask is fitted a fractionating tube 12mm. wideand 170 mm. 
long, with a bulb just 1 em. below the side tube, which is con- 
nected with a Liebig's condenser having a water jacket not less 
than 400 mm. long. In the upper opening of the fractionating 
tube is placed a standardized thermometer, so adjusted that 
its mercury bulb comes in the center of the bulb. The distilla- 
tion is conducted in such a manner that 5 cc. pass over in 1 

* In wheat products. 
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minute. The distillate is run into a graduated cylinder, and 
when the temperature of 75? C. has been reached at the normal 
barometrie pressure of 760 mm. at least 90 cc. shall have been 
collected. 

Should the barometer vary from 760 mm. during the distilla- 
tion, 1° C. shall be allowed for every variation of 30 mm. For 
example, at 770 mm. 90 cc. should have distilled at 75.3? C. and 
at 750 mm. 90 cc. should have distilled at 74.7? C. 

Miscibility with Water.—It must give a clear or only slightly 
opalescent solution when mixed with twice its volume of water. 

Acetone Content.—It must contain not more than 20 nor less 
. than 10 grams per 100 ec. of acetone and other substances estimated 
as acetone when tested by the following (Messinger) method: 

With a standardized pipette measure 10 cc. of the sampleinto 
a 500-cc. glass-stoppered volumetric flask, make up to the mark 
with distilled water and mix thoroughly. Pipette out 5 cc. of 
this solution (with a standardized pipette) and treat with 10 cc. 
of 2 N NaOH solution. Then add with shaking 50 cc. of 0.1 N 
iodine solution and 3 minutes after the addition of the iodine 
make the mixture acid with dil. H3SO,. Titrate back the excess 
of iodine with 0.1 N sodium thiosulfate solution, using a few drops 
of starch solution asindieator. From 10.3to 20.7 cc. of 0.1 N iodine 
solution should be consumed by the spirit. 

ImPORTANT.—The solution must be kept at a temperature 
between 15 and 20° C. 

CALCULATION.—Let X — grams of acetone in 100 ec. of spirit, 

Y =number of cc. of 0.1 N iodine solution 
required, 
and N — volume of spirit taken for titration; 
then, X= A 

Blank Correction.—It is recommended that a blank correction 
be made as follows: 

Weigh accurately from a weighing bottle about 16 grams of 
Kahlbaum's c. P. acetone into a standardized 100-cc. volumetric 
flask partially filled with Kahlbaum's c. P. methyl alcohol. Make 

* This is the figure given in appendix to Regulations 61 (Revised 1925), 
U. S. Internal Revenue. Using 1925 atomic weights the figure becomes 
0.096747. 
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up aceurately to the mark with more of the methyl alcohol. 
Determine the amount of acetone in this solution, following the 
method above described. If less acetone is found than was added, ` 
add the difference as the blank correction to the acetone found in 
the sample of denaturant. If more acetone is found in the blank, 
subtract the difference from that found in the denaturant. Sep- 
arate blanks should be run with each sample of denaturant, taking 
care that all the conditions are kept the same. 

Esters.—It should contain not more than 5 grams of esters per 
100 cc. of spirit, calculated as methyl acetate and determined as 
follows: 

Run 5 ec. of the spirit into a flask and add 10 cc. of N NaOH 
solution free from carbonates, connect the flask with a return 
condenser and boil for 2 hours. Instead of digesting at boiling 
temperature the flask may be allowed to stand overnight at room 
temperature and then heated on a steam bath for 30 minutes with 
an ordinary tube condenser. Cool the liquid after digestion 
and titrate the excess NaOH with N HSO, and phenolphthalein. 

CALCULATION.—Methy]l acetate (grams per 100 cc. of spirit) 

.. 0.074 X ec. of N NaOH consumed X 100 
"7 cc. of spirit taken 
—1.48X ec. of N NaOH consumed. 

Bromine Absorption.—It must contain a sufficient quantity of 
impurities derived from the wood so that not more than 25 cc. 
nor less than 15 cc. should be required to decolorize a standard 
solution containing 0.5 gram of bromine, as follows: 

The standard Br solution is made by dissolving 12.406 grams 
of KBr and 3.481 grams of KBrO; (which is of tested purity and 
has been dried for 2 hours at 100? C.) in a liter of water. Place50 
cc. of the standard solution, containing 0.5 gram of Br, in a glass- 
stoppered flask having a capacity of about 200 cc. Acidify this 
with 10 cc. of dil. H: 80, (1:4), shake the whole and let stand a few 
minutes. Then let the wood alcohol flow slowly into the mixture, 
drop by drop, from a burette until the color is entirely discharged. 
The rate of flow from the burette shall not exceed 5 cc. per minute. 
'The temperature of the mixture should be 20? C. 

In addition to the above requirements the methyl alcohol 
must be of such a character as to render the ethyl alcohol with 
which it is mixed unfit for use as a beverage. 
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REFERENCE.— Regulations No. 61 Revised, U. S. Internal Revenue 
(1925). (See also Treasury Decision 2779.) 


GRAIN ALCOHOL OR COLOGNE SPIRITS 


General.—The sample should be clear and colorless and have 
the characteristic odor of ethyl alcohol. Medicinal alcohol 
should pass all the qualitative tests of the U. S. Pharmacoperia. 

Specific Gravity.—Determine the sp. gr. at 60? F. with a 
Westphal balance or with a pyenometer. The temperature must 
be exactly 60? F. (15.56? C.). | 

Ethyl Alcohol.—Calculate the percentage of ethyl aleohol both 
by volume and by weight from the sp. gr. The tables for these 
calculations will be found in Leach's “Food Inspection and 
Analysis" (4th edition), pages 690-703; also in Van Nostrand's 
* Chemical Annual." 

Proof.—To obtain the proof multiply by 2 the percentage of 
ethyl alcohol by volume. 

Non-volatile Residue.—Evaporate 100 cc. in a weighed plat- 
inum dish nearly to dryness on the water bath, then transfer to a 
water oven and dry at the temperature of boiling water for 2.5 
hours. Cool in a desiccator and weigh. To obtain the percent- 
age of non-volatile residue divide the weight obtained by the 
sp. gr. of the sample. 

Acidity, Calculated as Acetic Acid.— Titrate 100 cc. of the 
sample with 0.1 N NaOH and phenolphthalein, until a permanent 
pink color is formed. 

CALCULATION.—1 cc. 0.1 N NaOH — 0.0060 gram acetic acid. 

Esters.—Dilute 250 cc. of the sample with 30 cc. of water and 
distill slowly into a 250-cc. volumetric flask until nearly filled to 
the mark. Make up to volume with water. Shake and mix 
thoroughly and use aliquot portions of this solution (solution A) 
for the determination of esters, aldehydes and furfural. 

Pipette 50 ec. of solution A into a 300-cc. Erlenmeyer flask 
and exactly neutralize with 0.1 N NaOH and phenolphthalein. 
Then add 25-50 cc. excess of the 0.1 N NaOH, accurately meas- 
ured. Either boil for 1 hour with a reflux condenser or let stand 
overnight in the stoppered flask and heat with a reflux condenser 
for one-half hour below the boiling point. Cool, and titrate with 
0.1 N acid and phenolphthalein. Multiply the number of cc. of 
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0.1 N NaOH consumed in the saponification by 0.0088. The 
result is the weight in grams of the esters calculated as ethyl 
acetate. Divide this weight by the sp. gr. of the sample and 
multiply by 2 to obtain the percentage. 

Aldehydes (Qualitative AgNO; Test.)—Make up a solution of 
the following: 3 grams of AgNO;, 3 grams of NaOH and 20 cc. 
of conc. NH,OH. Dissolve the AgNO; in a little water in a 100- 
cc. volumetric flask, add the NH4OH and then the NaOH and 
then make up to 100 cc. Dilute 10 cc. of the sample with 10 ce. 
of water and place in a glass-stoppered bottle, adding 1 cc. of the 
above alkaline AgNO; solution. Let stand for 1 hour in the dark 
and filter immediately. Test the filtrate for Ag by adding an 
excess of HNO; and then a few drops of HCl. If this produces 
a precipitate of AgCl (showing unreduced Ag salts), the alcohol 
contains less than the maximum allowable amount of aldehyde. 

Notr.—This test is from Government specification, January 20, 1907. 


Aldehydes (Quantitative Determination).—SoLUTIONS RE- 
QUIRED—(a) Alcohol Free from Aldehydes.—Place 1500 ce. of 
ordinary 95% alcohol in a 2-liter distilling flask, add about 25 
grams of NaOH (or KOH) and distill down toabout100 ce. Add 
to the distillate 2.5 grams of meta-phenylenediamine hydrochlo- 
ride, stopper and let stand for several days (or place on the steam 
bath in a large flask and reflux for several hours). Then distill 
slowly, rejecting the first 100 cc. and the last 200 cc. 

(b) Sulfite-Fuchsin Solution.—Dissolve 0.50 gram of pure 
fuchsin in 500 cc. of water, then add 5 grams of SO; dissolved 
in water.* Make up to a liter and let stand until colorless. Pre- 
pare the solution in small quantities and keep at a low tempera- 
ture, as it retains its strength for only a few days. 

(c) Standard Acetaldehyde Solution.—Grind about 5 grams of 
aldehyde ammonia in à mortar with ether and decant the ether. 
Repeat this operation several times, then dry the purified salt in 
a current of air and finally in a vacuum desiccator over conc. 
H:S0,. Dissolve 1.386 grams of this purified aldehyde ammonia 
in 50 cc. of 95% alcohol, add 22.7 ec. of N alcoholic HSO; (a 
solution of 95% alcohol containing 49.04 grams of HSO, per 

* Saturate a liter of distilled water with SO; gas. Titrate an aliquot with 


0.1 N iodine and calculate the amount of SO» in 1 ce. of the solution. Then 
measure out a sufficient number of cc. to contain 5 grams of SO». 
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liter), make up to 100 cc. with 95% alcohol and add 0.8 ce. extra 
to compensate for the volume of (NH4);SO, precipitated. Let 
the mixture stand overnight and filter. This solution contains 
1 gram of acetaldehyde in 100 cc. and will retain its strength. 

The standard found most convenient for use is 2 cc. of this 
strong aldehyde solution diluted to 100 ec. with 50% alcohol (by 
volume). One cc. of this solution = 0.0002 gram of acetaldehyde. 
This solution should be made up fresh, as it loses its strength in a 
a day or two. 

PROcEDURE.— Determine the aldehyde in solution A as follows: 

Dilute 10 cc. to 50 cc. with aldehyde-free alcohol (50% by vol- 
ume). Add 25 cc. of the fuchsin solution and let stand 15 
minutes at 15? C. The solutions and the reagents should all be 
at 15° C. when they are mixed. Prepare standards of known 
_ strength from the standard acetaldehyde solution in the same 
way and match them colorimetrically with the sample. Calcu- 
late the percentage of aldehydes in the original sample (10 ce. of 
solution A — 10 cc. of the original sample). 

Furfural.—Dilute 20 cc. of solution A to 50 cc. with furfural- 
free alcohol (50% by volume). Add 2 ce. of colorless aniline and 
0.5 ec. of dil. HCI (5 : 4) and keep for 15 minutes in a water bath 
at about 15? C. Prepare standards of known strength from the 
standard furfural solution and blanks in the same way and match 
up the colors. Calculate the weight of furfural in the original 
sample. The comparison standards found most convenient for 
use contain from 0.00005 to 0.00030 gram of furfural, in increments 
of 0.00005 gram. 

Standard Furfural Solution.—-Dissolve 1 gram of freshly 
redistilled furfural in 100 ec. of 95% alcohol. This strong solu- 
tion will keep. Make fresh standards by diluting 1 cc. to 100 cc. 
with 50% alcohol (by volume). 1 cc. of this weak solution con- 
tains 0.0001 gram of furfural. 

Fusel Oil.—To 100 cc. of the original sample in a 300-cc. 
Erlenmeyer flask add 20 cc. of 0.5 N NaOH and saponify the 
mixture by boiling for 1 hour under a reflux condenser. (The 
same result will be obtained by letting the mixture stand at room 
temperature overnight.) Connect the flask to a condenser and 
distill over 90 cc., then add 25 cc. of water to the flask and continue 
the distillation until a total of 115 cc. has been collected. 
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Whenever aldehydes are present in excess of 15 parts per 
100,000, add to the distillate 0.5 gram of metaphenylenediamine 
hydrochloride, boil under a reflux condenser for 1 hour, distill 
100 cc., add 25 ec. of water, and continue the distillation until an 
additional 25 cc. are collected. 

Nearly saturate the distillate with finely ground salt (NaCl) 
and add a saturated solution of salt until the sp. gr. is 1.10. 
Extract this salt solution four times with purified CCL,,* using 
40, 30, 20, and 10 cc., respectively, and wash the CCl, three 
times with 50-cc. portions of saturated NaCl solution and twice 
with saturated NaSO, solution. Transfer the CCl to a flask 
containing 50 cc. of oxidizing solution (made by dissolving 
100 grams of Karst, in 900 cc. of water and adding 100 cc. of 
cone. H25804) and boil for 8 hours under a reflux condenser. Add 
30 cc. of water and distill until only about 20 cc. remain. Neu- 
tralize the distillate to methyl orange and titrate the valeric acid 
formed by oxidation of the amyl alcohol with 0.1 N NaOH, using 
phenolphthalein indicator. Caleulate the titration to amyl 
alcohol ( fusel oil). 

CALCULATION.—1 cc. 0.1 N NaOH =0.0088 gram amy] alcohol. 

Norrs.—(1) If the distillations have been conducted properly, the dis- 
tillate will not show a marked acid reaction to methyl orange. Should 
much more than 1 ec. of 0.1 N NaOH be required for neutralization, the 
result will be unreliable and the determination should be repeated. A blank 
determination should also be conducted upon 100 ce. of the CCl,, beginning 
the blank just before the washings of the CCl, with NaCl and NaSO, 
solutions. 

(2) Rubber stoppers may be used in the saponification and first distilla- 
tion, but corks covered with tinfoil must be used in the oxidation and 
second distillation. Renew the corks and tinfoil frequently. 


Methyl Alcohol (Wood Spirit). (4) RicmHeE anp BARDY 
MrTHOop.—This method for the detection of methyl alcohol 
in commercial spirit of wine depends on the formation of methyl- 
aniline violet. The procedure is described on page 657. 

(B) Oxipation Mrtsuop.—Dilute 20 cc. of the sample to 
100 ec. and place in a 200-ce. distilling flask. Add 5-8 grams of 

* Mix ordinary CCl, with one-tenth its volume of cone. H;8O,, shake 
thoroughly at frequent intervals and let stand overnight. Wash free from 


acid and impurities with tap water. Remove the water, add an excess of 
NaOH solution and distill the CCl,. 
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chromie acid (CrO;) to oxidize the methyl alcohol to formalde- 
hyde. Distill, collect 10 cc. of the distillate, and test for form- 
aldehyde by one of the following methods: 

(1) Hehner's Method.—To the distillate obtained above add 
100 ec. of fresh milk and mix. Fill a test-tube about one-third full 
of the mixture and pour conc. HSO; carefully down the side, not 
allowing the two to mix. A violet or blue color at the junction of 
the two liquids indieates formaldehyde. This test is sensitive to 
about 1 part in 10,000 of the liquid tested. 

(2) Leach's Method.—Mix the distillate above described with 
an equal volume of pure milk in a porcelain easserole and add about 
10 cc. of conc. HCl containing about 1 ec. of 10% FeCl; solution 
to each 500 cc. of acid. Heat to 80-90? C. directly over the gas 
flame, giving the casserole a rotary motion to break up clots. A 
violet color indicates formaldehyde. 

(3) Morphine Sulfate Test.—Dissolve 0.5 gram of morphine 
sulfate in 500 cc. of conc. H;SO,. Place about 5 cc. of this solu- 
tion in a test-tube and add 1-2 cc. of the distillate above referred 
to. A violet color on standing shows formaldehyde. 


NorE.—A blank test should always be carried out simultaneously with 
pure ethyl alcohol and with ethyl alcohol to which is added a little methyl 
alcohol. 


Nitrates.—Neutralize 50 cc. of the sample with 0.1 N NaOH 
(phenolphthalein) and evaporate nearly to dryness. Take up 
with a little distilled water and add 1 cc. of phenoldisulfonic acid; 
then make alkaline with NH,OH. A bright orange-yellow color 
indicates the presence of nitrates. A blank should be run at 
the same time, evaporating 50 cc. of distilled water to make 
sure that no nitrate fumes have been picked up during the 
evaporation. 

Sulfur Compounds.—Place 100 ec. of the sample in a platinum 
dish and make slightly alkaline with 0.1 N NaOH (phenolphthal- 
ein). Add 5 ec. of Ha, evaporate to dryness and ignite over 
an alcohol lamp. Dissolve the residue in 50 cc. of water, add 5 cc. 
of dil. HCl, bring to boiling and add 5 ce. of 10% BaCl: solution. 
If any precipitate forms after boiling for 15 minutes, filter it out, 
ignite and weigh in the usual manner. Calculate to sulfur. 

CALCULATION.—Ba804X 0.1373 =S. 
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Nomg.—A blank should be run at the same time, using the same amounts 
of each reagent as used in the determination. If the blank shows any sulfur, 
its amount should be determined and subtracted from the weight previously 
found. 

REFERENCES.—U. S. Dept. Agr., Bureau of Chem., Cir. 74, p. 5; U. S. 
Dept. of Agr., Bureau of Chem., Bull. 107, revised, p. 185; Leach: “Food 
Inspection and Analysis,” 4th ed., 777; U. S. Pharmacopeia, 9th ed., 
35; Association of Official Agricultural Chemists: “Methods of Analysis,” 
369-373 (1925). 


FORMALDEHYDE SOLUTION 


General.—Formaldehyde is a gaseous substance of the formula 
HCHO. It is used in aqueous solution as a disinfectant, insecti- 
cide and deodorizer. The U. S. P. solution should contain not 
less than 37% by weight of HCHO. ‘The solution also generally 
contains more or less methyl alcohol to prevent polymerization. 

The following procedures for the determination of formalde- 
hyde are recognized as official methods by the Association of 
Official Agricultural Chemists. 

Hydrogen Peroxide Method. Rracents.—(a) Normal H2SO.. 

(b) Normal NaOH (1 cc. =0.03002 gram HCHO). 

(c) Hydrogen Peroxide: An approximately 3% solution. If 
the solution is acid, neutralize with (6), using litmus solution as 
indicator. 

(d) Litmus Solution: A solution of purified litmus of sufficient 
strength so that 3 drops will impart a distinct blue color to 50 cc. 
of water. 

DETERMINATION.—Measure 50 ec. of N NaOH into a 500-ce. 
Erlenmeyer flask and add 50 ec. of the H:O». Then add from 
a weighing pipette 3 cc. of the sample, letting the point of the 
pipette reach nearly to the liquid in the flask. Place a funnel in 
the neck of the flask and heat on the steam bath for 5 minutes, 
shaking occasionally. Remove from the steam bath, wash the 
funnel with water, cool the flask to about room temperature, and 
titrate the excess of NaOH with N acid, using litmus solution 
as indicator. It is necessary to cool the flask before titration 
with the acid to get a sharp end-point. Calculate the percentage 
of formaldehyde from the amount of normal NaOH consumed. 

Notr.—The U. S. Pharmacopeia requires that formaldehyde solution 


shall not contain sufficient free acid to neutralize more than 1 ec. of N NaOH 
solution when 20 cc. of the liquid are titrated, using phenolphthalein indica- 
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tor. For accurate results in the HCHO determination by the above method 
the amount of N NaOH consumed should be corrected for the amount 
neutralized by the acidity. If the acidity is excessive, it should also be 
calculated and reported in terms of formic acid. 

1 cc. 1.0 N NaOH =0.046 gram HCO;H. 


Cyanide Method.*— REAGENTS.—(a) 0.1 N AgNO;. 

(b) 0.1 N NH,SCN. 

(c) KCN solution: Dissolve 3.1 grams of KCN in 500 cc. of 
water. 

(d) 50% HNO;. 

DErERMINATION.— Treat 15 cc. of 0.1 N AgNO; with 6 drops 
of 50% HNO; in a 50-ce. volumetric flask. Add 10 cc. of KCN 
solution. Dilute to volume; shake well; filter through a dry 
filter, and titrate 25 cc. of the filtrate with 0.1 N NH4SCN, using 
5 ec. of a saturated solution of ferric alum as indicator, and con- 
tinue the titration until the first appearance of a permanent light- 
brown color. Acidify another 15-cc. portion of 0.1 N AgNO; 
with 6 drops of 50% HNO; and treat with 10 cc. of the KCN 
solution to which has been added a measured quantity (the weight 
of which must be calculated from the sp. gr.) of the formaldehyde 
solution, containing not over 0.025 gram of HCHO. Make up to 
50 cc., filter and titrate a 25-ec. aliquot with 0.1 N NH,SCN for 
the excess of Ag as before. The difference between the number 
of ec. of 0.1 N sulfocyanate used in these two titrations, multiplied 
by 2, gives the number of cc. of 0.1 N sulfocyanate corresponding 
to the KCN consumed by the formaldehyde. Calculate the 
percentage of formaldehyde present. 

CALCULATION.—1 cc. 0.1 N sulfocyanate=0.003002 gram 
HCHO. 

REFERENCE.—Association of Official Agricultural Chemists: “Methods 
of Analysis," 67 (1925). 


FORMIC ACID 


General.—Formic acid occurs in solutions of varying strengths, 
such as 30, 50, 75 and 90%. The weaker solutions are generally 
made by diluting the stronger. There are also often present HCl 
and H;SO,, the amount depending upon the extent to which the 
material has been purified. 

* Applicable only to dilute solutions, 
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Specific Gravity at 15.5” C.—This may be determined by the 
Westphal balance; if great accuracy is desired, a pycnometer 
should be used. 

Sulfuric Acid.—Weigh approximately 20 grams from a weigh- 
ing bottle into a beaker. Dilute with 250 cc. of water; add 5 cc. 
of conc. HCl; heat to boiling, and add an excess of hot 10% BaCl, 
solution. Continue the boiling for at least 15 minutes. Let 
stand several hours. Filter out the BaSO,, wash, ignite, and . 
weigh in the usual manner. Calculate to H2SO,. 

CALCULATION.—B2804,X 0.4202 = H2SOu. 

Hydrochloric Acid.—Weigh 10-20 grams of the liquid into a 
300-cc. Erlenmeyer flask. (This flask should previously have 
been cleaned with sulfuric acid bichromate solution, to remove 
all the grease and prevent sticking of the precipitate.) Dilute 
` with 150 cc. of water; add 5 cc. of conc. HNO; and then AgNO; 
solution in excess. Shake the liquid in the flask until the precipi- 
tate settles clearly. Filter through à weighed Gooch crucible, 
washing with cold distilled water. Dry the precipitate in the 
crucible at 100—110? C., then place the Gooch crucible in a large 
platinum crucible and ignite gently until the edges of the precipi- 
tate just begin to fuse. Cool in a desiccator and weigh the 
AgCl. Calculate to HCl. 

CaLcuLATION.—AgCl X 0.2544 = HCl. 

Formic Acid.—Weigh 8-10 grams accurately from a weighing 
bottle into a 500-cc. volumetric flask about one-half full of dis- 
tilled water. Make up to the mark and mixthoroughly. Pipette 
50 cc. of this solution into a 300-cc. Erlenmeyer flask. Make the 
solution alkaline with NaCO, solution. Warm and add a 
measured excess of standard 0.1 N KMnQ,. Itis very necessary 
that an excess of the permanganate be added. This oxidizes the 
formic acid to CO; and water and throws down a heavy precipi- 
tate of MnOz. Then acidify with 10 ec. of dil. H;SO,. Run in 
from a burette a measured volume of 0.1 N oxalic acid* until all 
the precipitate has dissolved and all the permanganate color has 
disappeared. Finally titrate the excess of H2C204 with the 0.1 
N KMnO, The difference between the total 0.1 N KMnO, used 

* It is not absolutely necessary to have the oxalic acid of a definite strength. 


In case, however, it is not 0.1 N, measure off a volume of the oxalic acid equal 
to that used in the determination and titrate it against the 0.1 N KMnO,. 
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and the amount which was equivalent to the H5C;0, gives the 
number of cc. of 0.1 N KMnO; required to oxidize the formic acid. 

CALCULATION.—1 ec. 0.1 N KMn0,-0.002301 gram formic 
acid. 


Norr.—lIf other acids are known to be absent, the amount of formic acid 
can be determined by titrating directly with 0.1 N NaOH and phenol- 
phthalein. 

1 cc. 0.1 N NaOH =0.004602 gram formic acid. 

REFERENCE.—Am. Chem. Jour., 17, 539 (1895). 


ACETIC ANHYDRIDE 


General.—Acetic anhydride is a very corrosive substance and 
its vapors are extremely irritating to the eyes and lungs. Care 
should therefore be exercised in working with it, and any spilled 
upon the hands should be immediately washed off. It is a con- 
densation of 2 molecules of acetic acid with elimination of water. 
The reaction, however, is reversible, and there is always present 
some acetic acid, due to action of water, thus: 

(CH;CO),0+H,02 2CH,COOH. 

Determination of Anhydride Content.—When the material is 
pure and contains only acetic anhydride and acetic acid, the 
direct titration method, described below, gives satisfactory results. 
In case of impure samples, however, the aniline method should 
be employed. The latter method is the one employed by the 
U. S. Government and should always be used unless otherwise 
expressly directed. 

Direct TiTRATION.—Weigh accurately about 25 grams from 
a weighing bottle into a 2-liter volumetric flask, partly filled with 
CO.-free water; let stand overnight, make up to volume with 
CO»-free water and titrate 50-cc. aliquots with 0.1 N NaOH and 
phenolphthalein. Calculate the titration to acetic acid. 

1 ec. 0.1 N NaOH =0.006003 gram acetic acid. 

Since 100% of acetic anhydride is equivalent to 117.654% of 


acetic acid, then 
BUREN A—100 -100 — . 100 
percentage of acetic anhydride — 117.654 — 100 


— 5.664(A — 100), 
where A is the percentage of acetic acid found by titration. 
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NoTE.—As any. error in the acetic acid result is increased nearly sixfold 
in the final results, the titration should be carried out with great care and the 
average of several aliquots should be taken. Corrections for burette cali- 
brations must be made and also corrections for temperature effects on the 
standard solution. The standard NaOH should be as free from carbonate 
as possible. 


ANILINE MerHoD.—Shake the sample thoroughly and rinse 
a burette twice with portions of it. Clean and dry two 50-cc. 
weighing bottles, and two of 5-cc. size. (Do not use alcohol for 
drying the weighing bottles or any of the apparatus used in 
weighing out the anhydride.) 

Into each of the 5-cc. weighing bottles, which have been care- 
fully weighed, run 2 cc. of anhydride from the burette. Imme- 
diately stopper the bottles and weigh again to obtain the weight 
of anhydride. Then drop very carefully each weighing bottle 
with its contents into a separate 300-cc. Erylenmeyer flask con- 
taining 50 cc. of N NaOH and 50 ec. of water. Loosen the stopper 
of the weighing bottle slightly before dropping it into the flask, 
so that it can be freed from the weighing bottle and the contents 
mixed with the NaOH solution. Let the mixture stand 30-45 
minutes at room temperature with occasional shaking. Then 
titrate with N or 0.5 N acid and phenolphthalein. Add 2 or 3 ce. 
of acid in excess and let the solution stand about 15 minutes 
longer with occasional shaking. Finally titrate back the excess of 
acid with 0.1 N NaOH to the first permanent pink color. From 
this titration calculate the number of ec. of N NaOH represent- 
ing the total acetie acid from 100 grams of the sample. Call 
this A. 

Into each of the 50-cc. weighing bottles run about 20 ec. of 
perfectly dry and recently distilled aniline. (The aniline should 
be distilled over solid NaOH, discarding the first portion of 
distillate.) Then add 2 cc. of anhydride from the burette. This 
operation requires considerable care. Do not add the anhydride 
too rapidly, and distribute it through the aniline as thoroughly 
as possible by keeping the aniline swirling slightly in the weighing 
bottle during the addition. When the anhydride has been added, 
stopper the bottle and set aside to come to room temperature; 
then weigh to obtain the weight of anhydride added. 

At the end of about 1 hour from the time of addition of the 
anhydride to the aniline, transfer the mixture to a 500-cc. volu- 
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metrie flask and make up to the mark with a solution of equal 
parts of neutral aleohol and water.  Titrate 50 cc. of this solu- 
tion with 0.1 N NaOH. From this titration calculate the number 
of ec. of N NaOH corresponding to the residual acetic acid from 
100 grams of the sample. Call this B. 

Subtract B from A to obtain the number of ec. of N NaOH 
corresponding to one-half the anhydride in 100 grams of sample. 
This value multiplied by 0.10205* gives grams of acetic anhydride 
per 100 grams of sample, t.e., the percentage. 

Mineral Acids.—Shake up a portion of the sample with cold 
water and test the solution in the usual way for HCl with AgNO; 
and for HSO, with Bal, The determination may be made 
quantitative by starting with a weighed amount of the anhydride 
sample. 


Nore.—If mineral acids are found present, corrections must be made for 
the amount of NaOH they will neutralize in making the anhydride titration. 


Boiling Point.—The boiling point of pure acetic anhydride is 
approximately 138? C. and a satisfactory sample should all distill 
between 130 and 140? C. 


REFERENCE.— Worden: “Technology of Cellulose Esters,” 8, 2910-2917. 


GLYCEROL 


General.—There are two recognized methods for the deter- 
mination of glycerol—(1) the acetin method, which depends upon 
the conversion of glycerol into triacetin with sodium acetate and 
acetic anhydride and a quantitative saponification of the tri- 
acetin thus formed; (2) the bichromate method, which is based on 
the fact that Karst: in the presence of H2SO, completely 
oxidizes glycerol to CO: and H20. 

The acetin method is the one agreed upon at a conference of 
delegates from the British, French, German, and American com- 
mittees on glycerol analysis as giving results nearer to the truth 
than the bichromate method on crude glycerines in general. 
It is the method to be employed whenever possible, but for the 


* It will be noted that the factor is the molecular weight of acetic anhy- 
dride divided by 1000. The method may be applied to other anhydrides, 
e.g., butyric anhydride (Mol. Wt. = 158.11), in which case the factor will be 
0.001 of the molecular weight of the anhydride in question. 
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application of this method the solution must not contain over 60% 
of water. In general, therefore, use the acetin method for crude 
or refined glycerines and the bichromate method for soap lyes. 


AcETIN METHOD 


Reagents Required.—(a) Best Acetic Anhydride.— This should 
be carefully selected. A good sample must not require more than 
0.1 ec. of N NaOH for saponification of the impurities when a 
blank is run on 7.5 ec. Only a slight color should develop during 
digestion of the blank. (See under Blank Test below.) 

The anhydride may be tested for strength by the aniline 
method described under analysis of Acetic Anhydride (page 106). 

(b) Pure Fused Sodium Acetate.—Re-fuse the ordinary salt in a 
platinum, silica, or nickel dish, avoiding charring; powder quickly 
and keep in a stoppered bottle or desiccator. It is very important 
that the sodium acetate be anhydrous. 

(c) NaOH (Approximately N and Free from Carbonate).—Dis- 
solve pure NaOH in its own weight of water (free from CO»). 
Let settle till clear or filter through asbestos. Dilute the clear 
solution with water free from CO, to the strength required. 

(d) N NaOH (Free from Carbonate).—Prepare this solution 
as above but carefully standardize it. Some NaOH solutions 
show a marked diminution in strength after boiling; such solutions 
should be rejected. 

(e) N Acid.—Standardize this against the N NaOH. 

(f) Phenolphthalein Solution.—Dissolve the powder in alcohol 
sufficient to make a 0.5% solution and neutralize with N NaOH 
to à very slight pink color. 

Procedure.—In a narrow-mouthed flask (preferably round- 
bottomed), capacity about 120 cc., which has been thoroughly 
cleaned and dried, weigh accurately and as rapidly as possible 
1.25-1.50 grams of the glycerine. A Grethun or Lunge pipette 
will be found convenient. Add about 3 grams of anhydrous 
sodium acetate and 7.5 ec. of acetic anhydride, and connect the 
flask with an upright Liebig condenser. For convenience the 
inner tube of this condenser should not be over 50 em. long and 
9-10 mm. inside diameter. The flask is connected to the con- 
denser by either a ground-glass joint (preferably) or a rubber 
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stopper. If a rubber stopper is used, it should have had a pre- 
liminary treatment with hot acetic anhydride vapor. 

Heat the contents and keep just boiling for 1 hour, taking 
precautions to prevent the salts from drying on the sides of the 
flask. Let the flask cool somewhat, and through the condenser 
tube add 50 cc. of water, free from CO», at a temperature of 
about 80? C., taking care that the flask is not loosened from the 
condenser. The object of cooling is to avoid any sudden rush of 
vapors from the flask on adding water, and to avoid breaking the 
flask. Time is saved by adding the water before the contents of 
the flask solidify, but the contents may be allowed to solidify and 
the test proceeded with the next day without detriment, bearing 
in mind that the anhydride in excess is much more effectively 
hydrolyzed in hot than in cold water. The contents of the flask 
may be warmed to, but must not exceed, 80? C. until solution 
is complete except for a few dark flocks representing organic 
impurities in the crude glycerine. By giving the flask a rotary 
motion, solution is more quickly effected. 

Cool the flask and contents without removing the condenser. . 
When quite cold, wash down the inside of the condenser tube, 
detach the flask, wash off the stopper or ground-glass connection 
into the flask, and filter the contents through an acid-washed filter 
into a Pyrex glass flask of about 1-liter capacity. Wash thor- 
oughly with cold distilled water free from CO». Add 2 cc. of 
phenolphthalein solution (f), then run in NaOH solution (c) or 
(d) until a faint pinkish yellow color appears throughout the 
solution. This neutralization must be done most carefully; the 
alkali should be run down the sides of the flask, the contents of 
which are kept rapidly swirling with occasional agitation or 
change of motion until the solution is nearly neutralized, as indi- 
cated by the slower disappearance of the color developed locally 
by the alkali running into the mixture. When this point is 
reached the sides of the flask are washed down with CO;-free 
water and the alkali subsequently added drop by drop, mixing 
after each drop until the desired tint 1s obtained. 

Now run in from a burette 50 cc. or a calculated excess of N 
NaOH (d) and note carefully the exact amount. Boil gently 
for 15 minutes, the flask being fitted with a glass tube acting 
as a partial condenser. Cool as quickly as possible and titrate 
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the excess of NaOH with N acid (e) until the pinkish yellow or 
chosen end-point color just remains.* A further addition of the 
indicator at this point will cause an increase of the pink color; 
this must be neglected, and the first end-point taken. 

From the N NaOH consumed calculate the percentage of 
glycerol (including acetylizable impurities) after making the 
correction for the blank test described below. 

1 cc. N NaOH — 0.03069 gram glycerol. 

The coefficient of expansion for normal solutions is 0.00033 
per ec. for each degree Centigrade. A correction should be made 
on this account if necessary. 

Blank Test.—As the acetic anhydride and sodium acetate 
may contain impurities which affect the result, it is necessary to 
make a blank test, using the same quantities of acetic anhydride, 
sodium acetate and water as in the analysis. It is not necessary 
to filter the solution of the melt in this case, but sufficient time 
must be allowed for the hydrolysis of the anhydride before pro- 
ceeding with the neutralization. After neutralization it is not 
necessary to add more than 10 cc. of the N alkali (d), as this 
represents the excess usually present after the saponification of 
the average soap lye crude. In determining the acid equivalent 
to the N NaOH, however, the entire amount taken in the analysis, 
50 cc., should be titrated after dilution with 300 cc. of water free 
from CO, and without boiling. 

Glycerol Value of Acetylizable Impurities.— Certain crude 
glycerines may contain a considerable amount of acetylizable 
impurities other than glycerol. To determine the amount of 
these impurities, dissolve the total residue at 160° C. (see below) 
in 1 or 2 cc. of water, wash into the acetylizing flask and evaporate 
to dryness. Then add anhydrous sodium acetate and acetic 
anhydride in the usual amounts and proceed as described in the 
regular analysis. 

True Glycerol Content.—After correcting for the blank cal- 
culate the result obtained in the preceding paragraph to glycerol 
and subtract the amount from the total amount of glycerol 
obtained in the analysis. 

* A precipitate at this point is an indication of the presence of iron or 


alumina, and high results will be obtained unless a correction is made as 
described below. 
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Total Residue at 160° C.—If the glycerine is acid, make it 
slightly alkaline with NaCO; to prevent the loss of organic acids. 
To avoid the formation of polyglycerols this alkalinity must not 
exceed 0.2% Naz0. If, therefore, the glycerine is too strongly 
alkaline, sufficient N HCl must be added to bring the alkalinity 
down to 0.2%. 

Place 10 grams of the sample in a 100-cc. flask, dilute with 
water and add the calculated quantity of N HCl or NaCO; 
to give the required degree of alkalinity. Dilute to 100 cc., 
mix thoroughly and pipette 10 cc. into a weighed Petri or 
similar dish, 2.5 inches in diameter and 0.5 inch deep, with a 
flat bottom. In the case of crude glycerines abnormally high 
in organic residue, a smaller amount should be taken so that 
the amount of the organic residue does not materially exceed 
30—40 milligrams. 

Place the dish on a water bath until most of the water is evap- 
orated, then place in an oven and evaporate the glycerine, or 
most of it at least, at a temperature of 130-140? C. When only 
a slight vapor is seen to come off, take out the dish and let it 
cool. Add 0.5-1 cc. of water and bring the residue wholly or 
nearly into solution with a rotary motion. Place the dish on the 
water bath or on top of the oven until the excess water has evap- 
orated and the residue is in such a condition that it will not spurt 
if the oven is raised to 160° C. In the meantime set the oven at 
-exactly 160° C. From this point the time of heating must be 
strictly observed. Place the dish in the oven and maintain at 
exactly 160° C. for 1 hour. Remove the dish, cool, treat the 
residue with water, and evaporate the wateras before. Then place 
the dish again in the oven and heat a second time for exactly 1 
hour. Place the dish in a desiccator and let cool over conc. H SO, 
Weigh the cooled dish. Again moisten with water and heat at 
160° C. for 1 hour. Repeat the operation until a constant loss 
of 1-1.5 mg. per hour is obtained. ` 

In the case of acid glycerine correct for the N Na;CO; added 
by subtracting 0.03 gram for each cc. added. In the case of 
alkaline glycerine correct for the amount of N HCl added by 
calculating the increase in weight due to the conversion of the 
NaOH and NasCO; to NaCl. From the corrected weight calcu- 
late the percentage of total residue at 160? C. This residue is 
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taken for the determination of the non-volatile acetylizable impuri- 
ties (see above). 


BICHROMATE METHOD 


Reagents Required.—(a) Pure K2Cr207, powdered and dried 
at 110—120? C. in air free from dust or organic vapors. This is 
taken as the standard. 

(b) Dilute Bichromate Solution.—Dissolve 7.4564 grams of the 
above bichromate in distilled water and make up the solution 
to 1 liter at 15.5? C. 

(c) Ferrous Ammonium Sulfate Crystals.—It is never safe to 
assume this salt to be constant in composition, and the solution 
must be standardized against the bichromate as follows: 

Dissolve 3.7282 grams of bichromate (a) in 50 cc. of water. 
Add 50 ec. of 50% H SO, (by volume), and to the cold undiluted 
solution add from a weighing bottle a moderate excess of the 
ferrous ammonium sulfate, and titrate back with the dilute 
bichromate (b). Calculate the value of the ferrous salt in terms 
of bichromate. 

(d) Silver Carbonate.—Prepare this as required for each test. 
Make up a 0.5% Ae, solution and precipitate the Ag;CO; 
from 140 cc. of this solution with about 4.9 ec. of N NasCO; 
solution. (A little less than the calculated quantity of N NaCO; 
should be used as an excess prevents rapid settling.) Let settle, 
pour off the liquid and wash once by decantation. 

(e) Subacetate of Lead.—Boil a 10% solution of pure lead ace- 
tate with an excess of litharge (PbO) for 1 hour, keeping the 
volume constant, and filter while hot. Disregard any precipitate 
which subsequently forms. Preserve out of contact with CO». 

(f) Potassium Ferricyanide.—Use a freshly prepared, very 
dilute solution of this salt, containing about 0.1%. 

Procedure.—Weigh out 20 grams of the glycerine, make up 
with water to 250 cc. in a volumetrie flask and pipette out 25 cc. 
into a 100-ec. volumetric flask. To this add the AgsCOs, let 
stand with occasional agitation for about 10 minutes, and add a 
slight excess (about 5 cc. in most cases) of basic lead acetate (e). 
Let stand a few minutes, dilute with water to 100 ec. and then 
add 0.15 ce. to compensate for the volume of the precipitate. 
Mix thoroughly, filter through an air-dry filter into a test-tube, 
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rejecting the first 10 cc., and return the filtrate, if not clear and 
bright. Test a portion of the filtrate with a little basic lead 
acetate, which should produce no further precipitate. In the 
great majority of cases 5 cc. are ample, but occasionally a crude 
will be found requiring more, and in this case another aliquot of 
25 ec. of the dilute glycerine should be purified with 6 cc. of basic 
lead acetate. Care must be taken to avoid a marked excess of 
basic acetate. 

When the filtrate is coming through perfectly clear, collect 
sufficient in an Erlenmeyer flask so that 25 cc. may be pipetted 
into a flask or beaker which has been previously cleaned with 
K;Cr;O; and H;8O,. To this add 12 drops of dil. HSO; (1:4) 
to precipitate the small excess of lead as PbSO,. Then add 
3.7282 grams of the powdered K2Cr207. Rinse down the bichro- 
mate with 25 cc. of water and let stand with occasional shaking 
until all the bichromate is dissolved. (No reduction will take 
place in the cold.) 

Add 50 ec. of dil. HeSO, (1 : 1), immerse the vessel in boiling 
water for 2 hours and keep protected from dust and organic 
vapors, such as alcohol, until the titration 1s completed. Add 
from a weighing bottle a slight excess of the ferrous ammonium 
sulfate, making spot tests on a porcelain plate with ferricyanide 
indicator until an excess is shown by a blue color. Then titrate 
back with the dilute bichromate solution. Calculate the percent- 
age of glycerol from the amount of bichromate reduced. 

CALCULATION.—1 gram Ks;Cr;0; —0.13411 gram glycerol. 


Nores.—(1) The percentage of glycerol obtained above includes any 
oxidizable impurities present after the purification. A correction for the 
non-volatile impurities may be made by running a bichromate test on the 
Residue at 160° C. 

(2) It is important that the concentration of acid in the oxidation mixture 
and the time of oxidation should be strictly adhered to. 

(3) Before the bichromate is added to the glycerine solution it is essential 
that the slight excess of lead be precipitated with H;SO., as stipulated. 

(4) For erudes practically free from chlorides the quantity of Ag;CO; 
may be reduced to one-fifth and the basic lead acetate to 0.5 cc. 

(5) It is sometimes advisable to add a little KSO, to insure a clear 
filtrate. 

(6) Neither the acetin nor the bichromate method is correct in theory or 
in practice on crudes containing trimethyleneglycol or polyglycerols but the 
acetin method gives nearer the truth. 
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REFERENCE.—J. Ind. Eng. Chem., 3, 679 (1911). Approved Report of 
the Subeommittee on Glycerine Analysis. 


DEXTRIN OR BRITISH GUM 


General, Dextrin corresponds to the chemical formula (C&H io 
Os), and is generally considered an intermediate product between 
starch and dextrose. The commercial product is made by heating 
dry starch to 200—250? C. or by moistening the starch with acid, 
drying at 50? C. and then heating to 140-170? C. The product 
is an indefinite mixture of several dextrins with unchanged starch 
and may also contain more or less dextrose. The dextrins are 
soluble in cold water and form a thick, viscous syrup which has 
strong adhesive properties and is much used as a substitute for 
gum arabic in the preparation of mucilage and for thickening 
color in ealico printing, etc. 

Moisture.—Dry 5 grams to constant weight at 100? C. in a 
weighed platinum dish. 

Ash.—Ignite carefully the residue from the moisture deter- 
mination to à white or grayish white ash. Cool in a desiecator 
and weigh. 

Insoluble in Cold Water (Starch).—Stir into about 250 cc. of 
water 25 grams of the sample. Wash into a 500-cc. volumetric 
flask. Shake occasionally for several hours, dilute to volume and 
let stand overnight. Pipette out 50 cc. of the clear supernatant 
liquor, evaporate in a weighed dish on the water bath and dry to 
constant weight at 100? C. This gives the weight of the soluble 
solids in 2.5 grams. Divide by 2.5 and multiply by 100 to obtain 
the percentage of soluble solids. Add to this the percentage of 
moisture and subtract the sum from 100%. The difference is 
insoluble matter (unconverted starch). 

Dextrose. (Munson and Walker Method.)—Mix 10 grams of 
the sample with water, stir thoroughly and wash into a 250-ce. 
volumetric flask. Add 5 cc. of lead subacetate solution, dilute to 
volume, mix thoroughly, let settle and filter through a dry filter. 
Do not wash. Add a few crystals of anhydrous K5C50, to 
remove the lead and again filter through a dry filter. Pipette 
out 50 ec. of this solution and determine reducing sugars accord- 
ing to the Munson and Walker method described on page 551. 
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Caleulate to dextrose, using the third column of figures in the 
Munson and Walker tables. 

Dextrin.—Pipette 100 cc. of the solution of the material pre- 
pared for the dextrose determination (after the Pb has been 
removed and the solution filtered), into a 250-cc. flask, and add 20 
ec. of dil. HCI (1:1) and 100 ce. of water. Heat in a boiling water 
bath for 2.5 hours. Cool and nearly neutralize to litmus paper 
with NaOH. Dilute to 500 ce. in a volumetric flask, pipette out 
50 cc. (equivalent to 0.4 gram of the original) and determine the 
reducing sugars by the Munson and Walker method as described 
above under Dextrose. Calculate the total reducing sugars as 
dextrose. Subtract from this figure the percentage of dextrose, 
previously determined, and multiply the difference by 0.9 to 
obtain the percentage of dextrin. 


Norr.—By this method the amount of soluble starch, if any, is included 
with the dextrin, but as their properties are, for most purposes, quite sim- 
ilar, the additional work involved in the separation is not usually worth while. 


Viscosity.—Determine the viscosity by means of a Dudley 
pipette at 25° C. Standardize the pipette with a sugar solution 
made by dissolving 120 grams of pure cane sugar in 100 ce. of 
distilled water at 25° C. This solution should give a viscosity 
of about 100 seconds. In determining the viscosity, have the 
pipette surrounded by a jacket containing water at the same 
temperature. Fill the pipette slightly above the mark with the 
solution, then set it exactly on the upper mark. Release the 
solution with one hand and start a stop watch with the other. 
Determine the number of seconds required by the solution to run 
from the top mark to the bottom mark. Make several deter- 
minations and report the average. After standardizing the 
pipette with sugar solution determine the viscosity of a solution 
of the sample in the same way. Mix 40 grams of the sample 
with about 150 cc. of distilled water, heat to boiling for exactly 
1 minute, stirring thoroughly; transfer to a 200-cc. volumetric 
flask, cool and make up to volume at 25? C. Use this solution 
for the viscosity determination. 

Nomg.— The viscosity of the solution depends largely on the time of heat- 


ing. The material should be stirred up with a little warm water and then 
transferred rapidly to a beaker containing the rest of the water, which 
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should be near the boiling point. It should be rapidly heated to boiling 
and boiled for exaetly 1 minute. 


ALBUMIN 


General.—Commercial albumin is chiefly from two sources, 
eggs and blood-serum. The latter is cheaper than egg albumin 
and has a better thickening power. It is largely used for fixing 
dyes and pigments in calico printing in all but the finest colors. 
The blood-serum albumin varies from a dirty yellow color to the 
black color of *dried blood." Egg albumin is generally trans- 
parent and of a light yellow color. It should be free from blisters 
which indicate partial coagulation. On treatment with cold 
water, commercial albumin of good quality should dissolve almost 
completely. In making the test, the albumin should always be 
added to the water and not vice versa. (If it is desired to keep 
the solution, add about 1% of arsenious oxide.) 

Qualitative Tests.—Commercial albumin is frequently adul- 
terated with dextrin, gums, sugar, flour, etc. For qualitative 
examination grind tò a powder and add 5 grams (accurately 
weighed) slowly to about 50 cc. of water until the soluble matter is 
dissolved. Pure and high-grade samples should leave no residue. 
Add a few drops of acetic acid and filter through silk or fine muslin 
into a 500-ce. volumetric flask. The insoluble residue may con- 
sist of coagulated albumin, casein, starch, or membranous 
matter. Treat it with very dilute NaOH solution, filter and 
then exactly neutralize the filtrate with acetic acid. If casein is 
present, it will be dissolved by the NaOH and precipitated on 
neutralization. 

Make the original filtrate up to 500 ce. Pour about 100 cc. 
into a beaker and heat to boiling. This should coagulate the 
albumin. Filter and treat the filtrate with a little acetic acid and 
potassium ferrocyanide to make sure that no proteins remain in 
the solution. If there is a precipitate, filter it out. (A precip- 
itate generally indicates casein, although it must be remembered 
that any Zn would be thrown out as white ferrocyanide.) Cool 
the filtrate and add a little cone. tannic acid solution. This will 
precipitate any gelatin or glue. Filter, and concentrate the 
filtrate to a small bulk. Cool and treat with a considerable 
excess of alcohol. Any precipitate indicates the presence of 
gums or dextrin. Filter, boil off all the alcohol, heat with dil. 


GENERAL ORGANIC ANALYSES 117 


HCl and test the solution in the usual way with Fehling’s solution 
after neutralizing the excess of HCl. Any reduction indicates the 
presence of sugar but does not necessarily prove its presence. 
Sugar may also be extracted by treating the original solid sample 
with alcohol. 

Soluble Coagulable Albumin.—Pipette 100 cc. of the original 
water solution (equivalent to 1 gram) into a beaker. Add about 
1 gram of sodium acetate and heat to boiling. Filter the floc- 
culent precipitate on a tared filter using a platinum cone and 
suction. Wash with hot water, dry at 100? C. and weigh. 

Moisture.—Dry 2 grams of the material in a weighed porce- 
lain dish to constant weight at 100? C. Report the loss as 
Moisture. 

Ash.—Instead of determining the actual residue on ignition in 
the usual way, it is better on account of the fusible nature of the 
ash to proceed as follows: 

Treat the residue from the moisture determination with a 
few drops of conc. HNO; and 2 or 3 drops of H2SO,. On heating 
gently, the albumin dissolves to a clear yellow liquid which may 
be evaporated to dryness without trouble. Ignite the dry residue 
to constant weight and report the result as ‘‘sulfated ash." 
Allen gives the following results obtained on various samples: 


TABLE V—SULFATED ASH OF ALBUMINS 


E : Sulfated ash, 
Designation. 
per cent 
E Oe No. 1 7.4 
Boc'albumuinecw ee oe Md ANNO No. 2 7.0 
iBlood-semimazal burn. die dao 67 elo etos Refined 9.1 
Rioodeserumpa lb Wms ee PELO rs eqs teles Prime 8.5 
Blood-serum albun a rera eet No. 1 9:2 
Blondes... c. EES No. 2 8.9 
Bood serim Alburni e a EE No. 3 9.7 
Blood serum albumin an S T Black 62 


The addition of sugar or dextrin to the albumin would lower 
the amount of ash. If it is abnormally high, it may also be 
examined for Zn or other inorganic materials. 


REFERENCE. —Allen: “Commercial Organic Analysis,” 2d ed., 4, 44 
(1898). 


118 TECHNICAL METHODS OF ANALYSIS 


TANNIC ACID 


General.—Many processes have been devised for estimating 
tannic acid in the substances known as “tannins.” Most of 
these methods, however, have had in view the valuation of tannins 
for tanning leather, but it does not necessarily follow that they are 
equally serviceable for valuing tannins when used in dyeing. 

Proctor's modification of Loewenthal's method has been very 
generally adopted both for tanning and dyeing purposes. Never- 
theless, if the tannin is to be used in the leather industries, the 
Loewenthal method of analysis should not be used. In such 
cases use the Official Method of the American Leather Chemists’ 
Association. 

The determinations most generally required on tannins or 
tannic acid for dyeing purposes are as follows: 

Moisture.—Weigh 1 gram if the material is solid, 5 grams if 
liquid, in a platinum crucible or dish and dry at 100° C. to con- 
stant weight. Report the loss in weight as moisture. 

Ash.—Ignite the above, carefully at first, and finally to the 
full heat of the Bunsen burner; cool in a desiccator and weigh. 

Total Astringency (Loewenthal-Proctor Method).—Dissolve 
1 gram of the solid in water and dilute to 1 liter. If the sample 
is a liquid, dilute 5 grams to 1 liter. Pipette 10 cc. of this solu- 
tion into a large porcelain dish containing 750 cc. of water. Add 
25 cc. of indigo carmine solution and titrate with standard KMnO, 
exactly as under Sumac analysis (p. 750). 

Astringent Non-tannins.— To 50 cc. of the above solution in a 
strong 8-ounce bottle, add 25 cc. of 2% gelatin solution, 25 ce. of 
saturated NaCl acid solution and 10 grams of china clay. Shake 
thoroughly for about 5 minutes and filter through a dry filter. 
This removes thetannins. Testa portion of the filtrate with more 
of the gelatin solution to see if precipitation is complete. (If 
not complete, make up a gelatin solution stronger than 2% and 
repeat the process, using 25 cc. of the latter solution.)  Titrate 
20 cc. of this filtrate, equivalent to 10 cc. of the original solution, 
and calculate the percentage of astringent non-tannins. 

Tannic Acids or Tannins.— The difference between the total 
astringency, caleulated as tannin, and the astringent non-tannins 
gives the percentage of tannins. 
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Norrs.—(1) The solutions referred to above are made as follows: 

(a) Indigo Carmine Solution.—Dissolve 5 grams of pure indigo carmine in 
water, add 50 grams of conc. H;SO, and dilute to 1 liter. If indigo carmine 
is not available, sulfonate 1 gram of pure indigo with 60 cc. of conc. H,SO, 
for 6 hours at 70-80? C. and dilute with water to 1 liter. 

(b) KMnO, Solution (approx. 0.01 N).—This should be accurately stand- 
ardized against oxalic acid or sodium oxalate. 

(c) Gelatin Solution.—Soak 20 grams of Nelson's gelatin in water for 2 
or 3 hours. Then dissolve on the steam bath with the addition of more 
water and dilute to 1 liter. 

(d) Saturated NaCl Acid Solution —Make up a 5% solution of HSO, 
and saturate with ordinary salt. 

(2) In calculating the tannin titrations use the factor 1 cc. 0.01 N KMnO, 
=0.0004157 gram tannin. s 

(3) It is often customary in analyzing mixed tannins or extracts contain- 
ing tannin to calculate the tannin in terms of oxalic acid. 


1 cc. 0.01 N KMnO, =0.0006302 gram H5C;0,-2H;0. 


(4) The above method is especially intended for pure tannic acid and 
tannins for use in dyeing. 

REFERENCE.—Knecht-Rawson-Loewenthal: “Manual of Dyeing,” Sth ed., 
2, 802. 


INDIGO 


POWDER op PASTE 


General.—The methods employed for testing indigo may be 
broadly classified into three groups: 

(1) Conversion into sulfonic acid. 

(a) Indigotin estimated by oxidation. 
(b) Indigotin estimated by reduction. 

(2) Indigotin reduced in an alkaline solution, the indigotin 
re-oxidized, separated, purified, and weighed, or dissolved in acid 
and titrated as in (1). 

(3) Extraction by volatile solvents. 

There are two kinds of indigo encountered commercially, 
natural and synthetic. At the present time the synthetic has 
practically replaced the natural. The natural indigo usually 
comes in the form of lumps and contains besides indigo blue, 
orindigotin, other substances both of organic and inorganic nature 
which owe their presence to the process of manufacture. Their 
amount varies according to the quantity of indigo blue that is 
contained in the sample and varies widely in indigoes of different 
origin. The mineral impurities consist of sand, silicates, and 
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CaCO;. The organic impurities consist of (1) indigo gluten or 
gum, (2) indigo brown, and (3) indigo red or indirubin. | 

Synthetic indigo is practically pure indigotin and is usually 
put out-in the form of a paste containing about 20% indigotin and 
80% water. 

Moisture.—If the sample is in the form of lumps, grind to a 
fine powder and dry 1 gram at 100—105? C. to constant weight. 
If the sample is in the form of a paste, mix thoroughly, weigh 
out as rapidly as possible 10-15 grams and dry to constant weight 
at 100-105? C. Report loss in weight as Moisture. 

Indigotin. (By reduction with hydrosulfite.)— l'his method 
gives the most exact figures for the indigotin content and is not 
influenced by the impurities contained in the indigo. It also is 
the quiekest method and the danger of errors is reduced to a 
minimum owing to the change in color being very easy to 
recognize. 

SULFONATION.—Weigh accurately 1 gram of the very finely 
powdered dry indigo and heat for 5 hours with 6 cc. of conc. 
H.SO, at 105-120? F. with frequent stirring, then pour into water 
and make up to 1 liter. In the case of natural indigo there is 
usually an insoluble residue which, however, contains no indigo- 
tin. The temperature should not be allowed to exceed 120° F. as 
otherwise much darker solutions are obtained, which render the 
titration more difficult. 

PREPARATION OF SOLUTIONS.—Any freshly prepared solution 
of sodium hydrosulfite may be used as a titrating solution, pro- 
vided that it does not contain more than 1% alkali. It is advis- 
able to use a hydrosulfite solution of such Ste that 25-30 ee. 
will decolorize 0.1 gram of indigo or 100 ec. of a 0.1% solution of 
indigo. To prepare the hydrosulfite solution mix 400 cc. of 
sodium bisulfite liquor of sp. gr. 1.36-1.38 (72-76? Tw.) with 950 
cc. of water, and then add 35 grams of zine powder which has been 
previously worked to a paste with 50 cc. of water. The zinc 
paste should all be added within 15 minutes in small portions, 
stirring or shaking gently. After the mixture hasstood for 1 hour, 
draw off the clear liquid into lime water prepared by slaking 45 
grams of good quicklime with 200 cc. of hot water. Stir the mix- 
ture for some time and then let it stand quietly for about 12 hours. 
Then draw off the clear hydrosulfite solution and add for every 


GENERAL ORGANIC ANALYSES 121 


liter 5 cc. of NaOH solution of sp. gr. 1.38 (76? Tw.). The solu- 
tion should show a distinctly alkaline reaction. If it does not, 
add a little more NaOH solution. 

Standardization of Hydrosulfite Solution.—Weigh out accu- 
rately 1 gram of pure standard indigo powder of known indigotin 
content and sulfonate as above described under Sulfonation. 
Make this up to 1 liter with water. Pipette 100 ec. of this solu- 
tion into a flask and run in from a burette the hydrosulfite 
solution until all the blue color 
has disappeared. A stream of 
CO» or illuminating gas must 
be run into the titrating flask to 
expel all air and have a reducing 
atmosphere before the titration 
is begun. "The tip of the burette 
should be drawn out to a point 
about 8-10 cm. long. Have this 
tip below the surface of the liquid 
until the blue color has nearly 
disappeared. Then raise the tip 
and run in, drop by drop, the 
hydrosulfite solution until all the 
color has disappeared. This 
must be done as rapidly as possi- 
ble to prevent oxidation. 

From the titration calculate 
the strength of the hydrosulfite AEN, 
solution in terms of indigotin. Y“ Rg Ae ie as EES 
Then dilute so that it requires 
25-30 cc. to decolorize 100 ec. of the standard indigotin solution. 
Retitrate this corrected solution and determine the exact strength 
in terms of indigotin. Before making the final titration, place 
the hydrosulfite solution in a 2-liter bottle and pour in sufficient 
benzol to form a layer 1-2 cm. deep to exclude the air. Also 
connect up the bottle so that a stream of illuminating gas can 
be passed into it (see Fig. 5). 

TITRATION op SULFONATED SAMPLE.— Pipette into the titrating 
flask an aliquot of the solution prepared as described under Sul- 
fonation which will correspond to about 0.1 gram of indigotin, 
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and titrate with the hydrosulfite solution exactly as in the 
standardization. This should require at least 25 cc. of hydro- 
sulfite solution. If less is required, repeat, using a larger aliquot. 
Always run the titration in duplicate. 


Norr.—The titration must be made as rapidly as possible and at the same 
time great care must be used not to overrun the end-point. If the titration is 
carried out too slowly, there is danger of the indigo solution oxidizing back to 
indigo blue and the results will be too high. With a little experience there 
should not be much difficulty in determining the end-point, especially with 
synthetic indigoes, but with the impure natural indigoes there is apt to be 
some trouble in determining the exact end-point and it is best, especially if 
one is not familiar with the titration, to run several titrations and report the 
average. 


Mineral Matter (Ash).—Weigh accurately 1 gram of the dried 
powder into a platinum dish and ignite gently until all organic 
matter is burned off. As CaCO; is generally present, care 
should be taken not to ignite sufficiently to drive off the COs. 
For more accurate work blast the ash, determine quantitatively 
the CaO, calculate it to CaCO; and correct the mineral matter 
accordingly. 


REFERENCE.—Badische Anilin- u. Soda-Fabrik: “Indigo Pure," 26. 


TOBACCO AND TOBACCO EXTRACT 


General.—The samples should be analyzed as received, as any 
attempt at artificial drying is likely to cause loss of nicotine. (If 
the tobacco is too moist to be ground, it may be dried at a tem- 
perature not exceeding 60° C.) The material should be ground 
so as to pass through a No. 20 sieve or finer. 

Nicotine (Silicotungstic Acid Method).—Distill the sample in 
a current of steam as described below and precipitate the nicotine 
from the distillate as nicotine-silicotungstate, a rose-white salt 
with the following formula: 


2C 10H 14N2°2H2OS8i02:12W0O3'5H.20. 


This salt on being ignited leaves a residue of SiO; and WOs, from 
which is calculated the weight of nicotine originally present. 
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REAGENTS.—(a) Silicotungstic Acid Solution.—Prepare a 12% 
solution of the silicotungstic acid having the following formula: 

(b) Sodium Hydroxide Solution.—Dissolve 400 grams of NaOH 
in water and dilute to 1 liter. 

(c) Dilute Hydrochloric Acid (1 : 4). 

DETERMINATION.—Weigh such an amount of the sample as 
will contain preferably between 0.1 and 1.0 gram of nicotine (if 
the sample contains very little nicotine, about 0.1%, do not 
increase the amount to the point where it interferes with the 
distillation); wash with water into a 500-cc. round-bottomed dis- 
tillation flask; add a little paraffin to prevent frothing, a few small 
pieces of pumice and a slight excess of the NaOH solution, using 
phenolphthalein as an indicator. Distill rapidly in a current of 
steam through a well-cooled condenser, connected by an adaptor 
with a suitable flask containing 10 cc. of the dil. HCl. When 
distillation is well under way, heat the distillation flask to reduce 
the volume of the liquid as far as practicable without bumping or 
undue separation of insoluble matter.  Distill until a few cc. of 
the distillate show no cloud or opalescence when treated with a 
drop of silicotungstie acid and a drop of the dil. HCl. Confirm 
the alkalinity of the residue in the distillation flask with phenol- 
phthalein. Make up the distillate, which may amount to 1000- 
1500 ec. to a convenient volume (the solution may be concen- 
trated on the steam bath without loss of nicotine); mix well and 
pass through a large dry filter if not clear. Test a portion with 
methyl orange to confirm its acidity. Pipette an aliquot, con- 
taining about 0.1 gram of nicotine, into a beaker (if the samples 
contain very small amounts of nicotine, an aliquot containing 
as little as 0.01 gram nicotine may be used); add to each 100 
cc. of liquid 3 ec. of the dil. HCl, or more if the necessity is indi- 
cated by the test with methyl orange, and add 1 cc. of silicontung- 
stic acid solution for each 0.01 gram of nicotine supposed to be 
present. Stir thoroughly and let stand overnight. Before 
filtering, stir the precipitate to see that it settles quickly and is in 
crystalline form; then filter on an ashless filter paper, and wash 

* There are several silicotungstic acids. Those having the formulas 


4H,0Si0,:-10WO;:3H,0 and 4H,OSi02-12W0Os;-20H20 do not give crystal- 
line precipitates with nicotine and should not be used. 
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with cold dil. HCl (1 : 1000). Transfer the paper and precipitate 
to a weighed platinum crucible, dry carefully, and ignite until all 
carbon is destroyed. Finally heat over a Teclu or Meker burner 
for not more than 10 minutes. The weight of the residue multi- 
plied by 0.114* gives the weight of nicotine present in the aliquot. 
Caleulate as percentage of the original sample. 

Ash.—Incinerate 2 grams of the sample in a weighed platinum 
dish. Moisten with water, dry and again ignite. Repeat until 
no more particles of carbon remain. Cool in a desiccator and 
weigh. 

Dissolve the ash in hot water and filter. Save the filtrate. 
Ignite and weigh the water-insoluble ash. Cool the filtrate and 
titrate with 0.1 N acid and methylorange. Report the alkalinity 
of the water-soluble ash as the number of cc. of 0.1 N acid 
required to neutralize the water-soluble ash from 1 gram of the 
sample. 

Dissolve the water-insoluble ash in 25 ec. of 0.5 N HCl and 
titrate the excess with 0.1 N alkali and methyl orange. Deduct 
the number of cc. of 0.1 N alkali from 125 and divide by 2. This 
wil give the alkalinity of the water-insoluble ash in the same 
terms as above. (Insome,cases it may be necessary to use double 
the amount of 0.5 N acid. In that case subtract the cc. of 0.1 N 
alkali from 250 and divide by 2.) 

After titration of the water-insoluble ash, add cone. HCl and 
boil. Filter the bulk of the solution through an ashless filter and 
add conc. HCl to the residue. Warm, dilute and filter through 
the same filter. Wash with distilled water, ignite, weigh and 
report as percentage of Hydrochlorie Acid-insoluble Ash. 

Nortrs.—(1) Cigarette tobacco contains about 1.0-3.3 % of nicotine (aver- 
age about 1.7%), cigars about 1.5%, chewing tobacco about 1.1%. 

(2) Cigarette papers. Nearly all cigarette papers have chemical fillers 
presumably to improve their burning qualities and color. These GET 


consist of carbonates and oxides of Al, Ca and Mg. "The best papers are 
made from pure linen sized with starch. A little KNO; is also sometimes 
added. 

Rererences.—Azor Thurston: “Analysis of Cigarettes, Cigars and 
Tobacco,” Bull. 2, Agricultural Commission of Ohio, Dairy and Food Div. 
Bureau of Drugs, November, 1914. Association of Official eruit) 
Chemists.: “ Methods of Analysis," p. 66 (1925). 


E The factor 0.1140 is given in the official A.O.A.C. method. The theo- 
retical factor is 0.1117, 
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NICOTINE SOLUTION 


General, This method is for the analysis of nicotine solutions 
for use in preparing specially denatured alcohol according to 
Formula No. 4. The tobacco denaturant must conform to the 
following analytical requirements: 

Determination of Nicotine.—Measure 20 cc. of the solution 
into a special 250-ec. dephlegmating flask (Fig. 6);* add 50 cc. of 
0.1 N NaOH and distill in a current of steam until the distillate 
is no longer alkaline (about 500 ec.). Wash the distillate into a 


Fig. 6.—Flask for Nicotine Determination. 


700-cc. flask and fill two other flasks with the same amount of 
distilled water. Add 8 drops of resazurin solutiont to each flask 
as an indicator, and add 1 drop of 0.1 N acid to one blank and 1 
drop of 0.1 N alkali to the other. This should give in the case of 
the acid solution a pink coloration and in the case of the alkali 
solution a blue coloration by transmitted light. Then titrate 


* Regulations No. 30, U. S. Internal Revenue specifies a Kjeldahl flask 
fitted with a suitable bulb tube, but we have found the special flask more 
convenient and equally accurate. 

+ Resazurin Solution: Dissolve 0.2 gram of the crystals in distilled water, 
add 40 ec. of 0.1 N NH; solution and dilute to 1 liter. 
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the nicotine distillate with 0.1 N H.SO, and make comparisons 
with the 2 blanks until the nicotine distillate shows an end-point 
of all red and no blue on transmitted light. This end-point is 
difficult to detect without some practice and it should be 
approached with care. The best way to observe the final end- 
point is to place all three flasks in a line on white paper and have à 
sheet of white paper back of them. A comparison of color can 
be made much more easily in this way. Not less than 23.2 cc. 
of 0.1 N HSC, should be required for the neutralization. (This 
is equivalent to 1.88% of nicotine, which is the minimum amount 
required in the tobacco denaturant.) 


CALCULATION.— 


16213 ae 
Ce. 0.1 N H2SO, E ME percentage of nicotine. 


Test of Coloring Matter.— The original formula for nicotine 
denaturant required that it be colored with a mixture of blue and 
yellow dyes, thus giving a green solution. On Aug. 11, 1916, 
due to the scarcity of dyestuffs, the Treasury Department ruled 
that the yellow dye may be omitted and the denaturant colored 
only with methylene blue. 

In case the denaturant is of a green color, proceed as follows 
for the test of coloring matter: 

Take 1 cc. of the denaturant and make up to 100 cc. with water, 
acidulating with a few drops of H;SO,. Immerse in this solution 
a piece of white cotton cloth and boil the solution. Continue 
the process, adding more cloth and more water if necessary, until 
all the blue color in the solution is fixed on the cloth. Then adda. 
piece of white woolen cloth and boil the bath as before until all 
the yellow color is fixed upon the cloth. Both the cotton and 
woolen cloths should show decided colors—the cotton blue and the 
woolen yellow. 

If the denaturant is blue, no dyeing test is required. 

Intensity of Color.—If the denaturant is green, it must contain 
sufficient coloring matter so that when observed in an eighth-inch 
cell of Lovibond’s tintometer it will show a color of an intensity 
not less than No. 24 yellow combined with No. 3 blue. 

If the denaturant is blue, proceed as follows: Dilute 1 ce. of 
the denaturant material with 100 ec. of water and compare 50 cc. 
of this solution in a 50-ce. Nessler tube with 50 cc. of a solution 
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containing 5 grams of copper sulfate (CuSO,-5H.O) in 100 cc. 
of water. The color of the diluted nicotine solution should be 
at least as intense as that of the copper solution. 

NomEs.—(1) The original regulations called for the use of rosolic acid as 
indicator. Resazurin, however, gives a better end-point and in a letter 
from the Commissioner of Internal Revenue at Washington, dated Sept. 4, 
1913, the use of the latter was sanctioned. 

(2) Resazurin crystals are made by Dr. Theodore Schuchardt, Corlitz, 
Germany, and may be obtained from Eimer & Amend, New York, N. Y. 
and from Coleman and Bell Co., Norwood, Ohio. 

(3) If the nicotine solution has stood for some time in the sunlight before 
analysis, the blue color may have partially faded out. Before rejecting a 
sample on account of deficiency of blue color, therefore, blow a stream of air 
through it for a few minutes to reoxidize any reduced dye and repeat the 
test for intensity of color on the aerated portion. 

RErFERENCES.— Regulations No. 30, Revised, U. S. Internal Revenue 
(July 15, 1907); appendix to Regulations No. 61, Revised, U. S. Internal 
Revenue (August, 1925); Treasury Decision 1223 (Sept. 5, 1907). 


DIASTATIC POWER OF MALT 


(Lintner Value) 


General.—The determination of diastatic activity or Lintner 
Value, 2.e., power of converting starch into dextrose, is the most 
important test in the examination of malt and malt flours, and is 
generally used as the basis of purchase. When 0.1 cc. of a 1:20 
extraet of malt will invert sufficient starch to reduce 5 cc. of 
mixed Fehling's Solution, its Lintner Value is 100. 

There are numerous methods in use, none of which is entirely 
satisfactory. To get satisfactory results it is very important 
that the water used for reagents and for preparing the extract 
should be free from NH, compounds, nitrites and other impurities 
which may influence the diastatic conversion. Water should be 
redistilled with the addition of a little KMnO, and NaOH, and 
the distillate should be neutral to litmus or alizarin paste. When 
two chemists are attempting to make check determinations on 
the same sample, it is necessary not only that exactly the same 
procedure be employed but that they use the same starch. Of 
the following procedures Method 1 is that devised by A. R. Ling, 
and is perhaps most widely used. Method 2 is the Seyffert 
Modification. It is much shorter, gives approximately the same 
results, and is largely employed as a control test. 
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Before determining the diastatie power of any malt which is 
in dispute, agreement should be reached between the parties 
interested regarding the method to be employed. 

Preparation of Sample.—If the sample is an extract, no further 
preparation is required except proper dilution. If the sample is 
the original malt, grind it finely, weigh out 25 grams and digest 
with 500 ce. of distilled water for 3 hours at 70? F., stirring the 
mixture wellevery half hour. Filter through a dry filter, reject- 
ing the first 100 cc. of filtrate. 

Solutions.— The following solutions are required: 

Starch Solution.—Dissolve in boiling water in the proportions 
of 2 grams of soluble starch per 100 ce. of water. Then cool the 
solution to 70° F. for use. It should be mobile (not gelatinous), 
indicating perfect conversion into soluble starch, and show only 
negligible reducing action on Fehling’s solution; and it should be 
neutral to litmus solution. 

Soluble starch for Lintner determinations may be purchased 
from dealers in c. P. chemicals. The method of preparation is 
as follows: Digest 500 grams of purified potato starch with 1 liter 
of dil. HCl (1:4) at room temperature (60-65? F.) for 7 days, 
stirring the mixture daily. Wash the mass very thoroughly by 
decantation, at first with tap water and later with distilled water, 
until the wash water is free from acid. Collect on a filter paper 
placed in a Büchner funnel, suck as dry as possible, and then 
spread out on a new unglazed plate. Dry the starch at gentle 
heat (110° F.) as quickly as possible. When dry, triturate in a 
porcelain mortar and rub through a fine hair sieve. 

Fehling’s Solution.—(1) Dissolve 30.64 grams of pure crystal- 
lized copper sulfate, free from iron and moisture, in water and 
dilute to 500 ce. 

(2) Dissolve 70 grams of NaOH of good quality (not less than 
97% NaOH) and 175 grams of recrystallized potassium sodium 
tartrate in about 400 ec. of water and dilute the solution to 500 cc. 

For use add the CuSO, solution carefully to an equal volume 
of the alkaline tartrate solution. (They keep much better if the 
two solutions are preserved in separate bottles and mixed as 
needed.) Use 5 cc. of the mixture for each determination. 

Determination.—Method 1.—Let 3 cc. of the perfectly clear 
and bright extract act on 100 cc. of a 2% solution of soluble 
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starch at 70? F. for 1 hour in a 200-ce. volumetric flask; then add 
10 ce. of 0.1 N NaOH solution to stop further diastatie action. 
Cool to 60? F. and make up to 200 cc. with water at the same 
temperature. Shake well and titrate as follows against 5-cc. 
portions of Fehling's solution, using as an outside indicator a 
double filter moistened with a fresh solution of K,Fe(CN); 
acidified with acetie acid: 

Pipette 5 cc. of mixed Fehling’s solution into a 150-ce. flask and 
heat to boiling over a small flame; then add the converted starch 
solution from a burette, in small quantities at first of about 5 cc., 
keeping the mixture rotated and boiling after each addition, until 
the reduction of copper is complete, as determined by rapidly 
withdrawing a drop of the liquid on a glass rod and bringing it at 
once into contact with the indicator. 


Caleulate the Lintner Value from the formula L- ; where 


L — diastatie power (Lintner Value); X —ec. of malt extract con- 
tained in 100 ec. of the fully diluted starch conversion liquid, t.e., 
one-half the amount originally added to the 100 cc. of starch 
liquid; and Y =cc. of the same liquid required for reduction of 
5 cc. of mixed Fehling's solution. 


NocE.— The above method (using 3 cc. of malt extract to 100 cc. of 2% 
soluble starch solution) is not accurate for malts having a diastatie capacity 
exceeding 50 Lintner. In the case of such malts the relative volume of malt 
extract taken must be less, say 2 ec., or for malts of the highest diastatic 
capacity, such as are frequently used by distillers and vinegar makers 
(over 80 Lintner) an even smaller amount of extract must be taken. The 
production of maltose should not exceed 45% of the starch used (5 cc. of 
mixed Fehling’s solution 20.04 gram of maltose). 


Method 2.—With a Lee, Mohr pipette graduated to hundredths 
measure accurately into a series of sixteen carefully cleaned test- 
tubes the following amounts of the malt extract prepared as 
previously described, namely, 0.10, 0.11, 0.12, 0.14, 0.16, 0.18, 0.20, 
0.22, 0.25, 0.28, 0.33, 0.40, 0.50, 0.70, 1.0 and 2:0 cc. Note the 
time, and in each tube quickly place 10 cc. of 2% starch solution. 
Mix the contents of the tubes by gently shaking, without letting 
the liquid touch the hand. Then place in a water bath at 70° F. 
Shake again after 20 minutes, 40 minutes, and 1 hour, respec- 


EN 


tively. At the end of 1 hour place 5 cc. of mixed Fehling's 
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solution in each tube in the same rotation as before and mix 
thoroughly by shaking. This may now be done by placing 
the thumb over the mouth of the tube. Replace the tube in the 
holder, and keep in the boiling water for 10 minutes. * Some of the 
tubes will be yellow, where there is excess of malt solution; others 
blue, due to excess of Fehling's solution. Select the tube which is 
neither blue nor yellow, or 2 adjacent tubes of which one is yellow 
and the other blue. In the first case the Lintner value may be 
read directly from Table VI, knowing the cc. of malt extract added 
to the tube. In the other case calculate the Lintner values corre- 
sponding to the two adjacent tubes and take the average. 

If the intervals between the two test-tubes are too great, the 
determination should be repeated, bringing them nearer together. 
If the Lintner value is over 80, the original malt solution should 
: be diluted with an equal volume of water before carrying out the 
tests, and Lintner values obtained must be multiplied by 2. In 
the case of extremely high Lintner values the malt solution should 
be still further diluted and corresponding multiplication made of 
the observed value. For this reason it is advisable to make a 
preliminary test, say with 0.1 cc. and 0.2 ce. of malt extract, to 
decide what dilution and how many tubes are necessary. 

In case the blue color of the unreduced Fehling’s solution is too 
faint to allow the critical point to be selected by the eye, test for 
Cu in the following manner: Filter about 2 cc. of the contents 
of the tube to be tested through a double filter, add about an 
equal volume of acetic acid, mix thoroughly and pour half into 
another test tube. To one of the tubes add 1 drop of a weak 
solution of K,Fe(CN); and observe any change in color. The 
presence of Cu will be indicated by a dirty red. The K4Fe(CN)g 
solution should be prepared fresh by dissolving a small piece 
about the size of a pea in about 10 ce. of water. 
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TABLE VI—CALCULATION or LINTNER VALUE 
(Seyffert Modification) 


e Lintner esi Lintner Malt Lintner 
extract, extract, extract 
value value : value 
ce. ec. ec. 
0.100 100.00 0.220 45.5 0.38 26.3 
0.105 95.2 02225 44.5 0.39 25.6 
0.110 90.9 0.230 43.5 0.40 25.0 
0.115 87.0 0.235 42.6 0.45 22:2 
0.120 83.3 0.240 41.7 0.50 20.0 
(8125 80.0 0.245 40.8 0255 18-2 
0.130 76.9 0.250 40.0 0.60 167 
0.135 74.1 0.255 99-2 0.65 15.4 
0.140 71.4 0.260 38.5 0.70 14.3 
0.145 69.0 0.265 9S4 0575 13.3 
0.150 66.7 0.270 37.0 0.80 12:25 
0.155 64.5 0.275 36.4 0.85 11.8 
0.160 62.5 0.280 35.1 0.90 Gel 
0.165 60.6 0.285 SS 0.95 10.5 
0.170 58.8 0.290 34.5 1.00 10.0 
0.175 eg AE 0.295 33.9 1.10 9.1 
0.180 5526 0.30 99.9 12521 8.0 
0.185 54.1 0.31 32.0 1.40 fon 
D 

0.190 52.6 0.32 INS 1.60 6:9 
0.195 5109 0.33 30.3 2.00 5.0 
0.200 50.0 0.34 29.4 250 4.0 
0.205 48.8 0.35 28.6 3.30 3.0 
0.210 47.6 0.36 27.8 5.00 230 
0.215 46.5 Oat 270 10.00 dan 


REFERENCE.—Allen: “Commercial Organic Analysis,” 4th ed., 1, 136 
(1915). 


CHAPTER IV 
ANALYSIS OF METALS 


SAMPLING IRON AND STEEL 


General.—Select at random a sufficient number of bars, rods, 
rails, I-beams, or car axles, etc., as the case may be, to represent 
the shipment and carefully mark them. From each of these 
pieces procure a sample composed of mixed borings weighing 
between 1 and 2 ounces. 

Location of Borings.—In order to eliminate as far as possible 
the effect of possiblesegregation, take the borings at different 
points of the piece, selection being made with reference to the 
rapidity with which the different portions may havecooled. This 
is preferably done on a cross-section of the piece. For example, 
in sampling a steel rail, make one boring close to the outside of 
the head, one at the center of the head, another at the middle of 
the web, and one near the center of the foot. Where access to a 
cross-section is impossible, take borings from the outside which 
will represent as nearly as possible the desired location. 

Cleaning the Surface.—When borings are to be made from a 
longitudinal surface, remove all rust and scale by means of an 
emery wheel, emery cloth, or other abrasive; in no case, however, 
should any considerable portion of the first borings be discarded. 
When drilling into a cross-section, discard enough of the borings 
to insure absence of rust or dirt from the portion taken. 

Size of Borings.—In order that a perfect mixing of the samples 
from different parts of the piece may be possible, it is desirable 
to have borings in the form of small thin chips, rather than long, 
spiral turnings. This may be accomplished by slightly dulling 
the cutting edge of a half-inch twist drill or by using a half-inch 
flat drill. 

Freedom from Contamination.—It is absolutely essential that 
the utmost care be taken to prevent contamination of the sample 
with grease, oil, or dirt of amy kind. Brush the piece of iron or 
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steel to be sampled free from any loose material which may adhere 
to it; collect the borings on a clean white sheet of paper. Use no 
oil, grease, or other lubricating substance on the drill. 

Place the combined borings from each piece in clean, wide- 
mouthed, glass-stoppered bottles; stopper tightly and carefully 
mark each bottle for identification. 


CARBON STEEL 


General.—This method covers the analysis of plain carbon 
steels, 2.e., those containing only C, Mn, P, Si and $. 

In those cases where an alternative method is given, the latter 
is to be used only when for some special reason the first method 
cannot be employed. 

Preparation of Sample.— The points to be observed in sampling 
steel for analysis are as follows: 

(1) Samples must be drillings or chips cut by some machine 
tool without the application of water, oil, or other lubricant, and 
free from scale, grease, dirt or other foreign substance. If sam- 
ples are taken by drilling, the diameter of the drill should be not 
less than 0.5 nor more than 0.75 inch. 

(2) Samples must be uniformly fine and well mixed before 
analysis. 

(3) If the composition of the surface of a sample piece has 
been altered by ease hardening or decarbonization, do not include 
in the sample for analysis drillings which represent this outer 
surface. 

(4) Heat-treated samples should be annealed before sampling. 

(5) Round or flat samples up to and including 1 inch in thick- 
ness must be drilled through the entire thickness of metal; or, 
if the sample is taken on a milling machine, it must be taken by 
machining off the entire cross-section. 

(6) From material having a cross-section larger than 1 inch 
samples should be taken at any point midway between the out- 
side and the center by drilling parallel to the axis. If this is not 
practicable, the piece may be drilled on its side, but do not collect 
the drillings until they represent the above-named portion of the 
sample. 

(7) Whenever a sample is received in the form of drillings, 
they should always be examined for oil and other foreign matter. 
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Any oil must be completely removed with ether and the drillings 
then thoroughly dried. If foreign particles are present, go over 
the sample with a magnet and use only that portion for analysis 
which is picked up by it. 

Total Carbon. Determine the total carbon by direct combus- 
tion in the electric furnace. The general arrangement of the 
combustion apparatus is as follows (see Fig. 7): 

(a) Oxygen tank. 

(b) Safety jar for H250,. 


Fra. 7.—Apparatus for Determining Carbon in Steel. 


(c) CaCl, jar. 

(d) Soda-lime jar. 

(e) Hoskins’ multiple-tube electric furnace. 

(f) U-tube for granular Zn. 

(g) U-tube for CaClo. 

(h) Soda-lime absorption tube for CO». 

(2) Bottle for Ba(OH), solution (exhaustion and gas speed 
indicator). 

_ The combustion apparatus should be tested for leaks from 

time to time (see Blair: “Chemical Analysis of Iron," p. 138 
Fig. 63). Before weighing the absorption tubes in the m 
connect them to the combustion apparatus and pass oxygen 
through for 10 minutes; weigh and again pass oxygen through for 
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30 minutes and weigh. This should be continued until the 
weight is constant. 

For steels containing 0.30-1.50% carbon, take 2 grams of 
fine drillings not over 0.25 mm. thick. For lower percentages of 
C, take 3-5 grams of drillings between 20- and 60-mesh size. 
Transfer the sample to an alundum or clay boat, protected by a 
layer of ignited AlO; or alundum. Place the drillings in as 
compact a mass as possible. If curly drillings are scattered along 
the entire length of the boat instead of being put in a deep, com- 
pact body, borings that are a little thick will frequently be found 
to contain still unburned metal. Drillings lying in close contact 
heat each other to incandescence during burning with oxygen. 

Introduce the boat with the charge into the center of the 
combustion tube, maintained at a temperature of 1000° C. 
Admit oxygen at the rate of 25 bubbles per 10 seconds or 250 cc. 
every 10 minutes. As soon as the steel begins to burn, there is at 
first a rapid evolution of gas, which quickly ceases. When oxida- 
tion of the charge is completed, oxygen begins to flow at normal 
speed again. Allow 30 minutes for oxidation of the sample and 
sweeping of all CO; from the combustion tube into the absorption 
apparatus. : 

Weigh the absorption tube and from the weight of CO» calcu- 
late the percentage of C in the sample. 

CALCULATION.—CO, X 0.2727 =C. 


Nores.—(1) In case of very heavy drillings, those that will not pass a 20- 
mesh sieve, the analysis should be made by solution. Dissolve 2-5 grams of 
steel, using for each gram 75 cc. of a solution of copper potassium chloride. 
Follow the procedure described for the determination of Total Carbon in 
Pig and Cast Iron on page 160. This method, however, is not reliable for 
alloy steels and should be used on plain steels only when drillings cannot be 
burned completely by direct combustion. 

(2) After refilling the CaCl, U-tube (g) the contents should be saturated 
with CO», as the fresh drier may absorb CO; and thereby cause lower results 
at first. 

(3) Soda-lime should be a mixture of the hydroxides of Na and Ca. The 
most satisfactory soda-lime for carbon combustions in steel is 12-mesh size 
and contains 15% of water. 

(4) Soda-lime absorption tubes should be filled three quarters full with 
soda-lime and the remainder with CaCl: The CaCl, will absorb any 
moisture which might be liberated by the soda-lime during absorption 
of CO;. 
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(5) Soda-lime tubes will absorb about 0.6-0.7 gram of CO; before it is 
necessary to renew the chemicals. Saturation will be indicated by precipita- 
tion of BaCO; in the Ba(OH); solution (i). 

(6) The same grade of CaCl, and of soda-lime should be used in the train 
preceding and following the combustion furnace. 


Graphitic Carbon.—Weigh 10 grams of steel in a 200-cc. beaker 
and add 150 ce. of dil. HNO; (1:3). Heat the beaker on the 
steam bath until the steel is all dissolved. Filter on a loose- 
bottom Gooch crucible through asbestos and wash with water, 
dil. HCl (1 : 1), water, NH4OH (1%), water, HCl (1 : I), water, 
and again water. Dry for 1 hour at 100? C. Transfer the 
asbestos with the carbon to the combustion boat and determine 
the carbon as under Total Carbon. 


Norr.—Carbon is not usually present in steels in the graphitic form. In 
certain cases, however, particularly in high-carbon steels that have been 
very slowly cooled, some of the carbon may separate as graphite. 


Combined Carbon.—This is the difference between the total 
and the graphitic carbon. 

Manganese (Bismuthate Method).— Titration with sodium 
arsenite (Method I, below) is sufficiently accurate for ordinary 
purposes. In case of disputes, however, or where extreme 
accuracy is desired, the titration should be made with ferrous 
ammonium sulfate and KMnO, (Method II). The procedure up 
to the point of titration 1s the same in either case, as follows: 
Dissolve exactly 1 gram of drillings in 50 ec. of dil. HNO; (1 : 3) 
in à 200-cc. Erlenmeyer flask, cool and add about 0.5 gram of 
sodium bismuthate. Boil until the pink color has disappeared 
and dissolve any precipitate of MnO» by adding a few drops of a 
saturated solution of FeSO, or of Na2S203; then heat until all 
nitrous oxide fumes have been driven off, cool to 60? F., add 1 
gram of Na bismuthate and shake the flask vigorously for a few 
minutes. Add 50 cc. of 3% HNO5;* and filter the solution into a 
suction flask through an extra-porous alundum thimble. The 
thimble should not be filled so full that any of the solution comes 
in contact with the rubber connection. Wash with 50-100 ce. 


* This 3% HNO; should be prepared by adding 60 cc. of conc. HNO; 
to 1940 cc. of water; then add 4 or 5 grams of bismuthate, shake and let stand 
overnight before using. This destroys lower oxides of nitrogen which have a 
tendency to cause low results. 
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of the same acid and finally with water. Titrate the filtrate by 
one of the following methods: 

Metuop I.—Titrate the filtrate in the flask with standard 
sodium arsenite solution until 2 drops produce no further change 
in color. Until the end-point is reached, the arsenite solution 
will produce a clear spot where it strikes the liquid. 

Sodium Arsenite Solution.—For each liter dissolve 2.5 grams of 
anhydrous NaCO; in distilled water, add 1 gram of As:0; to 
the hot NaCO; solution and boil until the Asti: is dissolved. 
Cool and dilute to 1 liter. 

Standardization.—Measure into a 300-cc. Erlenmeyer flask 
exactly 20 ec. of 0.05 N KMnO; solution. Dilute to 150 cc., add 
15 ec. of conc. water-white HNO; and titrate with arsenite solu- 
tion in the same manner as above. Make the standardization in 
triplicate, and if agreement is satisfactory, take the average. 
Calculate the Mn factor of the solution. 

0.0110 
ec. of arsenite used 

Mertuop II.—Add to the filtrate in the flask an excess of stand- 
ard ferrous ammonium sulfate solution, then titrate back the 
excess with 0.05 N KMnO, solution to the appearance of a faint 
permanent pink color. 

CALCULATION.—Run a blank, exactly as in the regular deter- 
mination, to obtain the equivalent of the KMnO, solution in 
terms of the ferrous ammonium sulfate solution. Subtract the 
number of cc. of KMnO, solution used in the back titration from 
the KMnO, equivalent of the ferrous ammonium sulfate added. 
This gives the volume of KMnO; required by the Mn in the 
sample, which, multiplied by the Mn factor of the KMnO,, gives 
the amount of Mn in the sample. 

Standard Solutions.—(a) 0.05 N KMnO,: Dissolve 1.58 grams 
of pure KMnO; in water and dilute to 1 liter. 

(b) Ferrous Ammonium Sulfate: Dissolve 20 grams of Fe(NH.4)z- 
(SO4)2:6H20 in water, add 50 cc. of conc. H250, and dilute to 
1 liter. 

Standardization —Standardize the KMnO, solution against 
standard sodium oxalate of the U. S. Bureau of Standards as 
follows: In a 300-cc. Erlenmeyer flask dissolve 0.150 gram of 
sodium oxalate in 125 cc. of hot water (80-90? C.) and add 10 cc. 


CALCULATION.—Mn factor = 
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of dil. HSO, (1: 1). Titrate at once with the 0.05 N KMnO,, 
stirring the liquid vigorously and continuously. The KMnO, 
must not be added more rapidly than 10-15 cc. per minute, and 
the last 0.5-1 ec. must be added dropwise, with particular care to 
allow each drop to be fully decolorized before the next is added. 
The solution should not be below 60? C. when the end-point is 
reached. 


X Ar pa 0.0040 ` ` 
CALCULATION.—Mn fac OLS edi of KMn0, used 


If the Fe factor of the KMnO, has already been determined 
against NazC204 as above, the Mn factor may be calculated from 
the Fe factor by multiplying the latter by 0.1967. 

Phosphorus.—Dissolve 2 grams of the sample in a 500-cc. 
Erlenmeyer flask in 60 cc. of dil. HNO; (1:3). To the boiling 
solution, free from red fumes, add 5 cc. of saturated KMnO, 
solution. Continue boiling until the pink color disappears. If 
no precipitate of brown oxide of manganese remains, add a little 
more KMnO, When a permanent brown precipitate is pro- 
duced, cool the flask and add a crystal of tartaric acid. Boil this 
solution until clear, remove the flask from the hot plate and 
after 2-3 minutes add 15 ec. of cone. NH¿OH. Bring back with 
a little HNO; if a precipitate of Fe(OH); remains. Warm to 
80° C., add 60 ce. of molybdate solution and shake for 5 minutes. 
Let stand 0.5 hour, or until the precipitate settles. Filter at once 
through an 11-cm. filter paper, wash the yellow precipitate five 
times with 2% HNO;, then with 1% KNO; solution (NaNO; 
must not be used) until free from acid (approximately 15 times). 

Place the filter and contents in the original flask, which has 
been thoroughly rinsed with water, add approximately 50 cc. of 
cold water and a measured excess of standard NaOH solution 
from a burette, 5 cc. at a time, in sufficient amount to completely 
dissolve the yellow precipitate. Cork the flask and agitate vio- 
lently until the filter paper is disintegrated. Add 3 drops of 1% 
phenolphthalein solution with a medicine dropper and titrate 
with standard HNO; to the disappearance of the pink color. 

CALCULATION.—Run a blank titration the same way as in the 
regular determination to obtain the value of the NaOH solution 
in terms of the HNO; solution. Subtract the number of cc. of 
HNO; used from the number corresponding to the volume of 
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NaOH added. The difference is the number of ec. of HNO; 
equivalent to the P in the sample. This multiplied by the value 
of the HNO; in terms of P gives the weight of P in the sample. 
Calculate to percentage. 

SOLUTIONS.—Molybdate Solution: 


(1) 151 grams of MoO; (85%).; 
600 cc. of water; 
150 ec. of cone. NH4OH. 
(2) 1000 cc. of water; 
675 cc. of conce. HNO;; 
800 cc. of solution (1). 


To prepare solution (1) pour all of the MoO; into the water. 
Shake to get in suspension and, before it settles, quickly pour the 
NH,OH into the bottle. Shake until the powder is dissolved. 
To prepare solution (2) mix the acid and water and cool thoroughly. 
Then by means of a funnel pour in rapidly 800 cc. of solution (1). 
Shake and add a few crystals of sodium or ammonium phosphate. 
Shake and let stand overnight before using. Use only the clear : 
supernatant liquid. 

Standard Nitric Acid: Dilute 10 ec. of conc. HNO; to 1 liter. 
(The HNO; must be water-white.) 

Standard Sodium Hydroxide: Dissolve 8 grams of NaOH in 
400 cc. of water, add sufficient Ba(OH) solution to precipitate 
all carbonates, filter at once and make up to 1 liter. 

1% KNO; Solution (for washing): 10 grams per liter. 

2% Nitric Acid (for washing): 20 cc. of conc. HNO; per liter. 

STANDARDIZATION.—First, determine the strength of the 
standard HNO; in terms of the NaOH. Second, determine the 
strength of the standard HNO; in terms of phosphorus by titrat- 
ing 0.5 gram of pure yellow ammonium phosphomolybdate by 
the above method. The phosphomolybdate should be dried for 


1 hour at 100° C. before use. 
8 EE 
ALCULATION.—P factor = -z of HO. used 


The standard ammonium phosphomolybdate may be prepared 
as follows: Acidify a dilute solution of NacH DO, with HNOs, 
add an excess of MoO; solution, filter, wash the precipitate 
thoroughly with hot water, dry at 150? C. and keep in a glass- 
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stoppered vial. Determine the content of phosphorus by the 
pyrophosphate method.* Pure ammonium phosphomolybdate 
contains 1.65% of phosphorus. 

Norrs.—See under the Alternative Method below. 

Phosphorus (Alternative Method).—Instead of titrating the 
yellow precipitate, filter it on a 9-cm. filter paper which has been 
previously dried and weighed in a glass-stoppered weighing bottle. 
Wash the precipitate at least 5 times with 2% HNO; to remove 
all Fe salts. Absorb with a blotter the excess of moisture from 
the paper and precipitate, and dry in the oven at 100? C. for 1 
hour. Weigh the paper and contents in the weighing bottle. 
Using 2 grams of steel, the weight of precipitate in milligrams 
< 0.00825 X 100 = percentage of phosphorus. 


Norrs.—(1) In neutralizing the ammoniacal solutions with HNOs, the 
latter should be added until the solution is straw color, otherwise a small 
amount of iron may later separate causing high results. 

(2) It is essential that the yellow precipitate be washed with solutions of 
exactly the strength specified and until free from acid. 

(3) When running a number of samples, the flask containing the filter 
paper and yellow precipitate must be kept tightly corked, and alkali should 
not be added until the remainder of the operation can be promptly carried 
through. 

(4) When the alternative method of weighing the yellow precipitate is 
used, care must be observed that the filter paper is previously dried and 
weighed in a weighing bottle and that the final weight of filter and contents 
is made in exactly the same manner as the first weight of the filter. 


Silicon.—Weigh 4 grams of steel into a 12-cm. casserole or 
evaporating dish and add 60 cc. of silicon mixture (see below). 
When effervescence ceases, rinse the sides of the dish with water 
and cover with a watch glass. Place on the hot plate and boil 
slowly but continuously to dryness. Bake to dehydrate the 
SiOz, and cool. Take up with 75 ec. of dil. HCl (1 : 3) and bring 
to à boil. Keep at the boiling point until the solution is clear. 
Filter while hot through an 11-cm. filter, washing alternately with 
hot dil. HCI (1 : 1) and hot water until free from Fe; then wash 
the paper free from acid. Ignite in a platinum crucible and weigh 
as SiO. Calculate to Si. (If the precipitate is red, volatilize 

* Dissolve a weighed amount of the yellow precipitate in NH4OH and 


precipitate with an excess of magnesia mixture. Filter, ignite and weigh as 
Mg+P,0, (see p. 766). 
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with HF, evaporate to dryness, ignite and weigh again. The 
loss in weight is SiO».) 

CaLCULATION.—SiO» X 0.4672 — 8i. 

Silicon Mixture.—Into 1500 ec. of water pour 500 ec. of conc. 
HNOs, and then 150 ec. of conc. HS0.. 


Caution.— Mix in the above order, adding the H5SO, very slowly, and let 
cool before shaking. 


Sulfur.—There are two methods for sulfur in common use. 
The Gravimetric Method depends upon the oxidation of the 
sulfur to sulfate and precipitation and weighing as BaSO,. The 
Evolution Method depends upon evolving the sulfur as HS, 
absorbing the latter and titrating it. On all steels for analysis 
in this laboratory the Gravimetrie Method is used unless the 
type and nature of the steel is sufficiently well known so that a 
standard steel of similar composition may be run with it by the 
Evolution Method. 

GRAVIMETRIC METHOD.—Dissolve 5 grams of the sample in 
75 cc. of aqua regia (1 part conc. HNO; : 3 parts conc. HCl) in a 
covered 250-cc. beaker, adding only a little aqua regia at a time 
until the violent action has ceased. Then add approximately 
0.5 gram of anhydrous NasCO;, evaporate to dryness and bake for 
0.5 hour on the hot plate. Add 30 cc. of conc. HCl; repeat the 
evaporation and baking; again add 30 cc. of conc. HCl and evapor- 
ate to a syrupy consistency. Then add 5 cc. of conc. HCl, 10 cc. 
of water and approximately 5 grams of sulfur-free powdered zinc, 
20- to 30-mesh. Heat on the steam bath until the iron is reduced 
to the ferrous condition, adding more acid if necessary. When 
the solution becomes practically colorless, the reduction is com- 
plete. Filter off the SiO» and undissolved Zn, wash with hot 
water, dilute the filtrate to 100 cc., and heat to boiling. While 
boiling add slowly, a drop at a time, 10 cc. of a hot 10% Bach: 
solution. Let stand until the precipitate has settled completely, 
preferably overnight. (If the analysis is urgent, boil for 30 min- 
utes and filter as soon as the precipitate settles clear.) Wash the 
BaSO, precipitate once or twice with cold 2% HCl solution and 
then with hot water until free from chlorides. Igniteina weighed 
platinum crucible, cool and add 1 drop of dil. H;SO, (1:1) and 
1 ec. of HF. Evaporate to dryness on the edge of a hot plate; 
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finally ignite, cool in a desiccator and weigh as BaSO,. Carry 

through a blank determination on the reagents and subtract any 

BaSO, obtained in this blank. Calculate to Sulfur. 
CALCULATION.—Ba804X 0.1373 — 8. 


Norr.—Tbhis method is essentially that of the United States Bureau of 
Standards, slightly modified as a result of experience in this laboratory. 


EvoLutioNn METHOD. Weigh 5 grams of steel into a 500-cc. 
Florence flask provided with a double perforated stopper carrying 
a 2-bulb safety tube, extending below the surface of the liquid, 
and an exit tube for gas, the latter connected to a delivery tube 
extending to the bottom of a tall glass tumbler. Place 30 cc. of 
CdCl, solution in the tumbler and fill two-thirds with water. 
Add 100 ec. of dil. HCl (1 : 1) to the drillings in the flask. Place 
the flask over an Argand burner, heat gently at first, and, when 
the drillings are dissolved, boil until the steam drives the last 
trace of H:S from the evolution flask. Disconnect the flask, add 
2 cc. of starch indicator* and 30 cc. of cone. HCl to the solution 
in the tumbler, titrating at once with standard iodine solution to 
the appearance of a permanent blue. From the factor of the 
iodine solution calculate the percentage of S. 

Solutions.—CaDMIUM CHLORIDE SOLUTION: Dissolve 30 grams 
of CdCl, in 300 ec. of water and add this to 800 ec. of water and 
1200 ec. of NH4OH. 

IopinE SoLuTION: Dissolve 4 grams of iodine and 8 grams of 
KI in a little water and make up to 1 liter. 

Standardization.—Standardize the iodine solution against 10 ec. 
of 0.1 N sodium thiosulfate solution, very accurately pipetted 
out, and calculate the factor so that it will give percentage of 
8 on a 5-gram sample. 

CALCULATION.—1 cc. 0.1 N Na58505 —0.001603 gram $. 

1 0.001603 
cc. of iodine used 0 DEA 
e 0.003206 
cc. of iodine used. 


Then $ factor = 


NoTES.—(1) Care must be taken to prevent drillings from sticking to the 
neck of the wet flask. 


* See page 12. 
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(2) When all H:S has been driven over, the tube extending into the 
tumbler will become hot from condensed steam, and further heating should 
be avoided. 

(3) In ease of very coarse drillings, which dissolve slowly, considerable 
acid will be carried over and neutralize the NH; in the CdCl, solution. 
In such cases care must be taken to keep the solution up to its original 
strength in NH;. If such samples are encountered it is preferable to use 
the Elliott Method as described on page 163. 

REFERENCES.— Blair: “The Chemical Analysis of Iron”; Lord and 
Demorest: “ Metallurgical Analysis." 


QUALITATIVE ANALYSIS OF ALLOY STEELS 


General.—This method covers qualitative tests for the detec- 
tion in alloy steels of chromium, nickel, copper, cobalt, titanium, 
tungsten, molybdenum, and vanadium. 

Preliminary Tests.— Dissolve 1 gram of the sample in 50 cc. of 
dil. HCl (1:1). An immediate blue color on the addition of HCl 
indieates Co. After all action ceases Cr, Ni, Cu, Co, and Ti are in 
solution, whereas W, Mo and V remain insoluble as a black resi- 
due. After this residue has settled, a green-colored solution 
indicates Ni or Cr. If a black insoluble residue remains, add 0.5 
gram of NaClO; and boil the solution for 5 minutes. If the black 
residue changes to a lemon color, W is indicated. If the residue 
completely dissolves, the absence of W and the presence of Mo 
and V are indicated. 

After filtering off the WO;, if the residue did not dissolve, treat 
the solution with 20 cc. of dil. HSO, (1 : 1) and evaporate until 
SO; fumes are evolved. Treat the evaporated residue with 50 ec, 
of water and heat gently until the salts are dissolved. Use the 
resulting solution to confirm the presence or absence of Cu, Mo. 
V and Ti. 

Confirmatory Tests.—Molybdenum.*—Dilute the above solu- 
tion to 200 cc. and nearly neutralize with NH,OH. Then satu- 
rate with H.S and boil until the precipitated sulfides of Mo and 
Cu coagulate. Remove this precipitate by filtration, wash and 
ignite at a very low heat. Treat the oxides of Mo and Cu in the 
crucible with 10% NaOH solution. The MoO; is thus dissolved 
while the CuO remains insoluble. Filter and test the filtrate 
for Mo by one of the following procedures: 


* See also p. 157. 
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(1) Acidify the filtrate slightly with dil. HCl (1:1) and add 1 cc. 
of 5% SnCl, solution. Next add a few crystals of KCNS, where- 
upon the solution will assume a red color which will not fade if 
Mo is present. 

(2) Acidify the filtrate with dil. HSC, (1:1) and saturate with 
HS. A dark brown precipitate indicates the presence of Mo. 
In ease a dark brown precipitate is obtained, filter, ignite and 
treat with dil. H2SO, (1:1) and metallic Zn. If Mo is present, the 
solution will first be colored blue, then green, and finally brown. 

Copper.—Dissolve in HNO; the insoluble black residue from 
the NaOH solution and dilute with water. Add an excess of 
NH,OH. If a blue color is obtained, the presence of Cu is 
indicated. 

Vanadium and Titaniwum.*—Concentrate the filtrate from the 
sulfides of Mo and Cu to approximately 100 cc. and add a slight 
excess of KMnO, solution. Next boil this solution for a few 
minutes and cool to room temperature. Add 10 ec. of fresh 
H:O» and dilute to 100 ce., dividing into two equal portions. If 
Ti alone is present, the solutions are colored yellow. If V alone 
is present, the solutions are colored a deep brown. If both are 
present, the brown color due to the presence of V is readily 
distinguished. To detect Ti in the presence of V add 1 drop of 
HF to one solution, whereby the yellow color due to Ti will be 
destroyed. Then compare this solution with the solution to 
which no HF has been added and if a change of color is observed, 
Ti is indicated. 

Tungsten.—The preliminary tests previously described will 
show whether W is present. . 

Chromium.—For the detection of Cr, Ni and Co in the presence 
of W, weigh another 1-gram sample into a 250-cc. beaker. Add 
100 ec. of dil. HCl (1:1) and boil until all action ceases. The 
volume should be about 50 cc. Add an equal volume of water 
containing 0.5 gram of NaCIO; and boil for 5 minutes. The W is 
converted to yellow WO;, which is filtered out and discarded. 

Inasmuch as the presence of too much Fe interferes somewhat 
with the delicacy of these tests, it is advisable to remove the 
excess from the filtrate by means of an ether separation which is 
carried out as follows: 

* Bee also p. 153. 
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Add 3 ce. of dil. HNO; (1:1) and rapidly evaporate to about 
40 ec. Cool to room temperature and transfer to a separatory 
funnel with the least possible amount of dil. HCl (1:1). The 
volume should not exceed 50 cc. Add 30 cc. of ether and shake 
well. The lower layer will contain only a small amount of Fe 
and Mo, but all the other elements. Run this lower layer into a 
beaker. Heat the solution gently on a steam bath to expel 
traces of ether, and add 20 cc. of dil. H¿SO, (1:1.) Evaporate 
until SO; fumes are evolved. Cool and add 50 cc. of water. 
When the separated salts have dissolved, remove any Cu or Mo 
which may be present by precipitation with HS. Filter the 
precipitated sulfides and boil the filtrate to expel excess of HS. 

Divide the solution into 2 parts. To half of the solution add 
t lts volume of conc. HNOs, followed by an excess of a con- 
centrated solution of KMn0O,, and boil for 10 minutes. If, after 
settling, the solution is colored yellow, Cr is indicated. The 
boiling must be sufficiently vigorous, however, to decompose 
all of the excess of KMnO,, forming a precipitate of MnO;. 

Test the solution further for Cr by transferring 20 cc. to a test- 
tube containing 5 cc. of fresh H2O2. The yellow chromate 
solution will change to blue and if shaken with further portions 
of ether, the latter will extract the Cr compound and will 
itself be colored blue. i l 

Nickel.—Treat the remaining half of the above solution with 
5 grams of citric acid. Make strongly alkaline with NH,OH 
and saturate with HS. This will precipitate sulfides of Co, Ni, 
Fe and Mn. Filter, and carefully ignite the precipitate in a 
platinum crucible. Transfer the contents of the crucible to a 
beaker and dissolve in dil. HCl (1:1). Make the solution slightly 
ammoniacal and add about 0.5 gram of ammonium persulfate. 
Boil and filter to remove oxides of Fe and Mn. 

Divide the filtrate containing Ni and Co into 2 portions. To 
one portion add 5 cc. of a 1% alcoholic solution of dimethyl- 
glyoxime. A bright red precipitate indicates the presence of Ni. 

Norr.—A rapid and convenient test to determine whether or not a steel 
contains nickel is as follows: Mix 1 volume of a 1% solution of dimethyl- 
glyoxime in alcohol with 4 volumes of 50% H;PO,. Apply a small amount of 
this mixture to the clean, bright surface of the steel and then add to it 2 or 
3 drops of a 60% KOH solution. If Niis present, a bright red coloration will 
be produced. 
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Cobalt.—Acidify the other portion of the persulfate solution 
slightly with dil. HCl (1:1) and heat to boiling. Add a freshly 
prepared solution of nitroso-beta-naphthol, which is made by 
dissolving about 0.5 gram of the reagent in 10 ce. of hot 75% 
acetic acid. Boil the contents of the beaker for a few minutes. 
Co, if present, will be precipitated as a red-colored compound 
together with some excess of the reagent. Filter the solution 
while hot and ignite the precipitate in a porcelain crucible to 
convert any Co to the oxide. Treat the residue with dil. HCl 
(1:1). A blue solution will be obtained, if Co is present. To 
confirm, make the solution ammoniacal, whereupon it will be 
colored pink, if Co is present. 

REFERENCE.—Methods of the Chemists of the U. S. Steel Corporation for 


the Sampling and Analysis of Alloy Steels, published in 1921 by J. M. 
Camp, Chairman of Chemists’ Committee. 


QUANTITATIVE ANALYSIS OF ALLOY STEEL 


General.—This method covers the quantitative analysis of 
alloy carbon steels, 2.e., those containing, in addition to C, Mn, 
P, Si, and S, one or more of the following: Cu, Ni, Cr, V, W, Mo 
and Ti. 

Sampling.— The points to be observed in sampling alloy steels 
for analysis are the same as those mentioned under Carbon Steel 
on page 133. 

Total Carbon.—Use the procedure for Carbon Steel, page 
134, omitting Note 1. 

Manganese.—Bismuthate Method for Ordinary Alloy Steels.— 
Dissolve 1 gram of steel in 60 ec. of dil. HCl (1:1). When 
solution is complete add HNO;, drop by drop, to oxidize the Fe. 
Add an equal volume of water and boil 10 minutes. Filter and 
wash any WO; with dil. HCl (1:7). Displace all HCl in the fil- 
trate with HNO; by evaporating nearly but not quite to dryness, 
removing the last traces with AgNOz. Then add 75 ce. of dil. 
HNO; (1:3). Cool and proceed according to the Bismuthate 
Method for Manganese in Carbon Steel (p. 136), titrating with 
standard sodium arsenite solution as there described. 

Method for High-Chrome Steels.—In case the Cr content of the 
steel is over 2%, proceed as follows: Dissolve 1 gram of steel 
in 60 ce. of dil. HCl (1:1). Proceed as in the Bismuthate Method 
above described until the last trace of HCl has been replaced by 
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HNO; by evaporation. Add 100 ce. of colorless conc. HNOs, 
set on the hot plate and heat to incipient boiling. "Then drop in 
powdered NaClO; or KCIO;, a little at a time, adding each 
portion when the effervescence produced by the preceding portion 
has ceased. By the time 2-2.5 grams have been added the MnO, 
will have separated as a fine brown powder. Add 0.5 gram more 
of chlorate and boil gently for 10 minutes. If any SiO» is present 
in the solution after 3 or 4 minutes' boiling, add a few drops of 
pure HF. Then add 1 gram more of the chlorate and 25 ce. of 
conc. HNO; and boil for 10 minutes longer. Remove from the 
plate and cool by setting the beaker in water. When the MnO, 
has settled, filter without dilution through a Gooch crucible with 
a removable bottom and asbestos mat. Finally transfer the 
MnO, to the filter and wash the beaker and filter mat with color- 
less* cone. HNO; three or four times, or until the filtrate is color- 
less. This can be done without using more than 15-20 ce., by 
adding only a little each time and letting each portion run through 
before adding the next. Finally wash with a little cold water. 

After washing the MnO, with cold water till free from acid 
(letting each successive portion of water run entirely through 
before adding the next, so as not to use in all more than 20 cc.), 
wash the asbestos and precipitate back into the beaker, which 
always has some MnO; adhering to it. Add standard ferrous 
ammonium sulfate solution (see note) from a burette, 5 cc. at à 
time, until after stirring and warming the MnO, is completely 
dissolved. Break up with a glass rod all lumps of asbestos and 
precipitate. Add a little water and run in standard KMnO, 
solution (see note) till the pink color remains permanent for 
2 or 3 minutes. Read the burette and deduct the amount of 
KMnO, from its equivalent of ferrous ammonium sulfate solu- 
tion. The difference is the amount of standard KMnO, solution 
equivalent to the Mn present in the precipitate. Multiply this 
difference by the Mn factor of the KMnO, solution and calculate 
to percentage. 


Norp The standard ferrous ammonium sulfate and standard KMnO, 
solution, described under the determination of Manganese in the method for 


* If the HNO; is colored by lower oxides of N (from standing and the 
action of light), it can be purified by blowing a strong current of air through 
it until colorless. 
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Carbon Steel (p. 137), should be used for this titration. The Mn factor 
is not the same, however, as when the bismuthate method is used. In the 
bismuthate method the following reaction takes place: 


10FeSO, +2KMn0O, --8H;SO, = 5Fes(SO,) 3 --K5804 +2MnSO, +8H;0. 
In the above reaction 1 Mn is equivalent to 5 Fe and the Mn factor may be 
calculated from the Fe factor of the KMnO, by the following equation: 
54.93 
279.20 
— Fe factor X 0.1967. 


When the MnO, is titrated in the method above described, however, the 
following reaction takes place: 


Matt, 4-2Fe80, -2H;80, = Mn8O, J-Fe;(80;); --2H;0. 
In this reaction 1 Mn is equivalent to 2 Fe and the Mn factor may be cal- 
culated from the Fe factor of the KMnO; by the following equation: 


54.93 
Mn factor = Fe factor X711.68 


= Fe factor X0.4919. 


Mn factor = Fe factor X 


Phosphorus.—Dissolve 2-5 grams of steel in dil. HNO; (1 : 3) 
in a porcelain dish, evaporate to dryness and ignite to dull red; 
cool, dissolve in dil. HCl (1 : 1), filter and convert to nitrate by 
evaporating nearly to dryness with HNO; several times. Proceed 
as under Phosphorus in Carbon Steel (p. 133). 

Silicon.—In alloy steels containing no tungsten determine Si 
as in Carbon Steel, page 140. 


Norrs.—(1) Silicious residues are likely to be contaminated with Ti 
and Al and should be evaporated with HF and HS0.. 

(2) When W is present, the WO; and SiO» are weighed together and 
separated as described later under Tungsten (p. 156). 


Sulfur.—As in the case of ordinary carbon steels, there are two 
general methods for the determination of sulfur in alloy steels. 
The Evolution Method is much shorter and is generally appli- 
cable to the usual alloy steels. The Gravimetric Method is 
considered the more reliable, however, and should be used on all 
except routine samples whose general eomposition is known in 
advance. 

Gravimetric Method.—Follow the procedure described under 
the Gravimetric Method on page 141. Any tungsten will separate 
as WO; and be filtered off with the SiO; and Zn. 


ANALYSIS OF METALS 149 


Evolution Method.—Weigh 5 grams of drillings into the evolu- 
tion flask described in the Evolution Method for sulfur on page 
142. Assemble the apparatus as there described except that a 
10-inch test-tube is inserted between the evolution flask and the 
tumbler containing the ammoniacal CdCl, solution. Fit the 
test-tube with a 2-hole rubber stopper. Through one hole 
insert a glass tube leading from the flask nearly to the bottom 
of the tube; through the other hole insert a glass tube bent with 
two right angles, one arm projecting just below the stopper on the 
inside and the other arm leading into the tumbler containing the 
CdCl, solution. For each determination place 20 cc. of water in 
the test-tube. 

Carry out the manipulation exactly as described on page 142 
except that conc. HCl is used in place of the dil. HCl (1:1). Take 
special precaution not to distill over an undue amount of HCl. 
When the usual titration of the contents of the tumbler is com- 
pleted, add the contents of the test-tube and continue the titra- 
tion until a blue color is obtained. 

Copper.— Dissolve 5 grams of the sample in a mixture of 150 cc. 
of water and 12 cc. of conc. HSC, Dilute to about 500 cc. with 
hot water, heat to boiling and add 3 grams of sodium thiosulfate 
dissolved in 10 ec. of hot water. Boilafew minutes, let the precip- 
itate settle, filter and wash with hot water. Dry the precipitate 
(which besides the CuS may contain graphite, silica, etc.), transfer 
to a small beaker, burn the filter and add the ash to the main 
portion. Digest the whole with aqua regia, dilute with hot water, 
filter, wash, add a few drops of H;80,, evaporate to fumes of SOs, 
cool, dissolve in water, add 15 cc. of conc. HNOs, dilute to about 
250 cc. and determine the Cu by electrolysis (see p. 182). 


NomES.—(1) In the case of a steel insoluble in acid or containing tungsten, 
treat as described for Manganese (Bismuthate Method) and filter off the 
WO;. To this filtrate add 12 cc. of conc. H5SO,, evaporate to fumes of SO;, 
dilute to 500 cc. with hot water and proceed as described above, beginning 
“heat to boiling and add 3 grams of sodium thiosulfate.” 

(2) Instead of determining the Cu by electrolysis, it may be determined as 
CuO. Dilute the sulfate solution, obtained by any of the methods men- 
tioned above, with water to about 50 cc., add an excess of NH4,OH, filter, 
wash with ammoniacal water, and pass H.S through the cold solution. 
Filter, and wash with HS water. Dissolve the sulfide in aqua regia in a 
small porcelain dish, evaporate nearly to dryness, dilute with hot water, heat 
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to boiling and add a slight excess of a dilute solution of NaOH or KOH. 
Filter on a small ashless filter, wash with hot water, dry, transfer the pre- 
cipitate to a platinum crucible; burn the filter and add its ash to the pre- 
cipitate; moisten the whole with HNO;, and heat, very gently at first, 
increasing the heat slowly to redness. Cool, and weigh as CuO. Calculate 
to Cu. 

CALCULATION.—CuO X 0.7989 = Cu. 


Nickel (Cyanide Method).—Dissolve 1.gram of steel drillings 
in a 400-cc. beaker with 20 cc. of dil. HCl (1:1). When action 
ceases, add 10 ec. of dil. HNO; (1:1). Boil until red fumes have 
been driven off, add 100 ce. of citric acid solution, dilute to 300 
cc., and add with a pipette exactly 5 cc. of standard AgNO; 
solution. Now add just sufficient NH4OH to destroy the cloudi- 
ness, then 2 cc. of KI solution, and titrate with standard KCN 
solution to the disappearance of turbidity. The end-point is 
easy for an experienced operator to detect, and is not reached as 
long as a drop, when striking the solution, produces a spot clearer 
than the liquid around it. As soon as the end-point is reached 
all turbidity will have disappeared. 

The cyanide first reacts with the nickel, then attacks the iodide. 
If it is thought that the end-point is passed, add a measured 
amount of AgNO; until a turbidity just appears. It is best to 
have another beaker containing a solution to be titrated, and to 
which no AgNO; has been added, placed beside the one being 
titrated so as to havea clear solution of the same color for com- 
parison. If the citric acid was dirty, the solutions will be cloudy 
and should be filtered before the AgNO; is added. 

SOLUTIONS.—Standard Silver Nitrate: Dissolve 2.885 grams 
of AgNO; in water and dilute to 1 liter. 

Potassium Iodide: Dissolve 50 grams of KI in 250 cc. of water. 

Citric Acid: Dissolve 380 grams of (NH4).SO,4 in a mixture 
of 270 ec. of conc. NH4OH and 1430 cc. of water, and add 240 
grams of citric acid. 


Norr.—In case (NH4);SO, is not available the solution may be made 
as follows: 

(a) Pour 166 cc. of conc. HSO, into 250 cc. of water. 

(b) Pour 712 cc. of conc. NH4OH into 880 ec. of water. 

Pour (a) into (b) very carefully, as considerable heat is produced; then 
dissolve 240 grams of citric acid in the mixture. 
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Standard Cyanide: Dissolve 8.85 grams of pure KCN (or 9.03 
grams of 98% KCN) and 10 grams of KOH in water and dilute 
to 2000 ec. 

STANDARDIZATION.—Standardize the KCN solution against 
the standard 3.50% nickel-steel of the U. S. Bureau of Standards, 
following the same procedure as above, each cc. of the above 
solution being equivalent to approximately 0.10% of nickel. 
An additional titration must be made in order to obtain the rela- 
tion between the AgNO; and the KCN solution. This is accom- 
plished in the solution after titration for standardization by 
adding exactly 10 cc. of standard AgNO; to the solution and run- 
ning in standard KCN to the disappearance of turbidity. One- 
half of the amount of KCN here required is to be subtracted 
from the amount used in each determination. Example: Suppose 
that 10 cc. of AgNO; required 5.2 cc. of KCN to destroy the 
turbidity and in the actual determination 5.6 cc. of KCN were 
required. Then 5.6 — 2.6*=3.0 cc. KCN actually required by 
the sample to destroy turbidity. Hence 


(3.0 ec. X Ni Factor) 
(wt. of sample) 


X 100 = percentage of Ni. 


Assuming the standard steel contains exactly 3.50% Ni, then 


E 0.0350 
Ni factor = - 


(ce. KCN required) — (cc. KCN equiv. to 5ce. AgNO;) 

NomEs.—(1) When 2% or more Cr is present, proceed exactly as described 
above except to add 200 cc. of the citric acid solution instead of 100 cc. 

(2) The presence of sulfates is necessary to obtain a sharp end reaction. 
AgI is soluble in a large excess of NH¿OH, so care should be taken to have 
the solution only slightly alkaline with NH,OH. It must, however, be 
alkaline. 

(3) If the titrated solutions are allowed to remain in open beakers for 
some time, a white film forms on the surface. This does not interfere with 
the analysis. 

(4) The AgNO; solution used should not be stronger than that indicated 
above, for when a strong solution is used, the Agl, instead of forming à 
turbid solution, settles out as à curdy precipitate, which does not readily 
react with the cyanide. 

(5) Such elements as V, Cr, W, Mo or Mn do not interfere, even when 
present in large amounts in the sample. Copper, however, is titrated with 
KCN, but is usually present in negligible quantities. If its presence is sus- 


* One-half of 5.2 cc. 
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pected, niekel should be determined by the dimethylglyoxime method 
below. 

Nickel (Dimethylglyoxime Method).—Dissolve 1 gram of the 
sample in 25 cc. of dil. HCl (1:1). When solution is complete, 
add HNO;, drop by drop, to oxidize the Fe. Add an equal vol- 
ume of water and boil for 10 minutes. Filter into a 600-ce. 
beaker and wash with dil. HCl. Boil and add 10 grams of citric 
acid dissolved in 50 cc. of water. Dilute to approximately 300 
cc., render slightly alkaline with NH4OH, then add a slight excess 
of acetic acid and heat to boiling. Add about 20 cc. of dimethyl- 
glyoxime solution, or 5 times as much dimethylglyoxime as there 
is Ni present. Thenadd NH,OH until the solution smells slightly 
of NH; or reacts alkaline. While still hot, filter on a weighed 
Gooch crucible, wash well, dry at 100—120? C. for 45 minutes and 
weigh as nickel glyoxime. Calculate to Ni. 

CALCULATION.— Nickel glyoxime X 0.2032 = Ni. 

Chromium.—Dissolve 1 gram of the steel in 20 cc. of. dil. 
H.SO, (1:3). When solution is complete, add dil. HNO; (1 : 3) 
drop by drop, until Fe is oxidized. (5 cc. are generally sufficient.) 
Boil to remove nitrous fumes and dilute to 150 cc. with hot water. 
Add to the boiling solution from a pipette a few drops at a time 
of strong KMnO, solution, boiling between each addition, until 
a permanent precipitate of MnO» is produced which does not 
disappear after 20 minutes’ boiling. An excess over the amount 
necessary to do this should be avoided, as it will render reduction 
of the excess KMnO, to MnO, very difficult and necessitate pro- 
longed boiling. Remove from the heat and let settle. If reduc- 
tion of excess KMnO, to MnO» is complete, the precipitate will 
settle quickly, leaving a clear yellow supernatant liquid; if not 
complete, the precipitate will not settle quickly and will leave a 
pink or reddish supernatant liquid and must be boiled again. 
Filter the cold solution, preferably into a 500-cc. Erlenmeyer 
flask; add 5 cc. of syrupy H;PO,, and a known excess of ferrous 
ammonium sulfate, and titrate the excess with standard KMnO,. 
Subtract the KMnO, required for the excess titration from the 
ferrous ammonium sulfate originally added (in terms of the 
KMn0,j) and calculate the difference to Cr. 

The H;PO, deoolorizes ferric salts, giving a better end-point, 
and should be added to the Fe(NH,)2(S8O,)2 solution when 
obtaining its relation to the KMnO, solution. 
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SOLUTIONS.—errous Ammonium Sulfate: Dissolve 50 grams 
of Fe(NH4)2(SO4)2°6H2O in 1900 ce. of water and add 100 cc. of 
conc. H2SO,. 

Permanganate: Dissolve 1.58 grams of KMnO, in water and 
dilute to 1 liter. 

STANDARDIZATION.—Titrate the KMnO,solution against 0.7021 
gram of pure Fe(NH4)s(SO4);:6H30 dissolved in a mixture of 15 
ce. of conc. HS0, and 150 cc. of water to obtain its Fe factor 
and calculate from this the Cr factor (also the vanadium factor 
if desired). 

CALCULATION.—As 0.7021 gram of Fe(NH4)s(SO4)&6H50 is 
equivalent to exactly 0.1 gram of Fe, therefore the amount of 

0.1 
ec. KMnO, used. 
Since 1 Cr is equivalent to 3 Fe in this reaction, we have: 


52.01 


Cr factor = Fe factor X16752 


= Fe factor X 0.3105. 


Vanadium.—Qualitative Test.—Dissolve about 0.5 gram of the 
sample in 10 cc. of dil. HSO; (1:3), heating until action ceases. 
Add 5 eec. of cone. HNO; and boil until no more red fumes are 
evolved. If tungsten is present, filter. Pour half of the solution 
into each of two 6-inch test-tubes. Then add to one tube 5 cc. of 
water and to the other 5 cc. of 3% Has solution. If V is present, 
the tube to which the peroxide was added will be distinctly redder 
than the other, even if there be only a few hundredths of a per cent 
of V in the sample. If Ti, but no V, is present, the color will be a 
clear yellow. Ifa red color is produced, V is present and possibly 
Ti also. Add 0.05 N FeSO,* solution, 1 cc. at a time, shaking 
after each addition, until the red color gradually fades. If Ti 
is present, the red will change to a clear yellow. If none is 
present, the red will gradually fade out without changing to 
yellow. 

Quantitative Determination.—Dissolve 5 grams of drillings in 
30 cc. of dil HCl (1:1) in a small covered beaker. When dis- 
solved, add a few drops of HF, warm, and add gradually 1 or 2 cc. 
of HNO; to oxidize the Fe. Evaporate to about 10cc. Cooland 


* Ferrous ammonium sulfate may be used. 


Fe equivalent to 1 cc. of the KMnO, = 
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pour into a 150-ce. separatory funnel with a very short stem. 
Wash out the beaker with warm HCl (1:1), transferring all the 
solution to the funnel. To keep the volume small, use successive 
small portions of 5-6 cc. of acid in washing. The total volume of 
solution in the funnel should not exceed 40 cc. Cool the funnel 
and contents and cautiously add 45-50 cc. of ether, previously 
saturated with HCl. Stopper and shake vigorously for 5 minutes, 
keeping cool by holding under running water. Set the funnel in 
a rack and let stand until the ether separates and the line between 
the two layers is sharp. Then remove the stopper carefully 
and draw off the aqueous solution down to the stop-cock, being 
careful to empty the stem. Add 5-6 cc. of dil. HCl (1:1) to 
the ether in the funnel and shake again. ‘Let separate as before, 
and draw off the acid, adding this to the first extract. It is desir- 
able to use as little acid as possible in washing, as it removes some 
Fe from the ether and increases that to be subsequently removed 
from the aqueous solution. 

During the whole operation the ether and the funnel should 
feel cool to the hand; if allowed to become too warm, vapor pres- 
sure may blow the stopper out. The aqueous solution contains 
some dissolved ether, a little FeCl; (which should not exceed 2% 
of that in the original solution) and the whole of the chlorides of 
V, Ni, Co, Mn, Al, and Cu. Evaporate this solution to dryness 
several times with a large excess of HCl to reduce vanadie acid to 
divanadyl chloride, according to the equation: 


Add 5 cc. of conc. H;80, and evaporate until all HCl is expelled 
and fumes of SO; appear. By this operation divanadyl sulfate 
is formed by the reaction: 
2VOClI; -2H580, = V202(SO4)2 --4HCI. 

Let cool and dilute to 200-300 cc. Warm to about 60? C. and 
titrate with standard KMnO, solution. The reaction is: 
5V505(804), -2K Mn0, 4- 8H580, y ] 

= 5V305(804)s 4- K3804,4-2M n80,-- 8H$O. 
Comparing this with the reaction for titrating ferrous iron: 
10FeSO,4-2KMnO44- SH $80, 

—5Fes(804); + Ks38044- 2Mn$80,--8H50, 
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we find 10V equivalent to 10Fe, and 
V —0.9126 Fe. 


Hence, the value of the permanganate solution in terms of Fe, 
multiplied by 0.9126, gives its value in terms of V. 


Nores.—(1) Small amounts of ferric salts do not interfere with the reac- 
tion, but when Cr is present to the extent of 2% or over, the color of the 
chrome salt masks the end reaction. The color of the divanadyl sulfate is 
pale blue, while that of the chromium sulfate is green. It is, therefore, 
impossible to tell from the color of the solution under the conditions whether 
the sample contains V or not, the discoloration of the permanganate solu- 
tion being the only indication of its presence. In such case proceed as under 
Chromium and Vanadium below. 

(2) Run a blank on the reagents along with the sample and deduct from 
the titration before calculating to V. 


Chromium and Vanadium.—Dissolve 1 gram of steel in 50 ec. 
of water and 10 ec. of conc. H50; in a 500-cc. beaker and proceed 
as described previously under Chromium until the solution is 
ready to titrate. Then add a standard ferrous ammonium sul- 
fate solution until the solution loses all brown tints and assumes a 
practically colorless shade in plain vanadium steels or a green color 
in chrome steels. Then add a few more cc. to insure an excess. 
Now add standard KMnO, solution, slowly and with vigorous 
agitation of the solution, until a very faint pink is obtained 
that persists after 30 seconds’ stirring. Should even as much as 
5 or 6% of Cr be present, a practiced operator can easily detect 
the pink tints through the chrome green. If it is desired to know 
the Cr content, record the amounts of ferrous ammonium sulfate 
and KMnO, solutions used and calculate the Cr content as 
deseribed previously under Chromium. 

Next, just destroy the pink tinge with ferrous ammonium sul- 
fate solution. The solution is now ready for the vanadium titra- 
tion. Add 2 cc. of a 2% solution of potassium ferricyanide 
(always use the same amount) and drop in slowly, with constant 
stirring, standard ferrous ammonium sulfate until a drop pro- 
duces a green color free from yellow tints. If much Cr is present, 
add ferrous ammonium sulfate until the green chromium color 
begins to darken. It is well to add from time to time during the 
titration a drop of the indicator and note if a green coloration is 
produced at the point where the drop mixes with the solution. 
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The Fe value of the ferrous ammonium sulfate multiplied by 
0.9126 gives the amount of V present. 

A blank must be run on a steel free from V but otherwise 
of similar composition. It is also best to run at the same time a 
V determination on a steel containing a known amount of V. 

Nores.—(1) The presence of Cr increases the blank. If Cu is present, it 
will precipitate out when ferricyanide is added. In such case, add ferri- 
cyanide before the MnO, is filtered off, and filter off the copper ferricyanide 
with the MnO». If a further precipitate is produced when ferricyanide is 
added for titration, run another determination, using double the amount of 
ferricyanide to precipitate the Cu. Nickel, if present, will also slowly pre- 
cipitate with ferricyanide. Mo does not interfere. If the sample is a W 
steel, when it is dissolved it should be digested until the precipitated WO; 
isa bright yellow. Then add enough permanganate to cause the precipitate 
to become chocolate-colored by the MnO, formed. 

(2) It is absolutely essential in V and Cr titrations, when coming back 
with permanganate, to add the latter until 3 drops give a faint pink which 
remains visible after 30 seconds’ stirring. The ferrous ammonium sul- 
fate should be added until 3 drops produce a distinct darkening of the green 
but nota blue. A better way for an analyst unfamiliar with the reaction is 
to add an excess of permanganate and titrate the excess with standard 
arsenite. ` 


Tungsten.—If Si is also to be determined use Method I; 
otherwise use Method II. 

Method I.—Weigh accurately 1 gram of drillings into a 250-ce. 
beaker, add 100 cc. of aqua regia (75 ec. of conc. HCl4-25 ce. of 
conc. H NO), and, after violent action ceases, evaporate to dry- 
. ness. Dissolve the residue by boiling with 20 cc. of dil. HCl 
(1:1) and a few drops of HNO;. Dilute with 100 cc. of water 
and boil until the WO; precipitate is bright yellow. Filter and 
wash well with hot HCl (1:1) to remove all Fe. Ignite in a plat- 
inum crucible until all paper is burned off, but do not heat the WO; 
hotter than a dull red. Cool in a desiccator and weigh. 

Add 3 drops of HSO; and 5 ee, of HF and evaporate off the 
acids under a good hood, finally driving off the H SO, by heating 
the crucible near the top. This evaporation must be carried out 
with extreme care to avoid loss by spattering. Heat to dull red 
and weigh. The loss in weight is SiO». Calculate to Si. 

CALCULATION.—SGi10; X 0.4672 — Si. 

The residue of WO; always contains some Fes0;. To correct 
for this, fuse it with 5 grams of NazCO; and a few small crystals 
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of NaNO; until all WO; is dissolved. Cool the melt, dissolve with 
hot water and filter off the residue of Fe.03. Wash well with hot 
water, ignite and weigh. Subtract the weight so obtained from 
the weight of the impure WO; after removing the SiO». The 
difference is the weight of the pure WO;. Calculate to tungsten. 

CALCULATION.—W O3 0.7931 =W. 

NotE.—If, when filtering the WO;, some of the precipitate adheres to the 
sides of the beaker, wash the acid out of the beaker, then remove with a.few 
ec. of NH4OH, rinsing into the platinum crucible with a little water. Evap- 
orate to dryness and then place the filter paper in this crucible to ignite. 

Method II.—Treat 1 gram of drillings in a 400-cc. beaker with 
50 ce. of dil. HCl (1:1) and digest until all action ceases. Add 
100 ec. of water containing 0.5 gram of NaCIOz. Boil until the 
W is converted to WO; as indicated by a bright lemon color. 
Filter, wash and ignite as previously described. High speed 
steels do not usually contain enough Si to require an evaporation 
with HF. If it is suspected that the sample contains over 0.50% 
Si, this evaporation should be made after ignition of the WO;. 
After weighing fuse the residue with anhydrous powdered NaCO; 
as previously described, take up the fusion with water, filter, 
wash, ignite and weigh again. The difference between the last 
two weights is WO;. Calculate to W. 

Molybdenum. Qualitative Test—Dissolve 0.5 gram of drill- 
ings in 25 cc. of dil HCl (1:1). Add 2 grams of KCIO; and if W 
is present, heat until the residue is bright yellow. Filter and add 
to the filtrate 10 grams of KOH dissolved in 10 ce. of water. Boil 
for several minutes. Filter and pour the solution into a large 
test-tube. Add HCl until crystals of KCl begin to form, then 
add a few grains of granulated tin and heat just to boiling. Cool 
and add 0.5 gram of KCNS. If Mo is present, a red color 
develops, the depth of color depending upon the amount present. 

The precipitation with KOH is to separate out the Fe, which 
` would also give a red color with KCNS. The solution must not 
be heated too long with the tin present, otherwise the delicacy of 
the test will be impaired. The test will indicate the presence of 
as little as 0.2% or less of Mo. 

Quantitative Determination.—Place 2 grams of drillings in a 
450-cc. beaker and cover with 50 cc. of conc. HCl. Heat to 
boiling and add conc. HNO;, a few drops at a time until the 
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sample is in solution and the Fe is oxidized. Very little more 
HNO; should be added than necessary to oxidize the Fe. A 
black film of carbonaceous matter will remain. Evaporate to 
the beginning of pastiness, add 50 cc. of hot water and 10 cc. of 
HCl and boil a few minutes. The WO; separates, if present. 
Filter and wash with hot water acidulated with HCl. To the 
filtrate add a solution of NaOH, shaking the flask well during the 
addition, until most of the free acid is neutralized, but not until a 
darkening in color takes place. 

Transfer the solution to a separatory funnel. Open the stop- 
cock of the funnel so that the solution runs out in drops, and 
let the drops fall into a 500-cc. volumetric flask containing 
150 cc. of a 6% solution of NaOH heated nearly to boiling. 
Shake the flask vigorously while the stream of drops is running in. 
This is important, as otherwise some Mo will be carried down with 
the Fe(OH);. Finally wash the funnel, running the rinsings 
into the NaOH solution. The Fe and most of the Cr are precipi- 
tated as hydroxides. A little Cr goes into the filtrate as chromate. 

Dilute the solution in the flask to 500 cc., mix well and filter 
through a large paper, rejecting the first few. cc. of filtrate. 
Transfer exactly 250 cc. of the filtrate to a 500-cc. beaker and 
add HCl until the solution is just acid to methyl orange; then 
add 4 cc. of conc. HCl in excess. Add a few drops of sulfurous 
acid to reduce the small amount of CrO; usually present, and boil. 
Add 40 cc. of NH, acetate, made by adding 30% acetic acid to 
conc. NH4OH until the latter is neutralized. Now add 40 cc. of 
a 1% Pb acetate solution, stir well, filter through a close filter 
paper and wash well with hot water. Ignite in a porcelain cruci- 
ble and weigh as PbMoO,. Calculate to Mo. 

CALCULATION.—PbM004X 0.2614 = Mo. 

Norrs.—(1) When the sample is dissolved and oxidized with HNO,, a 
little molybdie acid may precipitate. This would appear with the WO; if 
any were present. 

(2) The treatment with NaOH forms Na?MoO, which is soluble, while the 
Fe separates as Fe(OH);. If the acid solution is not added slowly and with 
vigorous stirring, the Fe(OH), will carry down with it some molybdic acid. 
Ammonium acetate is added to reduce the acidity, by dissociation. 

(3) If much W is present, dissolve the WO; in NaOH solution, dilute to 
50 cc., add cone. HCl until the solution is acid and then 20 cc. in excess, and 


evaporate the solution to 10 cc. Dilute to 50 cc. and boil. Filter off the 
WO; and add the filtrate to the main filtrate. 
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Titanium. Qualitative Test—See Vanadium (Qualitative). 

Quantitative Determination.—Add to 1 gram of the sample in a 
500-ec. flask 40 ce. of dil. H2SO, (1:3). Heat to boiling until no 
more action takes place. Disregard any residue. Dilute to 250 
cc. and add NH4OH until a slight precipitate forms; then add a 
few grams of Na2S20; and a few drops of H;80,, or enough to 
make the solution clear. Heat until all Fe is reduced, as shown 
by the absence of color when a drop is tested with KCNS; then 
add a solution containing 25 cc. of water, 15 cc. of conc. NH,OH, 
and 10 grams of KCN. Heat to boiling for several minutes. 

Prepare a filter by shaking two 9-cm. filter papers in a flask 
with water until well macerated and then pouring the pulp through 
a funnel containing a platinum cone. Place this funnel in a 
suction flask and pour the solution through, using suction. Filter 
the solution quickly to prevent oxidation of Fe and wash well 
with water. Burn the paper and contents in a platinum crucible 
until all paper is consumed; then add 4 grams of KHSO,, which 
has been previously fused to remove water; heat to fusion, and 
maintain at bright red heat for several minutes. Cool, add water 
enough to half fill the crucible and 5 cc. of H;SO,, and heat until 
the cake is all dissolved. Cool, transfer to a Nessler tube or 
other color comparitor, dilute to 100 cc. and add 3 cc. of Ha 
(ordinary 3% solution). If Ti is present, a yellow color will 
immediately appear. To the other tube add 100 ec. of 5% 
H.SO,, 3 cc. of H:O; and standard titanium sulfate solution a 
little at a time, shaking after each addition, until the color matches 
the color of the solution of the sample. The amount of Ti in the 
sample will then be the same as that added to the comparison tube. 


NomzEs.—(1) Has containing acetanilid or any other preservative should 
not be used. The pure 3% HO» solution is satisfactory. 

(2) Standard Titanium Solution: Ignite pure T1O; at dull red heat to con- 
stant weight. Weigh 0.5 gram of the anhydrous powder in a platinum 
crucible with 5 grams of pure KHSO,. Melt cautiously and keep at a low 
red heat for 5-10 minutes until the TiO; all dissolves and the liquid becomes 
clear. Partially cool the crucible and add 5 cc. of conc. H:50,, then heat 
again till the mass liquifies. Cool, and put the crucible and contents in 
200—300 ec. of water containing 5% of H;SO,. When the fusion is dis- 
solved, wash and remove the crucible. The TiO: should dissolve to a clear 
solution. If any residue remains, filter it out, wash, ignite and weigh, and 
deduct it from the TiO; taken, using the difference in calculating the strength 
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of the solution. Finally, dilute the solution with 5% HSO, until 1 cc. 
contains 0.001 gram of Ti. 
TiO; x0.6005 = Ti. 

Rererences.—Lord and Demorest: “Metallurgical Analysis," 4th ed.; 
Blair: “Chemical Analysis of Iron”; Johnson: “Chemical Analysis of 
Special Steels”; “Methods of the Chemists of the United States Steel 
Corporation for Sampling and Analysis of Alloy Steels,” 36-42 (1921). 


PIG AND CAST IRON 


General.—This method covers the usual determinations re- 
quired on all classes and grades of pig, charcoal and cast iron. 

Sampling.—The points to be observed in sampling iron for 
analysis are as follows: 

(1) The sample should preferably be drillings taken without 
the application of water, oil or other lubricant, and should be free 
from sand, dirt or other foreign matter. A magnet must not be 
used in separating the iron from foreign matter on account of the 
danger of losing graphitic carbon which is non-magnetic. 

(2) All samples should be ground uniformly in a hardened steel 
mortar. © 

(3) Drillings in the case of cast iron should represent the 
entire cross-section of material less than 1 inch thick. On 
material over 1 inch thick, the sample should be taken midway 
between the surface and the center. Ñ 

(4) Drillings in the case of pig iron should be taken midway 
between the surface and the center. 

Total Carbon.—Determine total carbon by the solution-com- 
bustion method. For the general arrangement of the combustion 
apparatus see Fig. 7, p. 134. 

Dissolve 1 gram of the sample in 75 cc. of a solution of copper 
potassium chloride. Stir constantly with a mechanical stirrer 
until the sample is dissolved (see Note 1) or let stand overnight. 
Complete solution is shown by the disappearance of all Cu from 
the bottom of the beaker. Filter on a previously ignited asbestos 
mat in a loose-bottomed Gooch crucible. Wash 5 times with dil. 
HCl (1:10), then 5 times with water. Do not let air draw 
through the mat and residue during filtering and subsequent 
washing. Transfer the mat and contents to the combustion boat, 
being careful not to lose any of the carbon, and dry at 100° C. 
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Introduce the boat with the residue into the center of the com- 
bustion tube, which is maintained at 850-900? C. for this deter- 
mination (also that of graphitie carbon). Admit oxygen at the 
approximate rate of 26 bubbles per 10 seconds, or 250 cc. every 

_10 minutes. As soon as the carbon begins to burn, there is at 
first a rapid evolution of gas, which quickly ceases. When the 
oxidation of the residue is completed, the oxygen begins to flow 
at normal speed again. Allow 30 minutes for oxidation of the 
carbon residue and sweeping of all CO; from the combustion tube 
into the absorption apparatus. Weigh the CO, formed and 
caleulate to C. | 

CALCULATION.—CO; X 0.2727 =C. 

Copper Potassium Chloride Solution: Dissolve 900 grams of 
2KCI-CuCl;:2H$;O0 in 2700 cc. of water and add 215 ec. of conc. 
HCl. Filter the solution through glass wool and asbestos. 

Notrs.—(1) We have found the rotating electrode a very convenient 
stirrer for getting the sample into solution. Of course no current should be 
passed when it is used for this purpose. - 

(2) This method cannot be used if the material is an alloy iron. In this 
case a portion of the sample passing a 20- but not a 30-mesh sieve must be 
mixed with 2 grams of litharge and the carbon determined by direct com- 
bustion at 1000° C. A blank must be carefully determined upon the 
litharge at the same temperature before using, and this blank deducted from 
the weight of CO» found. 

(3) See also notes (2) to (6) inclusive, under Total Carbon in Carbon 
Steel (p. 135). 


Graphitic Carbon.—Weigh 1 gram of the sample into a 200-cc. 
beaker and add 60 ec. of dil. HNO; (1:3). Heat on the steam 
bath until the iron is all dissolved. Filter on a loose-bottomed 
Gooch crucible through asbestos and wash with water; dil. HCl 
(1:1); water; NHOH (1%); water; HCl (1:1); water; and 
water, in the order indicated. Transfer the asbestos and con- 
tents to the combustion boat, heat until dry in the oven at 100° C. 
and determine carbon in the regular way. 

Combined Carbon.—Combined C is the difference between 
total C and graphitic C. 

In special cases the combined C may be determined colori- 
metrically as follows: Dissolve 0.2 gram of the sample in 6 cc. 
of dil. HNO; (1:3) in a small test-tube, filter, wash with the 
least possible amount of water, and compare the color of the 
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filtrate with that produced by a standard pig iron run in the same 
manner. The standard iron must not vary more than 0.1% in 
carbon from the unknown. 

Manganese (Bismuthate Method).—Dissolve 1 gram of drill- 
ings in 25 ce. of dil. HNO; (1 :3) ina small beaker. When dis- 
solved, filter into a 200-cc. Erlenmeyer flask, wash with 30 ec. of 
dil. HNO; (1:3), cool the filtrate, add about 0.5 gram of Na 
bismuthate, boil until the pink color has disappeared and dis- 
solve any precipitate of MnO: by adding a few drops of a satu- 
rated solution of FeSO, or of sodium thiosulfate. Then heat until 
all nitrous fumes have been driven off, cool to 60° F., add about 
0.5 gram of Na bismuthate and shake the flask vigorously for a 
few minutes. Add 50 cc. of 3% HNO;* and filter the solution 
into a suction flask through an extra-porous alundum thimble, 
taking care not to fill the thimble so full that any of the solution 
comes in contact with the rubber connection. Wash with 50-100 
ec. of the same acid and finally with water. From here proceed 
as directed on page 137, using for the standardization an iron (not 
steel) of known manganese content. 

Phosphorus.—Dissolve 1 gram of the sample in a 250-cc. 
beaker with 100 ec. of dil. HNO; (1:3). Add 5 cc. of saturated 
KMnO, solution and boil until the excess KMnO, is decomposed 
and the solution contains precipitated MnO». Add a few crys- 
tals of tartaric acid and boil until the solution clears, then a few 
minutes longer to drive off all nitrous fumes. Filter into a 500-ce. 
Erlenmeyer flask and wash the precipitate thoroughly with hot 
water. Add 15 ce. of cone. NH4OH and proceed as described 
under Phosphorus in Carbon Steel on page 138. 

Silicon.—Weigh 1 gram of the iron into a 12-cm. casserole or 
evaporating dish and add 60 ec. of silicon mixture (see Note 2). 
When effervescence ceases, rinse the sides of the dish with water 
and cover with a watch glass. Place on the hot plate and boil 
slowly but continuously until a white crust of FeSO, forms and 
SO; fumes appear. Remove the dish from the hot plate and cool. 
Dilute immediately with 75 cc. of dil. HCl (1:3) and bring to a 
boil. Keep at the boiling point until the solution is clear. Filter 

* This acid is prepared by adding 60 ee. of cone. HNO; to 1940 cc. of 


water and then adding 3-4 grams of Na bismuthate and shaking. It should 
be allowed to stand overnight before using. 
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while hot through an ll-em. filter, washing with hot dil. HCl 
(1:1) and hot water alternately until SiO, and paper are free 
from iron. Then wash the paper free from acid; ignite strongly 
and weigh as SiO». Calculate to Si. 

CALCULATION.—SiO» X 0.4672 HI. 


Nores.—(1) If the precipitate is red from undissolved Fe, volatilize with 
HF. Ignite and weigh again. The loss in weight is SiO. Calculate to Si. 

(2) Silicon Mixture.—' To 1500 cc. of water add 500 cc. of cone. HNO; 
and then 150 cc. of conc. H2SO, with constant stirring. 


Sulfur (Evolution Method).— Proceed as on page 142. 


Nork.—In the case of very coarse drillings which dissolve slowly, consid- 
erable acid may be carried over and neutralize the NH; in the CdCl, solu- 
tion. In such cases care must be taken to keep the solution up to original 
strength in NH;. If such samples are encountered, it is preferable to use the 
Elhott Method as described below. 


Sulfur (Elliott Evolution Method).—Thoroughly mix 5 grams 
of the sample with 0.25 gram of pure, finely powdered, anhydrous 


Eu 


Fic. 8.—Apparatus for Sulfur in Iron. (Elliott Evolution Method.) 


potassium ferrocyanide, and wrap in an 11-cm. filter paper. 
Place in a small porcelain crucible, cover and anneal at 750-8509 
C. for 20 minutes in a closed muffle. Cool slowly outside the 
muffle. The material should be covered practically completely 
by the charred paper, if the temperature has not been above 
850? C. or if it has not been in the muffle toolong. After cooling, 
crush the contents of the crucible slightly in a glass mortar and 
finally transfer to a 500-cc. Florence flask. 

Connect the evolution flask with a condensing tube(1 X8-in. 
test-tube) containing about 2 inches of water and standing in a 
conical beaker filled with cold water. A tube from this dips into 
a second test-tube containing 60 ce. of CdCl, solution, which again 
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is connected with another test-tube containing more CdCl, (see 
Fig. 8). 

Add 50 ce. of conc. HCl to the evolution flask and heat until the 
sample is in solution and all H:S has been driven over. Discon- 
nect the apparatus and wash the CdS into a tumbler. Add 3 ce. 
of starch solution and 15 ec. of conc. HCl and titrate at once with 
standard iodine solution to the appearance of a permanent blue. 

Sotutions.—Cadmium Chloride Solution.—Dissolve 20 grams 
of CdCl, in water with the aid of a few drops of HCl. Then add 
NH,OH until the precipitate completely redissolves. Make 
slightly acid with acetic acid and then add 20 cc. excess. Dilute 
to 2 liters. 

Standard Iodine Solution.— The same as used in the previous 
evolution method (p. 142). 

STANDARDIZATION.—Standardize exactly as described under 
Sulfur in Carbon Steel (p. 142). 


NorEÉ.— Copper, titanium, and vanadium are sometimes called for in this 
class of material. They may be detected and quantitatively determined 
as described in Blair, 7th ed., 184-185. 

REFERENCES.— Blair: “Chemical Analysis of Iron." Lord and Demor- 
est: ‘Metallurgical Analysis." 


PIG-TIN AND TIN METAL 


General.—The usual determinations required on pig-tin and 
tin metal are As, Sb, Bi, Cu, Fe, Pb and S. The sample should 
be in the form of either very fine drillings, millings, or sawdust— 
preferably the latter, as the accuracy of some of the determina- 
tions depends upon the fineness of the sample. 

Arsenic.—Weigh 5 grams into a 300-ec. Erlenmeyer flask and 
digest with 50 cc. of conc. H;SO, until completely decomposed. 
Cool the solution, dilute to 200 cc., and add 10 cc. of cone. HCl. 
Cool again and make faintly ammoniacal. Add 20 grams of 
oxalic acid crystals and agitate until solution is complete. Pass 
H58 into the solution for 1 hour, let the precipitate settle, filter 
and wash with dil. HS water. Dissolve the sulfides of Sb and 
As through the filter paper into a 300-cc. Erlenmeyer flask with 
warm NaS solution. Add 15 ce. of conc. H;SO, and approxi- 
mately 3 grams of fused KHSO,. Evaporate to copious fumes 
of SO. Add 50 ce. of water and 100 ec. of conc. HCl and warm 
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until the soluble salts are dissolved; then pass in H;S for 1 hour. 
Filter the As:S; on a filter paper which has been previously 
washed with dil. HCl (2:1) and wash the precipitate and the 
filter with acid of the same strength. Set aside the filtrate for 
the Sb determination. 

Dissolve the As;S; through the filter paper into a 250-cc. 
Erlenmeyer flask with warm NaS solution, add 10 cc. of conc. 
HSO; and approximately 3 grams of fused KHSO, and evaporate 
to fumes of SO;. Dissolve the salts with 100 cc. of water and 
5 ec. of conc. HCl, neutralize with NH4OH and litmus paper, and 
make faintly acid with HCl. Cool and add NaHCO; cautiously, 
a little at a time, until the solution is alkaline. Then titrate 
with 0.1 N iodine and starch as described under Arsenic in Tin 
Ore, on page 171. 

Antimony.— Dilute the above filtrate from the As:S; to double 
its volume and precipitate the Sb by running a strong current of 
H.S through the solution for about 15 minutes. Filter, dissolve 
through the filter paper with warm NaS solution and proceed 
as described under Antimony in Tin Ore, on page 172. 

Lead.—Dissolve a 5-gram sample in a 400-cc. beaker on the 
steam bath by adding 40 cc. of conc. HCl and a few crystals of 
KCIO;, one at a time, until the solution becomes yellow. Then 
boil for 5 minutes, or until the excess of Cl is expelled. Cool 
and add strong NaOH solution slowly until the heavy white pre- 
cipitate which is formed redissolves. Then add 50 cc. of strong 
NaS solution. Let stand in a warm place for 5 hours, filter and 
wash with dil. NaS solution. Dissolve the precipitate through 
the filter paper with hot dil. HNO; (1:1). Collect the solution 
in a 250-cc. beaker, add 15 cc. of conc. H;80,, evaporate to fumes, 
cool, take up with 100 cc. of water and boil for a few minutes. 
Again cool, let settle, filter off the PbSO, and dissolve it with 
ammonium acetate solution, slightly acidified with acetic acid. 
Finally precipitate as PbCrO, as described under Lead in Tin 
Ore, page 170. 

Iron.—Precipitate Cu and Bi in the filtrate from the PbSO, 
by passing H:S through the solution for 1 hour. Filter, wash 
the sulfides well with dil. HS water and set aside the sulfides 
for determination of Cu and Bi. The Fe will be found in the 
filtrate from the CuS and Bi;S;. Add bromine to the solution 
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and boil to oxidize the iron completely. Boil off the excess of 
Br, add a slight excess of NH,OH and boil until the odor of NH; 
is faint. Let settle, filter off the Fe(OH); and wash with hot 
water. Ignite, cool in a desiccator and weigh. 

Ordinarily, it is sufficiently accurate to assume that this ignited 
precipitate is pure Feis, If, however, the Al content is desired 
or there is any reason for suspecting its presence, fuse the residue 
with KHSO,, dissolve the melt in water, add sufficient HSC, to 
make a 5% solution, pass through ‘a Jones reductor, and titrate 
the Fe with 0.1 N KMnO,. Calculate to Fe:0;, subtract the 
latter from the weight of the combined oxides, and calculate 
the remainder to Al. 

CALCULATIONS.—1 cc. 0.1 N KMnO,=0.007984 gram Fesch 


A1,03X0.5291 = AI. 


Bismuth and Copper.—Dissolve the CuS and BiS; through 
the filter paper into a 250-cc. beaker with dil. HNO; (1:1). Pre- 
cipitate the Bi with NH,OH, filter and determine both the Bi 
and Cu as described under these elements on page 171. 

Sulfur.—Weigh a 10-gram sample into an evolution sulfur 
flask and connect the apparatus in the same manner as in the 
determination of Sulfur in Steel by the Evolution Method, 
described on page 142. Instead, however, of using 100 cc. of dil. 
HCI (1 :1) as in the method for steel, use 100 ec. of conc. HCl 
and collect the liberated gas in 100 ec. of bromine water instead of 
in ammoniacal CdCl, solution. Boil until all HS has been 
driven over, then disconnect the apparatus, boil off the bromine 
and make the solution slightly ammoniacal and then slightly acid 
with HCl. Dilute to approximately 400 cc., bring to a boil and 
precipitate as BaSO, by adding, drop by drop, 15 cc. of a 10% 
BaCl, solution. Boil for 30 minutes after the addition, let settle 
till clear, filter, ignite, cool and weigh as BaSO,. Calculate to S. 

CaALCULATION.—BaSOQ, X 0.1373 =S. 


TIN ORE 


General.—Tin seldom exists in nature in the metallic state. 
Its ores occur both in veins and in alluvial deposits. Cassiterite 
(SnOz), or tin-stone, is the most important ore and generally 
occurs,in alluvial deposits. The color of the oxide may be black, 
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brown, reddish yellow, red, or brownish white. The streak is 
white to brownish. When pure the ore contains 78.77% Sn and 
its sp. gr. is6.8—7.1. Another ore is Stannite (sp. gr. 4.3 —4.52), 
a compound of Sn, S, Fe, Cu, and sometimes Zn. 

The impurities most frequently associated with the oxide are 
pyrite, arsenopyrite, wolframite (tungstate of Fe and Mn), 
chalcopyrite, titaniferous iron, columbite, iron oxide, tourmaline, 
and sometimes blende and galena. To determine whether the 
mineral is SnO», fuse a finely ground portion in a porcelain 
erucible with three or four times its weight of NaCN and dissolve 
the mass in water. A tin globule, or globules, will be found if the 
material is SnO». The mineral may also be mixed with Na;CO; 
and charcoal and fused on charcoal in a reducing flame. 

When in veins the gangue generally consists of granite, slate, 
syenite, quartz or feldspar, and often carries garnets and zircons. 
Fluorspar is also frequently present, and by some authorities is 
considered a good indicator of tin-stone. 

Portions of the deposit are often very rich, but the average ore, 
whether from veins or placers carries only 1-5% SnOs. Most of 
the tin ores encountered along the Atlantic seaboard are concen- 
trates and can be analyzed directly. Very low-grade ores, how- 
ever, have to be concentrated before analysis, as later described 
(see p. 172). 

The following procedures apply to high-grade ores or concen- 
trates. 

Preparation of Sample.—After a thoroughly representative 
sample has been obtained, grind it in an agate mortar until it 
passes a 200-mesh sieve. This is extremely important, as the 
accuracy of the analysis depends largely upon the fineness of 
the sample. 

Tin.—Two methods are given below for the determination of 
tin. The Cyanide Method is considered the more accurate and 
is the method to be used in all cases of dispute or referee work. 
It is, however, a disagreeable method to handle and in cases 
where a large number of samples are to be analyzed, the Wet 
Method is preferable, although it should be checked up against a 
standard sample or against the cyanide method on one or more 
of the samples being tested. It requires considerable experience 
to obtain accurate results with the wet method. 
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Cyanide Method.—Treat 5 grams of the sample with 50 cc. of 
conc. HCl, boil for 15 minutes, add 10 ec. of conc. HNO; and 
boil for 10 minutes longer. This will remove all metallic impuri- 
ties, such as Fe, etc. Filter, wash with warm NH,OH, to remove 
any WO; which may be present, then with water, and dry the 
residue. Separate the residue from the paper as completely as 
possible, burn the paper and add this ash to the residue. Mix 
with 20 grams of finely divided NaCN (Poison!) and cover the 
mixture with 10 grams more of NaCN. Fuse in a Denver fire- 
clay crucible for 20 minutes at a dull red, keeping the crucible 
covered during the fusion. (This must be done under a hood 
with a good draft to take away the poisonous fumes.) Cool 
under the hood without removing the cover, taking precautions 
when removing the crucible from the heat to agitate it as little 
as possible. After the melt is thoroughly cool, break the crucible, 
pound off the slag, wash the button thoroughly to remove the 
cyanide, dry and weigh. 

The button may contain, besides metallic Sn, small amounts of 
Sb and other metals. It is therefore necessary to determine the 
amount of Sn in the button and calculate its percentage back to 
theoriginal sample. For analysis of the button use the procedure 
described under Solder, on page 191. 

Wet Method.—Weigh accurately 0.3 gram of the sample into a 
15-ec. iron crucible and add approximately 3 grams of Naz02* to 
the crucible, thoroughly mixing the ore and the peroxide with a 
glass stirring rod. Cover immediately with the iron crucible 
cover and place over a flame, using a low heat at first until the 
mixture is in a molten state, to avoid the possibility of explosion. 
Then increase the heat, and fuse until a quiet and complete melt 
is obtained. This usually requires about 15 minutes. 

After the fusion is completed, cool, place in a beaker containing 
sufficient water to cover the crucible, and digest until the melt is 
completely dissolved from the crucible. Remove the crucible 
and cover, washing thoroughly. Add cone. HCl until the 
precipitated Fe(OH); is dissolved. If the fusion has been effec- 
tive, there should be no residue after acidifying, with the possible 

* The Naz0, must be fresh and in good condition; otherwise it will not be 


possible to fuse the ore and the analysis must be started again. If there is 
any question about the condition of the peroxide, open a new can. 
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exception of a little SiO», together with a small amount of scale 
which may come from the crucible. It is very easy to distinguish 
between the scale and undecomposed ore. If the ore has not 
been thoroughly decomposed, do not proceed any further, but 
start the analysis again. 

Transfer the acid solution to a 500-cc. Erlenmeyer flask and add 
500 cc. of conc. HCl. Place in the solution three pieces of sheet 
nickel* about 3X 1 inches and 0.010 inch thick. Boil the solution 
for 1 hour, remove from the heat and cool under the tap, at the 
same time passing a strong current of CO; through the solution 
in order to eliminate the air as completely as possible. Run the 
CO; through the solution by means of a glass tube connected to 
the generator and fitted through one opening of a 2-hole stopper 
in the neck of the Erlenmeyer flask. When the solution is 
thoroughly cooled, run 5 ce. of starch solution through the second 
hole in the stopper, while the gas is still bubbling through the 
solution. Remove the tube, rinsing with water, and quickly 
insert another 1-hole stopper which has been cut off to fit the 
tip of a burette. Titrate the solution quickly with 0.1 N iodine 
by inserting the tip of the burette through the hole in the stopper. 
If air has access to the flask, the solution will be oxidized, giving 
low results. Calculate the titration to metallic Sn. 

CALCULATION.—1 ec. 0.1 N Iodine- 0.005935 gram Sn. 

Sulfur.—Weigh a 1-gram sample into a 250-cc. Erlenmeyer 
flask and add 15 ec. of conc. HNO; and a pinch of KCIO;. Cover 
the flask with a small watch glass and digest for 15-20 minutes. 
Remove the watch glass and evaporate to dryness. Take up 
with 15 ec. of conc. HCl and after the salts are in solution, dilute 
to 100 cc. Make ammoniacal, add 10 cc. of 10% (NH4)CO; 
solution and boil. Filter, wash well and make the filtrate slightly 
acid with HCl, using litmus paper to avoid a large excess. Boil 
off all CO, and add 15 ec. of 10% BaCl; solution, drop by drop, 
to the boiling solution. Boil for 15 minutes, remove from the 
heat, let stand until clear (at least 1 hour), filter, wash with hot 
water, ignite and weigh as BaSO,. Calculate to $. 

CALCULATION.—Ba$80, X 0.1373 =S. 


* This may be obtained in 6-inch strips from Eimer and Amend, New York 
City. 
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Iron.— Weigh a 1-gram sample into a 250-cc. Erlenmeyer flask, 
add 10 cc. of conc. HCl and 15 cc. of conc. HNO;, evaporate to 
dryness and take up with 10 cc. of conc. HCl. Then dilute to 
100 ce., filter, and wash thoroughly. Add a slight excess of 
NH,OH to the filtrate, bring to boiling, let settle and filter. 
Dissolve the precipitate through the filter with hot 10% H»SOx. 
Add a little H:O» to the solution. If the solution turns yellow, 
titanium is present. If no Ti is found, pass the warm iron 
solution through a Jones reductor and titrate with 0.1 N KMnO.. 

If Ti is present, evaporate the solution to fumes of SO;, take 
up with 100 cc. of water and reduce the Fe by passing H-S through 
the solution to saturation. Boil until the odor of HS is no 
longer noticeable and filter, if necessary, to remove sulfur. Cool 
and add 2 or 3 cc. of a saturated HgCl, solution to take care of 
the last trace of sulfide. Then titrate directly with 0.1 N 
KMnO, Calculate to Fe. 

CALCULATION.—1 ec. 0.1 N KMn0O4- 0.005584 gram Fe. 

Silica.—Fuse 0.5 gram of the sample in an iron crucible with 
5 grams of Na20» as described above under Tin (Wet Method). 
Digest the fusion with 100 cc. of water and add HCl until the 
solution clears. Evaporate to dryness and bake for 0.5 hour at 
150° C. Take up with 100 ec. of dil. HCl (1:4), boil, filter, wash, 
ignite thoroughly in a weighed platinum crucible in the blast 
and weigh. Unless some of the scale comes off the iron crucible, 
it is safe to assume that this residue is true SiO, and an evapora- 
tion with HF will not be necessary. If any scale is mixed with 
the SiO», it will be necessary, after the first weighing, to evaporate 
with HF; then ignite and weigh again. Calculate the loss in 
weight by treatment with HF as SiO». 

Lead.— Digest a 3-gram sample with 20 cc. of conc. HNO; until 
all brown fumes are expelled. Add 10 ec. of cone. HCl and digest 
10 minutes longer. Cool, add 15 ce. of conc. H580, and evapo- 
rate until white fumes of SO; are evolved. Cool, dilute to 
100 ce. and boil to dissolve all soluble salts. Then cool, filter and 
wash with 10% H;SO,. The insoluble residue will contain not 
only the insoluble material in the ore, but precipitated PbSO,. 
Dissolve this PbSO, by pouring several portions of hot ammonium 
acetate solution, slightly acidified with acetic acid, through the 
filter paper, collecting the solution in a 150-ec. flask. Wash 
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the insoluble material thoroughly with cold water, dilute the 
filtrate and washings to 300 cc., bring to a boil and add an excess 
of KCrO; solution. Boil for 1-2 minutes, let settle, filter 
through a weighed Gooch crucible, wash with hot water and ignite 
gently on an asbestos mat or by placing the Gooch crucible in a 
larger platinum crucible. Weigh as PbCrO, and calculate to Pb. 

CALCULATION.—PbCrO4,X 0.6411 = Pb. 

Bismuth.—Warm the original filtrate from the PbSO, and 
insoluble material and pass H;S into it for 1 hour. Filter and 
wash well with dil. H:S water. Dissolve the precipitate through 
the filter with warm dil. HNO; (1:1), collecting the solution in a 
250-cc. beaker. Wash the filter thoroughly. Make the filtrate 
slightly ammoniacal, bring to a boil, remove immediately from : 
the heat and filter off the Bi(OH);. (Save the filtrate for the 
copper determination.) Dissolve the bismuth precipitate through 
the filter with warm dil. HCl (1:1) into a 600-cc. beaker, using 
as little acid as possible. Place litmus paper in the solution, 
make barely ammoniacal, then add 1 cc. of dil. HCl (1:1). If 
the neutralization with NH,OH is carried out properly, this 
amount of HCl should make the solution distinctly acid. 

Pour into the solution 400 cc. of boiling water. This will 
precipitate the Bi as BiOCI. Set aside in a warm place for 
an hour to allow the precipitate to settle. Filter through a 
weighed Gooch crucible, wash with cold water, dry at 105° C. for 
4 hours and weigh as BiOCl. Calculate to metallic Bi. 

CALCULATION.—B1OCI X 0.8024 = Bi. 

Copper.—Make the filtrate from the Bi(OH); slightly acid with 
HCl and pass in H:S for 15 minutes. Filter the precipitate of 
CuS, ignite in a weighed porcelain crucible, cool, add 2 cc. of 
conc. HNO; to the ignited residue, evaporate to dryness and 
ignite again. Weigh as CuO and calculate to Cu. 

CALCULATION.—CuO X 0.7989 = Cu. 

Arsenic.—Weigh a 1-gram sample into a 250-cc. Erlenmeyer 
flask and add 30 ce. of conc. H;SO, and 5 grams of fused KHSO,, 
together with a piece of filter paper about an inch square. Heat 
until the solution is practically colorless. Cool and add 50 cc. of 
water and 100 cc. of conc. HCl. Warm to dissolve soluble salts 
and pass in H:S for 1 hour. This precipitates the As but not the 
Sb. Filter off the arsenic sulfide, together with other insoluble 
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matter in the ore, through a filter paper which has been previously 
washed with dil. HCl (2: 1). This treatment of the filter paper 
is necessary in order to avoid the precipitation of antimony in the 
paper. Wash the precipitate with dil. HCl (2 :1) and set aside 
the filtrate for the Sb determination. 

Dissolve the arsenic sulfide through the filter into a 500-cc. 
Erlenmeyer flask with warm NaS solution. After washing, add to 
the solution 10 ce. of conc. H2SO, and approximately 3 grams of 
fused KHSO,. Evaporate to fumes of SO;. Cool, add 100 cc. 
of water and 5 cc. of conc. HCl and heat to dissolve soluble salts. 
Place a small piece of litmus paper in the solution, make slightly 
ammoniacal, then barely acid with HCl. Cool and add NaHCO; 
cautiously and in small portions until the solution is strongly 
alkaline. (A considerable excess gives a sharper end-point.) 
Add 5 ec. of starch solution and titrate with 0.1 N iodine to a blue 
color. Calculate to As. 
` CALCULATION.—1 cc. 0.1 N Iodine =0.003748 gram As. 

Antimony.—Dilute the original acid filtrate from the arsenic 
sulfide above to about double its volume and pass in a strong 
current of HS for 10 minutes. Let settle, filter off the antimony 
sulfide and wash with dil. H:S water. Dissolve the sulfide through 
the filter into a 500-cc. Erlenmeyer flask with warm NaS solu- 
tion. Wash well with water, add 10 cc. of cone. HSO, and 
approximately 3 grams of fused KHSO, to the solution and 
evaporate to fumes of SO3. Cool, add 50 cc. of water and 10 cc. 
of conc. HCl and warm until soluble salts are dissolved. Now 
add 10 cc. more of conc. HCl and dilute to 200 ec. Cool and 
titrate with 0.1 N KMnO, The same permanganate solution 
may be used for this titration as is described under Antimony on 
page 193. It should be standardized against pure antimony. 

REFERENCE.—The above procedures are essentially those submitted by the 
Eastern Metal and Refining Company. They have been thoroughly tried 
out in this laboratory and found to be reliable. The Wet Method for Tin, 


however, often gives trouble until the analyst becomes experienced with it. 
See also R. W. Lodge: “Notes on Assaying.” 


CONCENTRATION OF LOW-GRADE TIN ORE 


General.—Owing to the high sp. gr. of SnOs, it can be separated 
from the gangue material and some of the other impurities in its 
ores by washing and concentration, Wolframite unfortunately 
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has a specific gravity of 7.2-7.5, which is slightly higher than SnO, 
This necessitates subsequent purification when this mineral is 
present. If the tin ore carries much Fe;O0;, this must be removed 
with acids, otherwise the resulting Sn will not collect in a button 
but will contain Fe and result in a porous, magnetic mass. Fol- 
lowing are the steps in preparing a low-grade ore for assay or 
analysis: 

(1) Concentration. 

(2) Roasting concentrates. 

(3) Panning concentrates and boiling in aqua regia. 

(4) Panning concentrates again. 

Concentration.— Weigh 500-1000 grams of ore, crushed to pass 
a 40-mesh sieve. If crushed too fine, the SnO; will slime badly, 
but it must be fine enough to liberate SnO; from the gangue. 
Carefully pan the ore again and again until no more concentrates 
can be obtained. This is done by placing the ore in a shallow 
pan, running a little water into the pan and shaking. Then 
carefully pour off the lighter constituents of the ore (tailings), 
allowing the heavy metallic compounds to settle to the bottom. 
Do not pan too closely; if a little gangue is left with the concen- 
trates, it does no harm. Discard the waste matter or tailings. 

Roasting.—Dry the concentrates (consisting of SnO», pyrite, 
and whatever heavy material happens to be in the ore, together 
with a small amount of gangue) and then place in a clay or iron 
roasting dish. Place this in a muffle, the bottom of which is 
hardly red, and heat slowly under a good hood. When the odor 
of SO; can no longer be detected, remove the dish, cool, and stir 
a little fine charcoal into the ore. This reduces sulfates, arse- 
nates and antimoniates to lower forms and enables Sb and As to 
be set free, and is especially necessary when As is present. Roast 
again and repeat until a dead roast is obtained.* Everything in 
the concentrates should at this stage be in the form of oxides. It 
can now be panned to remove iron oxides and silica and then 
treated with acid, or treated with acid directly and then panned. 

Treatment with Acid.—Boil the concentrates in aqua regia 
(1 part conc. HNO:3 parts conc. HCl) in which SnO» is insol- 
uble. This removes practically everything except some SiO», 
TiO. and certain other compounds insoluble in aqua regia. If 

* This point is reached when no more fumes of SO; or As¿0; are given off, 
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much SiO; is present, pan again. In some cases it is well to grind 
finely the tailings from this concentration and pan again. Dry 
the total concentrates, weigh and grind to pass an 80-mesh sieve. 

The concentrates are now ready for assaying or analysis by the 
methods previously described. Results should be reported both 
on the basis of the concentrates and on the basis of the original 
ore. 

ZINC (SPELTER) 


General.—Spelter ordinarily used for brass and similar alloys 
is usually classified, according to the amounts of Pb and other 
impurities present, into four grades: A, “High Grade”; B, “Inter- 
mediate””; C, “Brass Special”; and D, “Selected.” A fifth and 
still lower grade, “Prime Western,” is principally used for gal- 
vanizing. These grades are covered by the standard specifica- 
tions of the American Society for Testing Materials. 

The methods of sampling and analysis described below are 
those generally accepted in the United States as standard in 
all the larger laboratories of both producers and consumers of 
zinc and zinc products. The methods of analysis are those 
originally proposed by Elliott and Storer and Price. Alternative 
methods are to be used only when apparatus or chemicals required 
in the preferred method are not available. 

Sampling.—Select 10 slabs at random from a carload, saw 
each slab completely across from the middle of one long side to 
the middle of the other and use the sawdust for analysis. Or, drill 
three 9-mm. ($-inch) holes along one diagonal of each slab, boring 
completely through and taking care to make fine drillings. "The 
holes should be drilled as nearly as possible at the middle and half- 
way between either end and the middle of such diagonals. Go 
over the drillings or sawings with a powerful magnet to take out 
any iron which may have come from the drill or saw, and mix the 
sample thoroughly. The drill or saw must be thoroughly cleaned 
before use, and no lubricant may be used in either drilling or 
sawing. 

Lead (Electrolytic Method).— Place 8.643* grams of sample in 
a 400-cc. beaker and add sufficient water to cover. Then add 

* An empirical factor weight 8.643 is used instead of the theoretical one 


(8.662) according to the American Society for Testing Materials: ‘Triennial 
Standards” (1918), and E. F. Smith's “Electro Analysis," 4th ed., 102. 
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gradually and cautiously 30 ec. of conc. HNO;. When action is 
complete, boil the solution for a few minutes to expel nitrous . 
fumes. Wash the watch glass and the sides of the beaker and 
transfer the solution to a 250-ec. beaker. Dilute to 200 cc. and 
electrolyze, using a rotating platinum cathode and a stationary 
platinum gauze anode, with a current of 5 amperes. The time 
required for electrolysis is from 30 to 45 minutes, depending upon 
the amount of Pb present. Test the solution for complete depo- 
 Sition of Pb by washing the watch glasses and sides of the beaker 
until the depth of the solution is increased about 0.5 inch. Then 
continue the current for 15 minutes, and if the newly exposed 
surface is still bright, the Pb is completely deposited. ` Wash the 
anode three or four times with water, once with alcohol and then 
dry in the oven, or on the hot plate, at 210? C. for 0.5 hour and 
weigh as PbO;. 

The weight of PbO, in milligrams, divided by 100, will give the 
percentage of Pb. The PbO, deposit can be readily removed by 
covering the anode with dil. HNO; and inserting a piece of Cu 
in the acid. 

Lead (Alternative “Lead Acid" Method).— Place in a 350-cc. 
beaker 25, 15, 10 or 5 grams of drillings or sawings, according to 
whether the spelter is of Grade A, B, C, or D, respectively, and 
add, according to the size of sample taken, 300, 180, 120 or 60 cc. 
of “lead acid."* After all but about 1 gram of Zn is dissolved, 
filter on a close filter and wash out the beaker twice with “lead 
acid" from a wash bottle. Wash the undissolved matter from 
the filter into the original beaker with water and dissolve with a 
small amount of hot dil. HNO; (1:1). Add 40 cc. of “lead 
acid," and evaporate on the hot plate until strong fumes of SO; 
escape. When cool, add 35 cc. of water (which is the quantity 


* “Lead acid” is a solution of 1 volume of H,SO, in 7 volumes of water, 
saturated with PbSO, It is prepared as follows: Pour 300 cc. of conc. 
HSO; into 1800 cc. of water; dissolve 1 gram of lead acetate in 300 ec. of 
water and add to the hot solution with stirring. Let the solution settle for 
several days and siphon off through a thick asbestos filter for use. When 
“lead acid" is used, it is unnecessary to consider the solubility of PbSO,, 
since the solution is always brought back to the same volume as the volume 
of “lead acid" originally added; consequently when the PbSO, is filtered, 
no more Pb remains in the filtrate than was originally added in the “lead 


acid." 
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of water evaporated from the “lead acid”), and heat to boiling. 

` Add the first filtrate (containing the greater part of the Zn, 
and possibly a small amount of PbSO,), stir well, and let stand 
for at least 5 hours, preferably overnight. Filter on a weighed 
Gooch crucible, wash with “lead acid,” then with a mixture of 
equal parts of alcohol and water, and finally with alcohol alone. 
Set the Gooch crucible inside a porcelain crucible in order to 
avoid reduction of PbSO, by the flame gases and mechanical 
disintegration of the asbestos mat. Ignite for 5 minutes at the 
full heat of a Tirrill burner. Cool and weigh as PbSO,. Calcu- 
late to Pb. 

CaLCULATION.—PbSO, X 0.6833 = Pb. 

Iron.—Place 25 grams of the sample in a tall 700-cc. beaker 
and dissolve cautiously in 125 cc. of conc. HNO;. Boil, dilute to 
about 300 cc., add 10 grams of NH¿Cl and then NH¿OH until the 
precipitated Zn(OH) has redissolved. Boil, let settle and filter 
on an ll-em. S. & S. “Back Ribbon" or similar filter paper. 
Wash with dil. NH4OH and with hot water. Dissolve the pre- 
cipitated Fe(OH); with hot dil. H,SO, (1:4); wash with hot water; 
dilute the filtrate, if necessary, so that it will contain about 5% 
of H580, and pass through the Jones reductor.* Wash first with 
150 ec. of 5% H2SO, and then with 100 cc. of water and titrate 
with KMnO, solution, containing approximately 0.2 gram per 
liter. 1 cc. of KMnO, solution will equal about 0.000334 gram of 
Fe. Run a blank with the same amounts of acid and water 
and correct accordingly. 

Standardization.—Standardize the KMnO, against sodium 
oxalate furnished by the Bureau of Standards, using the following 
procedure: Weigh in duplicate 0.0200-gram portions of NasCs0, 
into a 200-cc. Erlenmeyer flask, dissolve in 50—75 cc. of hot water 
(80-90? C.), and add 10 ce. of dil. HSO, (1:1). Titrate at once 
with the KMnO, solution, stirring vigorously and continuously. 
About 49-50 cc. of KMnO, solution will probably be required. 
The KMnO, must not be added more rapidly than 10-15 cc. per 
minute and the last 0.5-1 ec. must be added with particular care 
to allow each drop to be fully decolorized before the next is 

* For manipulation of the Jones reductor see p. 186. If, before passing 


the solution through the reductor, a large amount of PbSO, is present, it is 
well to filter it off so as to prevent clogging the reductor. 


ANALYSIS OF METALS Pré 


added. The solution should not be below 60? C. at the time the 
end-point is reached. The use of a small thermometer as a 
stirring rod will be found convenient in this titration. 

0.01667 
ec. of KMnO; used. 

Cadmium.— Place 25 grams of drillings in a tall 500-cc. beaker; 
add 250 cc. of water and 55 cc. of conc. HCl and stir. When the 
action has almost ceased, add more acid with stirring, about 
2 cc. at a time, and let stand after each addition of acid, until 
finally all but about 2 grams of Zn has been dissolved. About 
60 ec. of acid in all are usually required. It is best to allow the 
first 55 cc. of acid to act overnight. 

Filter, first transferring one of the undissolved pieces of 
zinc to the filter paper, and wash twice with water. Discard the 
filtrate. Wash the undissolved matter on the filter paper into a 
500-cc. beaker; cover, and dissolve in HNO;. Transfer to a 
casserole, add 20 cc. of dil. H2SO, (1:1) and evaporate until fumes 
of SO; appear. Take up with about 100 cc. of water, boil, cool, 
and let stand until any PbSO, present settles completely. Filter 
off the PbSO,, wash with water, retain the filtrate and discard the 
PbSO, Dilute the filtrate to 400 ee, add about 10 grams of 
NH,Cl, and pass in HS for 1 hour. It is occasionally necessary 
to start precipitation of the CdS by the addition of a drop or two 
of NH4OH to the dilute solution. 

Let stand until the precipitate has settled, and then filter off 
the impure CdS in a loose-bottomed Gooch crucible. Remove 
the CdS by carefully punching out the bottom into a tall 200-cc. 
beaker. Wipe off any CdS remaining on the sides of the crucible, 
using a little asbestos pulp; add 60 cc. of dil. H2SO, (1:5) and boil 
for 0.5 hour. In the case of spelters carrying large amounts of 
Cd, it may be necessary to add more acid. The dilute acid 
dissolves CdS and ZnS, but not PbS. 

Filter and dilute to 300 cc.; add about 5 grams of NH,Cl and 
precipitate with H.S again, in order to get rid of traces of Zn. 
In case a large amount of Cd is present, a third precipitation may 
be necessary. After the final precipitation, let settle, filter and 
transfer to a weighed platinum dish; cover, and dissolve in dil. 
HCl (1:3). Also dissolve the sulfide remaining on the filter paper 
in hot HCl (1:3) and add it to the solution in the platinum dish. 


CALCULATION.—Fe factor = 
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Add a little HSC, and evaporate the solution on the hot plate until 
copious SO; fumes escape. Dilute with water, add a few cc. of 
conc. HNO; to oxidize any filter paper shreds, and again evap- 
orate the solution until fumes of SO; come off freely. Remove the 
excess of H SO, by heating the dish cautiously, and finally heat 
to between 500? and 600? C., or to dull redness, cool and weigh as 
CdSO,. Calculate to Cd. 

CALCULATION.—Cd804X 0.5392 = Cd. 

Cadmium (Alternative Method).—Proceed as above until the 
CdS has been dissolved in HCl. Oxidize with HNO; and filter 
from any sulfur. Transfer the solution to a 200-cc. beaker, add a 
drop or two of phenolphthalein and then pure NaOH or KOH 
solution until a permanent red color is obtained. Add a strong 
solution of pure KCN, with constant stirring, until the precipitate 
of Cd(OH), is completely redissolved. Avoid using excess of 
KCN. Dilute the solution to 200 cc. and electrolyze with a 
current of 5 amperes, using a rotating platinum anode or cathode. 
(The Cd deposits on the cathode.) The time required is 1-2 
hours. The solution should always be tested for Cd as follows: 
Raise the liquid in the beaker* and then note after 20 minutes 
the newly exposed surface of the electrode. If it is still bright, 
the Cd is completely deposited. Finally wash the electrode with 
water and then with alcohol. Dry at 100° C., cool, and weigh. 
The increase is metallic Cd. 


REFERENCE.—Report of Subcommittee of Division of Industrial Chem- 
ists and Chemical Engineers, J. Ind. Eng. Chem. 7, 547 (June, 1915). 


ZINC DUST 


General.—Commercial zinc dust is bought and sold upon its 
actual reducing power, which is measured by the amount of 
metallic Zn present or, as it is termed in the trade, “available 
zinc.” The determination of the amount of available Zn, by 
means of K;Cr;O;, and H2SO,, depends upon the following 
reaction: 


3Zn + K:Cr:0; +7HS0, = 3Zn80,4- Cr4(SO4) 3 de K280,+7H50. 


Standardization of Solution.—Prepare a solution of pure 
K;Cr;0; containing about 40 grams per liter. Pipette exactly 
* As under Lead (Electrolytic Method), above. 
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10 ec. of this solution, with a certified pipette, into an Erlenmeyer 
flask. Add about 150 ec. of water, 3 cc. of conc. H,SO, and 15 cc. 
of 10% KI solution. Titrate the liberated iodine with 0.1 N thio- 
sulfate, adding a little starch indicator when the end-point has 
been nearly approached. The exact end-point is indicated by a 
change in color from dark brownish green to clear light green. 
This change is very sharp. Calculate the exact strength of the 
bichromate solution from the factor: 1 cc. 0.1 N thiosulfate 
= 0.004903 gram Ks;Cr;0;. 


Nore.—It is possible to obtain K;Cr;O; sufficiently pure so that the solu- 
tion does not need to be standardized. 


Procedure.— Weigh accurately 1 gram of zine dust into a 350- 
cc. beaker, add 50 cc. of standard K2Cr207 solution and dilute 
with about 200 cc. of distilled water. Then add, drop by drop, 
with constant stirring, 20 cc. of dil. H2SO, at the rate of 1 cc. 
per minute. It is very important that the liquid should be con- 
stantly stirred and no bubbles of hydrogen should escape. Fin- 
ally, add 5 ec. of conc. HSO, and let stand until there is no 
further action. There will generally be more or less metallic Pb 
which will not be attacked. Heat just to boiling and then cool to 
room temperature. Transfer the liquid to a 500-cc. volumetric 
flask and dilute to the mark. Mix thoroughly and pipette 200 cc. 
into a beaker; add 15 cc. of 10% KI solution and titrate with 0.1 
N thiosulfate as previously described. Calculate the amount of 
KsCr50; equivalent to the thiosulfate titration and multiply by 
2.5. Subtract this from the total amount of KCrO; in the 
50 cc. originally taken and from the difference calculate the 
amount of metallic Zn. 

CALCULATION.— K5Cr$0; X 0.6667 = Zn. 

REFERENCE.—Classen: “Ausgewählte Methoden der  Analytischen 
Chemie,” 1, 353. 

BRASS AND BRONZE 


General.—This method covers the analysis of alloys of the 
brass or bronze type containing two or more of the following 
elements: Cu, Pb, Sn, Zn, P, Fe, Ni, Mn, As, Sb, and Al (the 
latter only in small amounts). It does not include white metals 
- and aluminum alloys, containing considerable Al. The sample 
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for analysis should be in the shape of very fine drillings free from 
oil, iron dirt, or other foreign matter. If the composition of the 
alloy is unknown, a qualitative analysis should be made, using a 
5-gram sample. 

In those cases where an alternative method is given, the latter 
is to be used only when for some special reason the first method 
cannot be employed. 

Phosphorus.—Dissolve 1 gram of the sample in 15 ce. of fum- 
ing HNO; and evaporate on the hot plate until most of the free 
acid is expelled. Add 10 cc. of cone. HCl and evaporate to dry- 
ness. Dissolve the residue in 10 cc. of HCl and 50 cc. of water, 
heat to boiling and precipitate the Pb, Sn, and Cu with granu- 
lated c. p. metallic Zn, 20-mesh. Use an excess of the Zn and 
let the reaction continue until no Pb, Sn, or Cu remains in the 
solution. Just before filtering add 5-10 ce. of conc. HCl to the 
solution. Filter immediately on a rapid filter, in the cone of 
which has been placed 1-2 grams of the zinc. Wash well with 
hot water and neutralize this solution (approximately 150 ee, 
in volume) with NH4OH, adding the latter only until a perma- 
nent, heavy, curdy, white precipitate forms. Bring back again 
with conc. HNO;, adding approximately 5 cc. in excess. Heat 
the solution to 70? C. and precipitate the phosphorus by adding 
60 cc. of ammonium molybdate solution. Shake for 5 minutes 
and let the solution stand at least 0.5 hour, or until the yellow 
precipitate has completely settled. Filter through an 11-cm. 
filter paper, wash the precipitate five times with 2% HNO; then 
with 1% KNO; solution until free from acid (approximately 15 
times). 

Place the filter and contents in the original flask, which has 
been thoroughly rinsed with water, and add approximately 50 ec. 
of cool water and a measured amount of standard NaOH solution 
from a burette, 5 cc. at a time, sufficient to completely dissolve 
the yellow. precipitate. Cork the flask and agitate violently 
until the filter paper is disintegrated; add 3 drops of 1% phenol- 
phthalein solution with a medicine dropper, and titrate with 
standard HNO; to the disappearance of the pink color. The 
same standard acid and alkali may be used as employed for 
determining Phosphorus in Steel, as described on page 139. 
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CALCULATION.—Subtract the number of cc. of HNO; used 
from the number corresponding to the volume of NaOH added. 
The difference is the ec. of HNO; equivalent to the phosphorus in 
the sample, and this, multiplied by the value of the HNO; in 
terms of phosphorus, gives the weight of phosphorusin the sample. 

Tin.—/f the alloy contains over 1.5% of Sn: Weigh 1 gram 
into a 250-cc. beaker, add 15 ec. of dil. HNO; (2:1), cover imme- 
diately with a watch glass and, when violent action ceases, boil 
until no more red fumes are given off. Place the beaker on a 
water bath and digest for 0.5 hour. Dilute with 50 ec. of water 
and filter at once, if the alloy contains phosphorus, washing 
very thoroughly with 2% HNO;. 

Test the last drops of the filtrate with a little potassium ferro- 
cyanide or ammonium sulfide solution; neither solution should 
give any precipitate. Place the filter paper and contents in a 
weighed porcelain crucible, smoke off the paper and ignite for 15 
minutes in the full heat of a Tirnll burner. Cool in a desic- 
cator and weigh. This represents SnOs-J-Sb;0,44- Bas, together 
with traces of Fe, Cu and Pb. (Save these mixed oxides.) The 
P and Sb are separately determined, calculated to oxides and 
subtracted from the above weight. The remainder is SnO;. 
Calculate to Sn. 

CALCULATION.—SnO, X 0.7877 — 8n. 

If the alloy contains less than 1.5% of Sn: Dissolve 5 grams 
in 40 cc. of dil. HNO; (2:1) and treat as above described. In 
this case the filtrate should be made up to volume and an aliquot 
equivalent to 1 gram taken for the subsequent determinations of 
Cu, Pb and Zn. 


Norz.—In the case of brass or bronze containing less than 10% Sn and less 
than 0.7% P, no further purification of the mixed oxides is necessary; 
but if above these limits, the mixed oxides must be purified as follows: Fuse 
the ignited precipitate with a mixture of finely powdered sulfur and Na;CO; 
in the proportion of 1 part of the precipitate to 3 parts each of S and of 
Na.CO; in a covered porcelain crucible until the odor of SO; has disappeared. 
Cool and dissolve the fusion in hot water; add an excess of Na:50; to convert 
any polysulfides to monosulfides, filter and wash the precipitate thoroughly. 
This precipitate contains Cu, Pb, and Fe. Dissolve in dil. HNO; (1:3). 
Determine the Cu and Pb electrolytically and the Fe with NH4OH in the 
regular way. Calculate the weights thus found to the oxides and subtract 
from the original precipitate. 
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CALCULATIONS.— 
P x 2.2892 = PA, 
Sb x 1.2628 = Sb,O4. 
PbO, x 0.9331 = PbO. 
Fe x 1.4298 = Fe;0;. 
ien x 12517 (O: 

Copper and Lead.—When lead is 10% or less: Dilute the 
filtrate from the Sn determination to approximately 200 cc. and 
add conc. HNO; until the solution contains approximately 10%. 
Then add 1 ec. of conc. H¿SO,. Electrolyze the solution in a 
beaker, starting with a current of 2 amperes and gradually work- 
ing up to 3 amperes, as the blue color of the solution disappears. 
Use either a rotating anode or a rotating cathode and continue 
the electrolysis for 45 minutes. At the end of this time stop the 
rotation of the electrode but do not turn off the electrolysis 
current. Lower the beaker and shut off the current just before 
the electrodes come out of the solution. Quickly wash the 
electrodes with a stream of distilled water from a wash bottle. 
Remove and immerse immediately in methyl alcohol. Then 
burn off the alcohol in the air, keeping the electrode in constant 
motion. Cool in a desiccator and weigh. The cathode contains 
the Cu in the metallic state and the anode contains the Pb as 
PbO». Calculate the latter to Pb. 

Test the solution for complete removal of Cu and Pb by 
further electrolysis with fresh electrodes and weigh any further 
deposit which may form. 

CALCULATION.—Pb0O; X 0.8643 = Pb.* 

Norrs.—(1) In case no Pb is present, the addition of 4 cc. of conc. H»SO4 
before electrolyzing aids materially in getting a good Cu deposit. 

(2) Extreme care must be exercised that the electrodes are completely 
dry before weighing. The alcohol should be changed frequently, as it soon 
absorbs water and drying becomes difficult. 


(3) In case there is only a trace of Pb present, a separate 5-gram sample 
should be run for this element alone. 


In the case of alloys containing more than 10% of Pb the PbO, is 
likely to flake off the anode and electrolysis is not a suitable 
method. Proceed therefore as follows: 

To the filtrate from the Sn determination add 10 cc. of conc. 
H$;80,  Evaporate the solution until white fumes of SO; come off 

* Empirieal faetor (p. 174). 
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freely. Then cool thoroughly and add 150 ce. of water; boil and 
let stand until perfectly cool. Filter the PbSO, on a weighed 
Gooch crucible, and wash with a 5% solution of H;80,, and then 
with a mixture of equal parts of alcohol and water until the 
washings are free from acid. The alcohol should not be run into 
the main filtrate as it will interfere with the subsequent elec- 
trolysis for Cu. It is used merely to remove the acid of the first 
washing liquid. 

Dry in the oven to remove alcohol and moisture, then set 
the Gooch crucible inside of a platinum crucible and ignite to a 
dull red heat. Cool in a desiccator and weigh as PbSO,. Cal- 
culate to Pb. 

CALCULATION.—PbSQ, X 0.6833 = Pb. 


Nork.—In case this procedure is followed, the Cu is determined by elec- 
trolysis of the filtrate as above described. 


Zinc (Electrolytic Method).—To the filtrate* from the Cu and 
Pb determinations add 5 cc. (not more) of conc. HSO, and 
evaporate to the appearance of SO; fumes. Cool, rinse into a 
suitable beaker, and dilute to approximately 150 cc. Add 50 cc. 
of 30% NaOH solution and electrolyze the solution, using a 
current of 3 amperes and 2.5 volts, and a cathode which has been 
plated with Cu. The cathode used previously in the determina- 
tion of Cu is suitable. The Zn generally deposits out in 15 min- 
utes. After weighing the deposit, however, dissolve off the Zn 
in dil. HCl (1 : 1), wash, dry and weigh; then electrolyze for 10 
minutes more in the same solution to insure the complete removal 
of all Zn. The manipulation for this determination is exactly as 
in the Cu determination and the Zn is weighed as metallic zinc. 


Nores.—(1) The amount of Zn weighed on the electrode should not be 
over 0.1 gram. If, therefore, the alloy contains more than 10% of Zn, dilute 
the filtrate from the Cu and Pb determinations to a suitable volume in a volu- 
metric flask and take an aliquot that will yield not more than 0.1 gram of Zn. 

(2) If Pb has been determined as PbSO, and 10 cc. of H2SO, used, add 
25 cc. more of the 30% NaOH solution to take care of the extra acid. 

(3) Blanks should be run frequently on the NaOH to make sure that it 
contains no Zn. J. T. Baker's c. P. NaOH (electrolytic) has been found 


satisfactory. 


* Or to an aliquot. (See Note 1.) 
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Zinc (Phosphate Method).—In the filtrate from the electroly- 
sis of Cu and Pb precipitate the Fe and Al as hydroxides by the 
addition of an excess of NH,OH. Filter and determine Zn in the 
filtrate as follows: i 

Add conc. HCl to the above solution until it is faintly acid, 
then add 2 cc. in excess. Now add an excess of a 10% solution 
of NH, or Na phosphate and heat to boiling. Add NH,OH 
rapidly until all the precipitate redissolves. Bring back to acid- 
ity slowly with acetic acid and add 1 cc. excess. Stir briskly 
until the precipitate becomes crystalline, taking care that the 
policeman does not touch the sides of the beaker. Set the beaker 
aside for several hours, filter on a weighed Gooch crucible, wash 
with hot water, ignite strongly and weigh as Zn2P207. Calculate 
to Zn. 

CALCULATION.—Zn3;P$;0; 0.4290 = Zn. 

Manganese (Bismuthate Method).—Dissolve 10 grams of the 
sample in 70 cc. of dil. HNO; (1 : 1), adding only a small amount 
of acid at a time to avoid loss byfoaming. Evaporate to approxi- 
mately half volume. Add 30-40 cc. of water, filter off any SnOs 
and wash the precipitate thoroughly with hot water. In case 
both Mn and Fe are desired, make up the solution to volume, 
retaining one-half for the determination of Fe and the remainder 
for the Mn determination. Most samples of so-called manganese 
bronze contain a very small amount of Mn, in which ease take 
an aliquot representing 5 grams. In no ease, however, should the 
aliquot taken for analysis contain over 0.015 gram of Mn. 
Remove the Cu and Pb by electrolysis and evaporate to 50-75 
cc.; cool to tap-water temperature and add approximately 0.5 
gram of sodium bismuthate. Let stand for several minutes with 
occasional shaking. Place an alundum filtering tube in a Gooch 
crucible holder, making the connection with rubber. Filter the 
solution through the alundum with suction. The alundum tube 
should fit well down into the glass crucible holder and the solution 
should at no time come within 0.5 inch of the place where the 
rubber connection is made on the outside of the tube. Titrate the 
filtered solution at once with standard sodium arsenite solution. 


Notr.—The arsenite solution is made to contain approximately 1 gram of 


As»0» per liter. The solution described under Manganese in Steel on page 
137, is satisfactory. 
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Manganese (Alternative Method).—In case the estimations 
of 8n and Mn only are desired, evaporate the filtrate from the Sn 
determination to small bulk in a 300-cc. Erlenmeyer flask. 
Add 50 ce. of cone. HNO; (which must be water-white) and bring 
to a boil. Add 2-3 grams of KCIO;, a few crystals at a time, and 
boil until the MnO; is completely precipitated and all nitrous 
fumes are driven off. Filter through an asbestos mat in a Gooch 
crucible and wash free from acid with hot water, allowing all 
HNO; to run through the filter before starting to wash with 
water. Transfer the asbestos and precipitate to the original flask 
and add a measured excess of standard ferrous ammonium sulfate 
solution, 5 cc. at a time. Agitate until the brown MnO, is 
dissolved. It may be necessary to break up some of the lumps 
with a stirring rod before solution is possible. Titrate the excess 
of ferrous iron to a pink color with standard KMnO,. (The same 
standard ferrous ammonium sulfate and KMnO, solutions may be 
used as for the determination of Chromium in Steel, p. 153.) 
Deduct from the amount of ferrous ammonium sulfate used 
(expressed in terms of the KMnQ,solution) the amount of KMnO, 
required for the back titration. The difference is the amount of 
standard KMnO, solution consumed by the Mn present in the 
precipitate. Calculate the Mn factor of the KMn0O, solution 
by multiplying its Fe factor by 0.4919. 

Iron.—Use a 5-gram aliquot of the filtrate from the Mn- 
determination, or, in case this element is not determined, dissolve 
5-10 grams of the finely divided sample in HNOs, boil until 
nitrous fumes are expelled and dilute with 100 cc. of water. 
Filter off any metastannic acid and wash thoroughly with hot 
water. Add a small amount of NH,Cl to the filtrate and an 
excess of NH,OH sufficient to redissolve any white Zn(OH): 
formed. Heat to boiling, filter and wash the precipitate with hot 
water until the washings are free from Cu. Dissolve in hot dil. 
HCI (1 : 1) and repeat the process. After the second precipita- 
tion, dissolve the Fe(OH); by pouring hot dil. H2SO, (1 : 4) 
through the filter paper, washing the filter thoroughly with the 
1:4 acid and hot water. Dilute until the solution contains 
about 5% of H2SO,. Meanwhile prepare the Jones reductor 
(see note 2) as follows: 
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Connect the suction bottle with a vacuum pump, fill the 
reductor while the stop-cock is closed (or nearly so) with warm 
5% H.SO, and then open the stop-cock so that the acid runs 
through slowly. Continue to pour acid in until 200 cc. have 
passed through, then close the cock while a small quantity of 
liquid is still left in the funnel. Remove the filtrate and again 
pass through 100 cc. of warm 5% acid. Test this with 0.1 N 
KMnO, solution. A single drop should color it permanently; 
if it does not, repeat the washing. Be sure that no air enters the 
reductor. (If it is impossible to obtain an acid solution which 
does not color with 1 drop of KMnO, solution, the entire filtrate 
may be titrated and the titration applied as a negative blank 
correction in the determination.) 

Pour the acid iron solution while hot (but not boiling) through 
the reductor at a rate not exceeding 50 cc. per minute. Wash out 
the beaker with 5% H.SO, and follow the iron solution without 
interruption with 175 cc. of warm acid, and finally with 75 cc. of 
water, leaving the funnel partially filled. Remove the filter 
flask and cool the solution under the water tap. Add 10 ce. of 
dil. H2S0, and titrate to a faint pink with 0.05 N KMnO, solu- 
tion directly in the filter flask. Calculate the titration to Fe. 

CALCULATION.—1 cc. 0.05 N KMn0,— 0.00279 gram Fe. 


NorEs.—(1) If the alloy contains tin, the iron obtained from the purifica- 
` tion of the SnO» precipitate must be added to that found in the main solution. 

(2) The Jones reductor consists of a glass tube about 30 em. long and 18 
mm. inside diameter with a glass stop-cock at the bottom. In filling it, first 
place a platinum spiral or a few glass beads in the bottom and then a plug of 
glass wool followed by a thin layer of asbestos such as is used for Gooch 
crucibles. Finally fill the tube with amalgamated zine to within about 5 cm. 
of the top and cover it with a little glass wool serving as a filter. 

The amalgamated zinc may be prepared as follows: Dissolve 5 grams of 
mercury in 25 ec. of dil. HNO; (1 : 1), dilute to 250 cc. and transfer to a 
heavy liter flask. Add to the solution 50 grams of granulated zine (20-30- 
mesh), shake the mixture thoroughly for 1-2 minutes and then pour off the 
solution and wash the zine free from acid with distilled water. 


Arsenic.—Weigh 3-10 grams of the sample (according to the 
As content) into a Kjeldahl flask; add a solution of FeCl; (made 
by dissolving 20 grams of Fe;O; in 150 ec. of conc. HCl) ; and distill 
slowly, collecting the distillate in a liter Erlenmeyer flask. 
When the distillation is complete (after two-thirds of the solution 
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has distilled over) neutralize the distillate with stick NaOH or 
strong NaOH solution, acidify again with HCl and then make 
faintly alkaline with NaHCO; solution (the solution must be 
kept cool during this process). Add a few drops of starch solu- 
tion, titrate with 0.01 N iodine solution and calculate to As. 

Always run a blank distillation, using the same amount of 
reagents but omitting the sample, and subtract the titration 
obtained on the blank from that required by the sample. 

The iodine solution must always be freshly standardized 
against pure As;O; and the factor thus obtained. 

Standard 0.01 N Iodine Solution.—Dissolve 1.27 grams of 
resublimed iodine and 2 grams of KI in 200 ec. of water in a cas- 
serole. When solution is complete, transfer to a volumetric 
flask and dilute to 1 liter. (Or, dilute 100 cc. of the laboratory 
stock solution of 0.1 N iodine to 1 liter.) Standardize the solu- 
tion against c. P. AsO; as follows: 

Weigh out 0.1000 gram of As20; into a small beaker and dissolve 
in NaOH solution (2-3 grams of NaOH and 10 cc. of water). 
Dilute to 500 cc. in a volumetric flask with COs-free water. 
Acidify 50 ec. of this stock solution with 5 cc. of conc. HCl and 
then make slightly alkaline with NaHCO;. Titrate with the 
iodine, using starch as an indicator. Calculate the arsenic 
factor of the solution. 

0.007575 
ec. of Iodine required 


Antimony.— Dissolve 5-10 grams of the sample in a 500-cc. 
Erlenmeyer flask in 30 ec. of conc. HNO;. Add sufficient pure 
tin so that the ratio Sn: Sb is at least 3:1, otherwise the Sb will not 
be completely precipitated. Evaporate the solution to 10 ce. 
and then dilute with hot water to 250 cc. Boil for 15-20 
minutes and then let the precipitate settle with the flask at an 
angle of 45°. The precipitate should settle out well. If it 
does, carefully decant as much of the solution as possible, but do 
not lose any of the precipitate. If the precipitate does not settle 
out well, decant through an asbestos mat in a Gooch crucible and 
then return the precipitate and asbestos to the flask. If much 
Cu is present, it is advisable to add more hot water and let 
settle; then decant again. The object is to get rid of most of 
the Cu. 


CALCULATION.—As factor = 
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Add 15 ec. of cone. H3580, and 4-5 grams of KSO, to the 
flask and evaporate to white fumes. Do not drive off all free 
H.SO, or the melt will become hard on cooling. Then add 0.5 
gram of powdered tartaric acid. Heat strongly until the solution 
becomes light colored, or until all of the carbon is destroyed. If 
necessary, add a little HNO; and heat to the appearance of white 
SO; fumes. This treatment leaves the Sb in the proper condition 
for titration. Cool, add 50 cc. of water and 10 cc. of conc. HCl, 
and heat to solution of all that is soluble. Cool very thoroughly. 
Add 110 ec. more water and 10 ec. more acid. Cool again and 
then titrate at once with 0.1 N KMnO,. The end-point is distinct 
but it fades after a short time. From the known Sb factor of the 
KMnO, solution, calculate the percentage of Sb. 

Norr.—The KMnO; solution should be standardized against c. P. anti- 
mony and the value of the solution in terms of Sb calculated, then the 
personal error in the end-point will be the same as in the actual analysis. 
The same KMnO, solution may be used as is described under Antimony in 


White Metals on page 193. The method of standardization is also there 
described. 


Nickel.—Bronzes containing over 15% of Pb are likely also to 
contain nickel. For the determination, add 5 ec. of conc. HSO, 
to the solution from which Cu and Pb have been removed, and 
evaporate to SO; fumes. Dilute with 50 cc. of water and heat 
until all soluble salts are dissolved. Quickly pour this solution 
into 50 ec. of 30% NaOH solution. Heat to boiling, whereupon 
any Ni is precipitated as the apple green Ni(OH)z. Dilute the 
solution to 150 cc., let the precipitate settle and filter through 
a weighed Gooch crucible. Wash thoroughly with hot water. 
Transfer the filtrate to the original beaker and dissolve all the 
Ni(OH)2 through the Gooch crucible with the least possible 
amount of warm dil. H»SO,. Wash the Gooch crucible thor- 
oughly and reprecipitate the Ni by pouring the solution into 
10 ec. more of 30% NaOH solution diluted to about 30 ce. Heat 
to boiling. Let the precipitate settle and filter through the 
same Gooch crucible. Wash with hot water, ignite at a white 
heat and weigh as NiO. Calculate to Ni. 

CALCULATION.—NiO X 0.7858 = Ni. 

Norr.—TIf zinc is desired, and has not already been determined, add the 
second filtrate to the first, evaporate if necessary, and transfer to a 250-cc. 
beaker for electrolysis. Electrolyze as previously described under Zinc. 


ANALYSIS OF METALS 189 


Aluminum.— This element is best determined after removal of 
zinc by electrolysis. Acidify the solution, which is now alkaline 
with NaOH, with conc. HCl and precipitate Fe and Al by adding 
a slight excess of NH,OH and bringing to a boil. Let settle, filter 
and wash thoroughly with hot water. Ignite strongly in a plati- 
num crucible and weigh as Fe,.0;+Al.03. Fuse with a consider- 
able excess of anhydrous KHSO,, take up the fusion with water . 
and add sufficient conc. HS0; to give an acid concentration of 
about 5%. Warm the solution, pass through a Jones reductor 
and titrate the Fe with 0.05 N KMnO4. Calculate to FeO; 
and subtract from the weight of combined oxides to obtain the 
Al;O;. Calculate to Al. 

CALCULATION.—Al203X0.5291 = Al. 


Norr.—Inasmuch as the NaOH which has been used for the zinc electrol- 
ysis may contain an appreciable amount of Fe or Al, a blank determination 
should be made upon an equal amount of NaOH solution and any Fe and Al 
so obtained should be subtracted. 

REFERENCE.—Price and Meade: ‘‘Technical Analysis of Brass and the 


Non-ferrous Alloys." 
NICKEL SILVER 


General.—Nickel Silver or German Silver is an alloy of Cu, Ni 
and Zn, containing occasionally small amounts of Pb, Fe, Mn 
and other minor impurities. 

The method of analysis here described has been devised to 
take advantage of the well-known dimethylglyoxime precipitation 
of Ni and has given excellent satisfaction in this laboratory. 
Repeated comparisons with other methods have demonstrated 
that it gives accurate results and requires much less time and 
manipulation. 

Copper.— Weigh 1 gram of the alloy into a beaker and dissolve 
in 15 ec. of dil. HNO; (1:1). When solution is complete and all 
nitrous fumes have been removed by boiling, dilute to a suitable 
volume for electrolysis, adding sufficient conc. HNO; to give 
an acid concentration of approximately 10%, if rotating electrodes 
are used, or 3% if the stationary type is employed. When using 
rotating electrodes and a 10% acid concentration, a current 
density increasing from 2 amperes at the beginning to 3 amperes 
near the end of the electrolysis, works very satisfactorily. In 
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the case of stationary electrodes and a 3% acid concentration, a 
current of 0.5 ampere is preferable. With rotating electrodes it is 
possible to remove all Cu in 1 hour. The metallic Cu is weighed 
as such on the electrode in the usual manner (see p. 182). 

Lead.—Small amounts of Pb may be present as an impurity in 
the Zn used in the alloy. This will be entirely deposited on the 
anode as PbO, and may be weighed as such, calculating to 
metallic Pb. 

CALCULATION.—PbO; X 0.8643 = Pb.* 

Nickel.—After the removal of the Cu and any Pb present 
transfer the solution to a 500-cc. volumetric flask and dilute to the 
mark. Pipette 100 cc., representing 0.2 gram, into a 600-cc. 
beaker. Make slightly but distinctly alkaline with NH4OH, 
dilute to approximately 400 cc., heat to incipient boiling and filter 
off any Fe(OH); precipitate. In the filtrate precipitate Ni 
as nickel glyoxime with 75 cc. of a saturated alcoholic solution of 
dimethylglyoxime. Heat at slightly below boiling for 1 hour, 
filter on a Gooch crucible, previously ignited and weighed, and 
wash with hot water. 

Always test the first few cc. of the filtrate with a few drops of 
dimethylglyoxime reagent to make certain that no Ni remains 
unprecipitated. If it is found that some Ni still remains in the fil- 
trate, return the latter to the beaker, add a few cc. more of the 
reagent, heat just below boiling for 15-20 minutes more and again 
filter. If all Ni is now precipitated, filter, wash, dry for 1 hour 
at 105-120? C., cool and weigh. Calculate to metallic Ni and 
multiply the result by 5 to correct for aliquoting. 

CALCULATION.—Nickel glyoxime X 0.2032 = Ni. 

Zinc.— Transfer the filtrate from the Ni precipitate to a beaker 
and evaporate until the odor of NH; can no longer be detected. 
Cool the solution, transfer to a 500-cc. Erlenmeyer flask to avoid 
loss by spattering, add 5-6 ce. of cone. HSO, and evaporate the 
solution to the appearance of dense whitefumes. Cool thoroughly 
and take up with water. Add 50 ce. of 30% NaOH solution and 
electrolyze on a copper-coated electrode according to the method 
on page 183. Weigh as metallic Zn and multiply the weight 
by 5 to correct for aliquoting. 


* This is an empirical factor (see under Spelter, p. 174). 
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Impurities.—' The determination of Pb has been already 
described. Fe, Mn and other impurities may be determined as 
in Brass and Bronze (see p. 184). 


Norr.—This method was adapted by H. C. Parish of this laboratory. 


WHITE METALS 


General.—The following procedures apply to the analysis of 
white alloys containing Sb, Sn, Cu, Zn, Pb, Fe, Ni, Mn, Al, and 
Mg. These are most conveniently divided into (1) Solders, (2) 
Babbitts, (3) Type Metals, and (4) Aluminum Alloys. 

In those cases where two methods are given for the same 
determination, the first method is preferable and the alternative 
method should be used only for unusual samples or where speci- 
fied for some special reason. 

Sampling.—A representative sample is best obtained by the 
use of a hacksaw. The sawdust from the sample is especially 
desirable because the accuracy of some of the methods depends 
upon the fineness of the sample. In case a hacksaw cannot be 
used, obtain fine drillings with a small drill. Always pass a 
magnet through the sample before starting the analysis. 


(1) SoLDER 


General.—Solders usually consist of Sn and Pb with a small 
amount of Sb (and sometimes Cu and Zn) as impurity. 

Tin (Volumetric Method).*—Weigh accurately 0.5 gram of the 
sample into a 300-cc. Erlenmeyer flask fitted with a 1-hole stopper 
carrying a 1-mm. capillary tube running into a 
6-inch test-tube as shown in Fig. 9. Add to 
the flask 25 cc. of 10% NaCO; solution, 50 cc. 
of hot water, 50 ec. of conc. HCl and 1 drop 
of 5% SbCl; solution. Fill the test-tube one- 
third full with 10% NasCO; solution and 
insert the capillary tube into it. Place on 
the steam bath and heat until everything 
except any Cu and Sb is dissolved, which Fra. 9. Apparatus 
requires about 15 minutes. Remove the flask ne PE 
from the bath, fill the test-tube with 10% 
NaCO; solution and cool under running water. When cool add 

* If Pb is to be determined, use the gravimetric method for Sn. 
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to the flask 5 cc. of arrowroot starch solution, then 25 cc. of 
10% NaCO; solution and titrate with 0.1 N iodine, covering 
the flask with a rubber washer which fits over the tip of the 
burette. The starch and NaCO; solution are best added from a 
pipette by inserting its tip between the stopper and the neck of 
the flask, allowing as little air as possible to enter the flask as it 
causes low results. 

Norr.—Standardize the iodine solution against 0.2500 gram of c. P. tin, 
following exactly the details of this method. Divide 0.2500 by the number 


of ec. of iodine solution used for titration. The quotient is the factor of the 
solution in terms of tin. 


Tin (Gravimetric Method).— Weigh accurately 0.5 gram of the 
sample into a 250-cc. beaker, add 15 ec. of dil. HNO; (2 :1), 
cover immediately with a watch glass, and, when violent action 
ceases, boil until no more red fumes are evolved. Digest on the 
steam bath for 30 minutes. Dilute with 30 cc. of hot water. 
Let the precipitate settle, filter and wash with 2% HNO;. Place 
the filter paper and contents in a weighed porcelain crucible. 
Smoke off the paper and ignite for 15 minutes in the full heat of a 
Tirrill burner. Cool in a desiccator and weigh the residue con- 
sisting of SnO» and Sb;0,, together with a small amount of PbO. 
Fuse the ignited precipitate with a mixture of finely powdered 
sulfur and NazCOs, in the proportions of 1 part of precipitate to 3 
parts each of S and NasCO;, in a covered porcelain crucible until 
the odor of SO; has disappeared. Cool and dissolve the fusion 
in hot water; add an excess of Na2SO; to convert any polysulfides 
to monosulfides; filter and wash the precipitate thoroughly. 

This precipitate contains the Pb.  Dissolve it in dil. HNO; 
(1:3) and determine the Pb electrolytically in the usual way, 
weighing as PbO, on the anode. Calculate the weight thus 
found to PbO and subtract from the original weight of the precipi- 
tate. (Also calculate it to Pb and add to the main Pb deter- 
mination as later described.) Also calculate the Sb (determined 
as described later) to Sb;O4 and subtract this from the original 
precipitate. The remainder is SnO. Calculate this to Sn. 

CALCULATIONS.—Sb X 1.2628 = Sb30,. 
PbO, X 0.9331 = PbO. 
PbO: X 0.8643 = Pb.* 
SnO: 0.7877 =Sn. 


* Empirical factor. 
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Antimony.—Weigh accurately 1 gram of the sample into a 
500-cc. Pyrex Erlenmeyer flask. Add 15 cc. of conc. H2SO, and 
4-5 grams of K;80,. Heat until the residue is perfectly white, 
but do not drive off all the free H;SO,, which makes the melt hard 
on cooling. Cool thoroughly and add 50 ec. of 10% tartaric 
acid solution and 10 cc. of conc. HCl. Heat until all soluble 
matter is dissolved, cool very thoroughly, add 110 cc. of water and 
10 cc. more of conc. HCl, cool again and titrate at once with 0.1 
N KMnO, The end-point is distinet but fades quite rapidly. 
From the known strength of the KMnO, solution calculate the 
percentage of Sb. 

STANDARDIZATION.—Standardize the KMn0O, solution against 
c. P. antimony and calculate the value of the solution in terms of 
Sb; then the personal error in the end-point will be the same as 
in the actual analysis. Use the following procedure: 

Weigh out exactly 0.1500 gram of c. P. antimony and an equal 
quantity of c. P. tin. Place in a 500-cc. Erlenmeyer flask, add 
15 ec. of conc. H2SO, and 4-5 grams of K,SO,. Heat until the 
metals are in solution or entirely decomposed and all separated 
S is driven off. Do not drive off enough SO; to cause the melt to 
harden on cooling. Cool, add 50 cc. of 10% tartaric acid solution 
and 10 ce. of conc. HCl, and heat until a clear solution is obtained. 
Cool the solution to tap-water temperature, then add 110 cc. 
more of water and 10 cc. more of conc. HCl. Cool again and 
titrate at once to a pink color with the KMnQ, solution. 


0.1500 
CALCULATION.—Sb factor = cc. of KMnO, used: 


Lead.—To the filtrate from the gravimetric Sn determination 
add 10 cc. of cone. H580,, and evaporate until copious fumes of 
SO; are evolved. Cool thoroughly and take up with 100 ec. of 
water; boil and let stand until perfectly cold (preferably over- 
night). Filter the PbSO, on a weighed, ignited Gooch crucible 
and wash with 5% H2SO,, and then with 50% ethyl alcohol, or 
No. 30 specially denatured, until the washings are free from acid. 
Do not run alcohol into the main filtrate as it will interfere with 
subsequent electrolysis for Cu. It is used merely for removing 
the acid from the PbSO,. Place the Gooch crucible inside of a 
platinum crucible and ignite. Cool in a desiccator and weigh as 
PbSO,. Calculate to Pb. 


194 TECHNICAL METHODS OF ANALYSIS 


CALCULATION.—PbSO, X 0.6833 = Pb. 


Notr.—Any Pb found in purifying the tin-antimony oxides, as previously 
described, must be added to the amount here found. 


Copper.—Dilute the filtrate from the Pb determination to 
approximately 200 cc. and electrolyze for copper in a 250-cc. 
beaker, as described under Brass and Bronze (p. 182). 

Zinc.—To the solution from which Cu has been removed, add 
75 ec. of 30% NaOH solution and electrolyze as described under 
Brass and Bronze (p. 183). 


(2) Hian-TrN BABBITT METALS 


Tin.— Weigh accurately 0.5 gram of the sample into a 250-cc. 
beaker and determine Sn and Sb as oxides, as described above 
under Solder (Gravimetric Method). 

Antimony.— Using a 1-gram sample, determine the Sb by the 
method previously described for Sb in Solder. 

Copper and Lead.—Method I.*—Treat 1 gram of the finely 
divided sample in a 250-cc. covered beaker with 10 ec. of aqua 
regia (1 part conc. HNO;, 3 parts conc. HCl). Add a little 
KCIO; and heat. Then add a little tartaric acid, dilute with 
water and make slightly alkaline with NaOH. If a precipitate 
forms, make acid again with HCl, add more tartaric acid and 
make alkaline with NaOH. When a clear solution is obtained, 
add 25 cc. of a saturated NasS solution and digest on the steam 
bath for 30 minutes, stirring frequently. Let the precipitate 
settle, filter on an asbestos mat in aloose-bottomed Gooch crucible 
and wash with 2% NaS solution. Transfer the asbestos mat 
and precipitate to a small beaker, dissolve the sulfides in 20 ec. 
of conc. HNOs, dilute to about 100 cc., filter, dilute the filtrate 
to 200 cc. and determine the Cu and Pb by simultaneous 
electrolysis. 

Method II.—Dilute the filtrate from the Sn determination 
to about 200 cc. and add cone. HNO; until the solution contains 
approximately 10%. Electrolyze as described under Copper 
in Brass and Bronze (p. 182). The Pb will be deposited at the 
same time on the anode as PbO». Calculate its weight to metallic 
Bb. 


* If Sn has been determined, use Method II. 
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CALCULATION.—PbO, x 0.8643 = Pb. * 


NoTE.— To the Cu and Pb thus determined must be added the Cu and Pb 
recovered as impurities from the SnO, by the procedure previously described 
in the method for Solder. At the same time that the Pb from the purifica- 
tion of the SnO» is deposited on the anode, the Cu is deposited on the cathode. 


Zinc.—To the liquid from which the Cu and Pb have been 
removed add 2-3 cc. of conc. H$;80,, and evaporate to copious 
white fumes of SO;. Cool, add 50 ec. of 30% NaOH solution, and 
electrolyze for Zn as described under Brass and Bronze (p. 183). 


(3) Hiau-Leap BABBITT METALS AND TYPE METALS 
(INCLUDING LINOTYPE, STEREOTYPE, MONOTYPE, ETC.) 


Tin (Volumetric Method).—Heat 1 gram of the sample, 
accurately weighed, in a 300-cc. Erlenmeyer flask, with 50 ec. 
of conc. HCl on the steam bath until all action ceases. While 
the solution is still hot add 2 or 3 small crystals of KCIO; at a 
time and shake until a clear solution is obtained. Avoid an 
excess of KCIO;. Add 50 cc. of conc. HCl, 100 ec. of hot water, 
2 grams of steel drillings (see note 1) and 25 cc. of 10% NaCO; 
solution, in the order given. Quickly insert the stopper carrying 
the bent capillary tube and test-tube, as shown on page 191. 
The test-tube must be one-third full of 10% NaCO; solution. 
Place on the steam bath and heat until the steel is entirely 
dissolved (see note 2). Fill the test-tube with 10% NaCO; 
solution and cool the flask to tap water temperature. Add to 
the flask 5 cc. of arrowroot starch, then 25 cc. of 10% NaCO; 
solution, each from a pipette, and complete the determination 
as described in the volumetrie method for Tin in Solder (p. 191), 
being careful to exclude air as completely as possible. 


NomEs.—(1) Plain carbon steel drillings, containing 0.35-0.60% carbon, 
give the best results. They must not be too fine. 

(2) All yellow color due to chlorine should be destroyed. If not, the 
analysis must be repeated, as too much KClO; has been added and the 
results will be low. 

(3) Some trouble may be experienced at first in seeing the end-point on 
account of suspended carbon. This can best be seen by looking down 
through the bottom of the flask where light shows through the solution. 
As soon as the blue end-point is reached, the solution becomes opaque at 


* Empirical factor. 
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this point; and as soon as the carbon settles, the deep blue color ean be seen 
distinctly. 

(4) Always run a blank determination, using 0.1500 gram of pure Sb (but 
no Sn) and proceeding exactly as described above. Subtract this blank 
titration from the total titration. 

(5) Standardize the iodine solution used against pure Sn exactly as 
described under the determination of Sn in Solder (p. 192). 


Tin (Gravimetric Method).—Weigh accurately 1 gram of the 
sample into a 250-cc. beaker, together with sufficient c. P. tin 
so that the ratio Sn:Sb is at least 3:1. Determine the Sn 
gravimetrically as above described under Solder (p. 192), carrying 
through the purifieation of the oxides as there described. 


NomE.—The amount of Sn added should be calculated to SnO: and, 
together with the impurities and Sb204, deducted from the total weight 
of the precipitate. 

CALCULATION.—Sn X 1.2696 = SnO». 


Antimony.— Determine Sb on 0.5 gram of the sample exactly 
as described under Solder (p. 193). 

Lead.— Treat 0.5 gram of the finely divided sample in a 250- 
cc. Erlenmeyer flask with 4—7 grams of tartaric acid (depending 
upon the amount of Sn and Sb present), 15 cc. of water and 4 cc. 
of conc. HNO;, and heat on the steam bath until a clear solution 
is obtained. Add cautiously and with constant stirring 4 cc. of 
conc. H50,, dilute with 50 cc. of water and let cool until the 
precipitate settles completely (at least 1 hour). All Pb will be 
precipitated as PbSO,. Filter on a Gooch crucible, wash with 
5% H50; and then with 50% alcohol until the washings are free 
from acid. Set the crucible inside a platinum crucible, ignite, 
cool and weigh as PbSO,, as described under Lead in Solder (p. 
193). 

Copper.—If Cu is desired, electrolyze the solution as pre- 
viously described for Cu in Solder, after removing Sn and Sb* by 
the gravimetric method for Sn and removing Pb by evaporation 
to SO; fumes after the addition of 5 cc. of conc. H580,. 

Zinc.—If a Zn determination is desired, add 75 cc. of 30% 
NaOH solution to the liquid after the electrolysis for Cu and 
electrolyze as previously described under Zine in Solder. 


Add sufficient pure Sn to bring the ratio Sn : Sb to at least 3: 1, other- 
wise not all the Sb will be removed. 
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(4) ALUMINUM ALLOYS 


General.—In accordance with common practice in analysis of 
alloys high in AI, the percentages of all other elements present are 
determined and the Al taken by difference. This is on account 
of the diffieulties that are usually encountered in determining 
Al where it is present in such large amounts. Make all the 
determinations in duplicate. It is also always advisable to make 
a qualitative analysis before attempting quantitative work. 

Silicon.—Dissolve 1 gram, accurately weighed, of well-mixed 
drillings in 35 cc. of acid mixture (see below), using a porcelain 
dish covered with à watch glass. When the drillings are com- 
pletely dissolved, evaporate the solution to dryness and bake on 
the hot plate for at least 0.5 hour to insure complete dehydration 
of the SiO». Take up the residue with dil. HCl (1:4), filter, and 
wash with hot water. Ignite and weigh in a platinum crucible. 
Evaporate with about 10 cc. of HF and a drop of HSO, and 
again ignite and weigh. The loss is SiOz. Calculate to Si. 

CALCULATION.—3105 X 0.4672 =Si. 

Acid Mixture.—Pour 150 cc. of cone. HSO, into 450 cc. of 
water. Cool and add 100 cc. of conc. HNO; and then 300 cc. of 
conc. HCl. 

Aluminum.—If for any reason it is desired to make a direct 
determination of AI, dilute the filtrate from the Si determination 
to 500 cc. in a volumetric flask, and, after thoroughly mixing, 
take a 100-cc. aliquot for analysis. Dilute to approximately 
300 cc., add a pinch of tannic acid and a slight excess of NH,OH. 
Boil until the odor of NH; is nearly gone, filter and wash with 
hot water. Dissolve the precipitate in hot dil. HCl (1:1), add a 
pinch of tannic acid, reprecipitate exactly as previously, and wash 
with hot water. Dry the paper and residue in the funnel, trans- 
fer to a platinum crucible, burn off the paper and finally ignite 
with a blast lamp in a platinum crucible to constant weight 
and weigh as Al,O3+Fe:O3. Subtract the Fez0; present (as later 
determined) and calculate the remainder to Al. 

CaLcuLATION.—AI,03 X0.5291 = Al. 

Manganese.—Dissolve 1 gram of the finely divided sample in 
50 ce. of dil. HNO; (1:3) in a 200-cc. Erlenmeyer flask. Since Al 
dissolves very slowly in HNO;, this may require some time. 
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When entirely in solution, cool to about 15? C., add 0.5 gram of 
sodium bismuthate and agitate for a few minutes. Add 50 ec. 
of 3% HNO;, and filter through an extra-porous alundum thim- 
ble. Wash with 50-100 ce. of the same acid and finally with 
water. Do not let the solution come in contact with rubber 
connections. Titrate the filtrate in the flask with standard 
sodium arsenite solution (see note 1) as described under Man- 
ganese in Steel (p. 137). 

Norrs.—(1) The total amount of Mn titrated in this way should not be 
over 0.0125 gram. If, therefore, the material contains over 1.25% of Mn, 
use a 0.5-gram sample, or less. 

(2) Arsenite Solution.—Use the same arsenite solution as for titrating 
Mn in Steel (see p. 137). 

(3) In ease the sample is not fine, it may be necessary to use a small 
amount of HCl to effect solution, and subsequently drive this off by evapo- 
rating to a small volume with successive portions of conc. HNOs, before pro- 
ceeding with the method above described. 


Tin.— Weigh accurately a 1-gram sample, together with approx- 
imately 5 grams of NaOH,* into a beaker and add just enough 
water to cover the sample. When violent action has ceased, 
dilute to about 100 cc. and boil for 4-5 minutes. Cool, filter, 
and wash the residue with hot water until free from alkali. 
The Al and practically all the Zn are dissolved, while other metals 
remain unaffected. Save the filtrate for subsequent determina- 
tion of Zn. l 

Wash the bulk of the residue from the NaOH treatment into a 
beaker. Ash the filter and add it to the beaker. Add 20 cc. of 
conc. HNO;, evaporate to approximately 10 cc. and dilute to 
50 cc. with hot water. Filter, wash, ignite in a weighed porcelain 
crucible, and weigh as SnOs. Calculate to Sn. 

CaLCULATION.—SnO, X 0.7877 =Sn. 

Copper and Lead. Bring the volume of the filtrate to 200 cc. 
and add 10 ec. of conc. HNO;. Electrolyze for Cu and Pb as 
described under Brass and Bronze (p. 182). 

Iron.—Make the solution from the Cu and Pb determination 
alkaline with NH,OH, and boil. Filter off the precipitate of 
Fe(OH);, wash with hot water and dissolve from the filter by 
pouring hot dil. H2SO, upon it, catching the solution in a beaker. 


p If iron is to be determined, the NaOH must be weighed and a correction 
applied for the amount of Fe which it contains. 
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Dilute this solution until the H580, present is approximately 5%. 
Heat nearly to boiling and pass through a Jones reductor. Cool 
and titrate with 0.1 N KMnO, solution. 
CALCULATION.—1 cc. 0.1 N KMnO, — 0.005584 gram Fe. 
— 0.007984 gram Fe;O;. 


Norr.—Run a blank on the reductor, using the same amount and volume . 
of acid, and subtract the blank from the titration of the sample (see p. 186). 


Nickel.—Heat to boiling the above filtrate from the Fe(OH); 
precipitate and add a 1% solution of dimethylglyoxime in alcohol, 
until the amount of reagent is about 5 times that of the Ni 
believed to be present. A large excess does no harm but it is 
unnecessary and the reagent is very expensive. Let the solution 
stand on the water bath for 30 minutes and filter while still 
hot through a weighed porcelain Gooch crucible. Wash with 
hot water and dry to constant weight at 110-120? C. Weigh as 
nickel glyoxime, CsH 4N404N1, and calculate to Ni. 

CALCULATION.—CsH 44N404N1X 0.2032 = Ni. 

Zinc.—Dilute the filtrate from the original NaOH treatment 
in the tin determination to 200 cc. and determine the Zn by elec- 
trolysis as described in the method for Brass and Bronze (p. 183). 
Discard the solution after the Zn is removed. Some Zn may 
remain insoluble in NaOH and should be recovered as follows: 
Boil the filtrate from the Ni determination until the free NH; is 
expelled. Acidify with dil. H2SO,, adding the equivalent of 2-3 
ec. of conc. HS0; in excess. Transfer to a 500-cc. Pyrex Erlen- 
meyer flask and evaporate to white SO; fumes. If the solution 
is dark colored, add a few cc. of conc. HNO; and again evaporate 
to SO; fumes. Take up with water, cool, add 50 cc. of 30% 
NaOH solution, dilute to 200 cc. in a 250-cc. beaker and electro- 
lyze for Zn as previously described. Add the Zn obtained here 
to that obtained by electrolysis of the filtrate from the original 
NaOH treatment. 

Magnesium.—After any Zn present has been removed by elec- 
trolysis, acidify with cone. HCl, adding about 10 cc. in excess. 
Dilute to about 300 cc., cool to tap-water temperature and add 30 
cc. of a saturated solution of microcosmic salt, NH,NaHPO,-- 
4H,0. Add NH,OH drop by drop, stirring vigorously to make 
the precipitate crystalline. Then add an excess of conc. NH4OH, 
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approximately 1095 of the volume of the whole solution. Let 
stand overnight, filter through a weighed Gooch crucible, and 
wash with cold water containing 5% of conc. NH,OH and 5% 
of NH4NO;. Ignite until completely white. Weigh as Mg2P:207 
and calculate to Mg. 

CALCULATION.—M g;P;0; X 0.2184 — Mg. 

REFERENCES.—Price and Meade: “Technical Analysis of Brass and 


Non-ferrous Alloys;" E. Blough: “Analysis of Aluminum and Its Com- 
mercial Alloys." 


MERCURY IN ZINC AMALGAM 


General.—So-called Battery Zines are often made of zinc amal- 
gam containing 1-3% of mercury. The following method is a 
convenient one for the determination of the amount of Hg and 
gives accurate results. 

Determination.— Dissolve 4—5 grams of the finely divided alloy 
in about 75 cc. of dil. HCl (1:1) and boil for 2-3 hours. This 
dissolves Zn, whereas any Hg and Pb present will be separated 
as metal. 

Decant off the solution, wash the residue several times with 
hot water and transfer to a porcelain crucible. Dry at 100° C., 
cool in a desiccator and weigh. Then ignite at a red heat and 
again cool in a desiccator and weigh. The loss, represented by 
the difference in weight, is Hg. 

Norr.—The ignition should be conducted under a hood and care taken 
not to breathe the mercury fumes, which are poisonous. 


REFERENCE.—This method has been used for some time at the laboratory 
of the N. Y., N. H. & H. Railroad. 


TESTING OF GALVANIZING OR SHERADIZING ON IRON AND 
STEEL 

General.—There are two methods of applying a protective 
zine coating to iron and steel. 

Galvanizing deposits a layer of metallic Zn on the surface and 
gives a bright, smooth, shiny surface generally showing the char- 
acteristic crystalline structure of Zn. 

Sheradizing forms a dull gray (nearly slate-colored) coating 
generally more or less rough. This coating is not metallic Zn 
as in the case of galvanizing but is a mixture of metallic Zn and a 
Zn-Fe alloy. 
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The Preece test, described herewith, was originally designed 
for galvanized articles and particular care must be employed, 
in applying it to sheradized articles, to brush the specimen vigor- 
ously with a wire brush after each dip and not to be deceived by 
an apparent plating of copper which can be removed by further 
dips and scrubbing. 

Cleaning.—Clean the samples before testing, first with CCh, 
benzine or turpentine, and cotton waste (not with a brush),* 
and then thoroughly rinse in clean water and wipe dry with clean 
cotton waste. The samples must be clean and dry before each 
immersion in the test solution. 

Test Solution.—Dissolve commercial copper sulfate crystals 
in cold water, in the proportion of about 36 parts by weight of 
crystals to 100 parts of water. Neutralize the solution by the 
addition of an excess of chemically pure CuO. The presence of 
an excess of CuO will be shown by the sediment of this reagent 
at the bottom of the containing vessel. 

Filter the neutralized solution before use, by passing through 
filter paper. The filtered solution must have a sp. gr. of 1.186 
at 65° F.j (reading the scale at the level of the solution) at the 
beginning of each test. In case the filtered solution is high in 
sp. gr., add clean water to reduce the sp. gr. to 1.186 at 65° F. 
In case the filtered solution is low in sp. gr., add a filtered solu- 
tion of a higher sp. gr. 

As soon as the stronger solution is taken from the vessel con- 
taining the unfiltered neutralized stock solution, additional crystals 
and water must be added to the stock solution. An excess of 
CuO must always be kept in the unfiltered stock solution. 

Quantity of Solution.—Test wire samples in a glass jar of at 
least 2 inches inside diameter. Fill the jar without the wire 
samples with standard solution to a depth of at least 4 inches. 
Test hardware samples in a glass or earthenware jar containing 
at least 0.5 pint of standard solution for each hardware sample. 
Solutions must not be used for more than 1 series of 4 immersions. 

Samples.—Not more than 7 wires are to be simultaneously 
immersed, and not more than 1 sample of galvanized material 


* Except for sheradized articles. 
+ This is equivalent to a reading of 22.7? on a Baumé hydrometer at 


65° E 
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other than wire, in the specific quantity of solution. Do not 
group the samples or twist them together, but keep them well 
separated so as to permit the action of the solution to be uniform 
upon all immersed portions. 

Test.—Immerse the clean and dry samples in the required 
quantity of standard solution in accordance with the following 
cycle of immersions. The temperature of the solution must 
be maintained between 62-68? F. at all times during the test. 

First.—Immerse for 1 minute, wash and wipe dry.* 

Second.—Immerse for 1 minute, wash and wipe dry. 

Third.—Immerse for 1 minute, wash and wipe dry. 

Fourth.—Immerse for 1 minute, wash and wipe dry. 

After each immersion immediately wash the samples in clean 
water at a temperature between 62-68? F., and wipe dry with 
cotton waste.* 

In testing wire of No. 13 B. W. G. and smaller sizes, reduce 
the time of the fourth dip to 0.5 minute. 

Interpretation.—If the samples as tested above show bright, 
firmly adhering metallie copper deposits, they are considered as 
having failed to pass the test. 

In the case of sheradized articles there will be a copper deposit 
formed on each dip, due to the Fe-Zn alloy. This deposit, how- 
ever, is not firmly adhering nor of the typical bright color of the 
Cu plate which indicates failure. It can be removed by vigorous 
scrubbing with a wire brush under running water and care must 
be taken not to reject sheradized articles unless they show a firmly 
adhering Cu deposit which is bright colored and cannot be 
removed by wire-brushing or by further dipping and brushing. 

Cu deposits on Zn or within 1 inch of the cut end may be 
disregarded. 

If 1 wire in a group of 7 wires immersed together shows a 
Cu deposit, or if there is reasonable doubt as to the presence of 
the Cu deposit, 2 check tests should be made upon the 7 wires 
and the report based on the majority of the sets of tests. 

In case the article has a cut screw, the thread shall stand one 
1-minute immersion; the rest of the article shall withstand the 

*In the case of sheradized materials the specimens must be quickly 


removed to running water after each dip and brushed vigorously with a wire 
brush while in the running water. 


ANALYSIS OF METALS 203 


specified 4 immersions. The threads of nuts are not required to 
stand the galvanizing test. 


REFERENCE.—Amer. Telephone € Telegraph Co. Specification 3110, Feb. 
3, 1908. 


TINNING TEST FOR TINNED IRON AND STEEL 


Method of American Electric Railway Engineering Association. 
Preparation of Samples.—Samples of the wire or other material 
to be tested must be thoroughly cleaned with alcohol. 

Tinning Test.—lmmerse in HCl (sp. gr. 1.088 at 15.5? C.) 
for exactly 1 minute. Rinse in pure water and immerse in an 
aqueous solution of sodium sulfide (sp. gr. 1.142, or 28° Baumé) 
for exactly 30 seconds. Again wash in pure water and repeat the 
operation 3 times. At the end of the fourth immersion in Nach, 
the wire should show no sign of blackening. 

Sodium Sulfide Solution—The NaS solution must contain 
an excess of sulfur and have sufficient strength to thoroughly 
blacken a piece of untinned Cu wire in 5 seconds. Each new 
solution made up must be tested for strength with a piece of 
untinned Cu wire. 

Method of American Telephone and Telegraph Co.—Immerse 
the samples of wire or other material to be tested in a current of 
pure HS gas, saturated with water vapor, at a temperature of not 
less than 24? C. nor more than 26? C., for 4 hours. At the end of 
this time the samples should show no signs of blackening. 


NICKEL PLATING SOLUTION 


General.— This method is designed for the analysis of nickel 
plating solutions consisting of a soluble Ni salt, boric acid and 
ammonium chloride dissolved in water in the proportions of 
approximately 3 ounces of metallic Ni, 2 ounces of H;BO; and 1.5 
ounces of NH,Cl per gallon. Results are usually reported in 
avoirdupois ounces per gallon. 

Nickel, The Ni may be determined either by electrolysis or by 
titration with standard KCN solution. The titration method is 
much quicker. 

(a) By Titration.—With an accurate pipette measure 2 cc. of 
the solution into a 400-cc. beaker. Add 10 cc. of dil. HNO; (1 : 1) 
and boil until red fumes have been driven off; then add 100 cc. 
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of citric acid solution and proceed as under the determination of 
Nickel in Alloy Steel (p. 150). Calculate the weight of Ni (in 
grams) in 2 cc. of the solution and multiply the result by 66.8 
to obtain ounces per gallon. 

(b) By Electrolysis.—Pipette 5 cc. of the solution into a.250- 
cc. beaker, add 5 ec. of conc. H2SO, and evaporate to strong white 
fumes on a hot plate. Cool and dilute with cold water to about 
100cc. Neutralize carefully with NH,OH and add 30 cc. of conc. 
NH,OH in excess. Electrolize with a rotating cathode until all 
the Ni has been removed. Weigh as metallic Ni and calculate to 
ounces per gallon. 

. CALCULATION.—Grams Ni in 5 cc. X 26.70 — ounces per gallon. 

Ammonium Chloride.—Dilute 5 cc. of the solution, accurately 
measured, in a beaker with about 200 cc. of water. Precipitate 
slowly with an excess of AgNO; solution and stir briskly. Set 
aside in a dark place until the AgCl is completely settled. Filter 
on a weighed Gooch crucible, wash with cold water, set the cruci- 
ble inside of a larger platinum crucible and ignite until the edges 
of the precipitate just begin to fuse. Cool in a desiecator and 
weigh as AgCl. Calculate to ounces of NH,Cl per gallon. 

CALCULATION.—Grams of AgClX9.965=ounces NH,Cl per 
gallon. 

Boric Acid.—Pipette 5 cc. of the solution into a beaker and 
dilute to 200 ec. with water. Add 50 ce. of 0.5 N NaOH solution. 
Stir thoroughly and filter out the precipitate of Ni(OH)s on a 
Biichner funnel fitted with a close-fitting filter paper, using 
suction. Wash thoroughly with water. To the filtrate add a 
few drops of methyl orange indicator and exactly neutralize with 
0.5 N HCl. Then add about 1 cc. of phenolphthalein indicator 
and 5 grams of mannite and titrate the H;BO; with 0.1 N NaOH 
to the first appearance of a permanent pink color. Add 2 or 3 
grams more of mannite and if the pink color is discharged, con- 
tinue the addition of 0.1 N NaOH until a permanent pink color is 
finally reached. Calculate the titration to H3BO3. 

CALCULATION.—1 cc. 0.1 N NaOH =0.006184 gram H;BO3. 


Grams of H;BO; in 5 cc. X 26.70 =ounces per gallon. 
SILVER PLATING SOLUTION 


General.—This method is designed for the analysis of silver 
plating solutions containing approximately 2 ounces of Ag per 
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gallon, the Ag being in solution in excess of NaCN. Results of 
the analysis are usually expressed in Troy ounces per gallon. 

Silver.—Pipette 5 cc. of the solution into a beaker, add 25 cc. 
of water and 15 cc. of conc. HNO;. Boil on a hot plate under a 
hood with a good draft to remove the HCN. Dilute with water 
to about 200 cc. and add slowly an excess of NaCl solution. Stir 
briskly and set aside in a dark place until the AgCl has settled 
clear. Filter on a weighed Gooch crucible, wash well with cold 
water, set the crucible inside of a larger platinum crucible and 
heat until the edges of the precipitate just begin to fuse. Cool in 
a desiccator and weigh. Calculate to metallic Ag. 

CALCULATION.—Grams of AgClX18.32=Troy ounces of Ag 
per gallon. 


NomrE.—lf it is desired to express results in avoirdupois ounces per 
gallon, use the factor 20.09. 


Free Sodium Cyanide.—Pipette 5 cc. of the solution into a 
beaker, add about 100 cc. of water and titrate with 0.1N AgNO; 
solution, drop by drop, stirring constantly, to the first appear- 
ance of a permanent turbidity. Calculate the titration to 
NaCN. l 

CALCULATION.—1 cc. 0.1 N AgNO;=0.009801 gram NaCN. 


Grams NaCN in 5 cc. X 24.34 = Troy ounces per gallon. 


NomrE.—lf it is desired to express results in avoirdupois ounces per 
gallon, use the factor 26.70. 


Total Sodium Ceanide The Ag is in solution in the form of a 
double eyanide, AgCN-NaCN.  Caleulate (in terms of NaCN) 
the amount of CN combined with the Ag previously determined. 
This gives the combined NaCN, which added to the free NaCN 
previously obtained gives total NaCN. 

CALCULATION.— Combined NaCN = Ag X 0.9085. 

Sodium Carbonate.—Old plating solutions which have been 
used in the tanks for some time contain more or less NaCO; 
formed by decomposition of the cyanide. The amount may be 
determined as follows: 

To about 150 cc. of alcohol contained in a beaker add a few 
drops of phenolphthalein solution and then sufficient 0.1 N NaOH 
to produce a slight pink color. Into this solution pipette 5 cc. 
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of the sample. Filter out the insoluble Na;CO; and wash with 
neutralized aleohol. Some of the residue usually sticks to the 
beaker. It is not necessary to remove this, simply rinse the 
beaker with neutralized alcohol and pour this on the filter. Place 
the filter paper containing the precipitate in the original beaker, 
dissolve in water and titrate the solution, with the filter paper in 
it, with 0.1 N HCl and methyl orange. Calculate the titration 
to NasCO;. 

CALCULATION.—1 cc. 0.1 N HCl=0.0053 gram Na;CO;. 


Grams NaCO; in 5 cc. X 24.34 = Troy ounces per gallon. 


CHAPTER V 
ANALYSIS OF FUELS 


COAL SAMPLING 


General.—The main object in taking a sample of coal is to 
secure a small portion of the coal which represents as nearly as 
possible the entire shipment. It is extremely important that the 
sample be properly taken, as in many cases it is entirely impos- 
sible to obtain another sample. Wherever possible collect the 
sample while the coal is being loaded into or unloaded from cars, 
boats, trucks or other conveyor. When coal is being crushed as 
received, it is often advantageous to take the sample as it comes 
from the crusher. Samples taken only from the surface of piles 
or bins are generally unreliable. 

Gross Sample.—In collecting the sample use a shovel or other 
tool which will take equal portions. For slack coal or small sizes 
of anthracite each shovelful may be as small as 5-10 pounds, but 
for lump coal or run-of-mine the amount of each shovelful should 
be 10-30 pounds. The total sample obtained in this way is called 
the gross sample. Wherever possible the gross sample should not 
be less than 1000 pounds, except in the case of slack coal and small 
sizes of anthracite (not greater than $ inch), where 500 pounds 
are sufficient. If the coal contains an unusual amount of slate or 
other impurities and if the pieces of such impurities are very large, 
collect a gross sample of 1500 pounds or more. The gross sample 
should contain the same proportions of lump, fine, and impurities 
as in the coal sampled. The gross sample should preferably be 
collected in a large receptacle with cover attached. 

A gross sample should be taken for each 1000 tons or less 
delivered, unless otherwise specified. 

When necessary to sample from loaded car or in bins or piles, 
the shovelfuls should be taken by a systematic plan in sufficient 
number to make the proper gross sample and from as nearly all 
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First stage In the 
preparation of 
1,000-pound 
sample 


Mix by forming long pile. 
A-— spreading out first shovelful. 
B—long pile completed 


1,000-pound sample crushed 
ta 1” and coned 


Crush 1,000-pound sample on 
hard, clean surface to 1” size 


Second stage. + 


y g long pile. 
Á— spreading out first shovelful. 


JB— long pile completed 


Crush 500-pound sample 500 pounds crushed to34” and coned 
(fig. 5, A)to%” size 


Third stage. 
Crush 250-pound sample 
(fig.10, A)to V2" size 
Fourth stage. 
Crush 125-pound sample (fig. 16: A, A) 
on blanket to9@” size 
Fifth stage. 
DU pe e 
Crush 60-pound sample (fig. 22: A, A) 
to !4" size 
Bixth stage. 


Crush 30-pound sample (fig. 28: A, A) 
to%s” or 4-mesh size 


Form cone after mixing 


Fie. 10.— Method of Preparing a 
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NOTE 


SELECT A HARD, CLEAN 
SURFACE, FREE OF CRACKS 
E AND PROTECTED FROM 

Se mI p EE e de RAIN, SNOW, WIND, AND 
Halving by alternate shovel method. Long pile divided into two parts; BEATING SUN. DO NOT LET 


Shovelfuls 1, 3, 5, etc., reserved as 5, A; A—reserve; B — reject CINDERS, SAND, CHIPPINGS 
2,4, 6, etc., rejected as 5, B. 


FROM FLOOR, OR ANY 
OTHER FOREIGN MATTER 
GET INTO THE SAMPLE. 
PROTECT SAMPLE FROM 
LOSS OR GAIN IN MOISTURE 


- 9 
alving by alternate shovel method. Long pile divided into two parts; 
Shovelfuls 1,3, 5, etc., reserved as!0, A; A — reserve; B — reject 
2,4, 6, etc., rejected as10, B. 


Quarter after flattening cone Sample divided into quarters Retain opposite quarters A, A. 
Reject quarters B, B 


Retain opposite quarters A, A. 
Reject quarters B, B 


Quarter after flattening cone Retain opposite quarters A, A. 


Reject quarters B, B 


Quarter after flattening cone Sample divided into quarters Fill two 5-pound sample containers from 
A, A, one for laboratory, one for reserve 


Sample of Coal by Hand. 
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parts of the pile as possible, discarding the outer surface and 
securing as nearly as possible the same amount from the top, 
middle and bottom of the coal. 

Laboratory Sample.—Having secured the gross sample (pro- 
tected from the weather to avoid loss or gain in moisture), reduce 
it down to a smaller sample as follows (see Fig. 10): 

Break down large lumps of coal and impurities on a clean, hard, 
dry floor with a suitable maul or sledge until, as judged by the eye, 
there are no pieces larger than specified (see Table VII). Then 
thoroughly mix by shoveling over and over and form in a conical 
pile. Reduce this down by the alternate shovel method as 
follows: Take a shovelful from the conical pile and spread it out 
in a straight line having a width equal to the width of the shovel 
and a length of 5-10 feet. Then spread the next shovelful in 
the opposite direction over the top of the first. Continue this, 
occasionally flattening the pile, until all the coal has been formed 
into one long narrow pile. Starting at one end, on the side, take 
one shovelful from the bottom and set it aside. Then advance 
along the side of the pile a distance equal to the width of the 
shovel, take a second shovelful and set it aside in a second pile. 
Again advance in the same direction one shovel-width, take a 
third shovelful and add to the first. "Take the fourth shovelful in 
the same manner and add it to the second. Proceed in this way, 
putting even shovelfuls in one pile and odd in another. Con- 
tinue to advance in the same direction around the original pile, 
so that its size will be gradually reduced in a uniform manner. | 
Finally there will be two piles containing approximately the same 
amount of coal. Discard one of these. Spread out the other and 
crush down to the size indicated in the table. Then form in a 
conical pile, followed by a long narrow pile, and again reduce by 
the alternate shovel method. 

After the gross sample has been reduced by the above method 
to approximately 250 pounds, further reduce it in quantity by the 
quartering method. Before each quartering crush the sample to 
the prescribed fineness. For quartering, form into a conical 
pile, and flatten out the cone. Divide with a shovel or board into 
4 equal segments and discard 2 opposite quarters. Mix the 2 
remaining quarters, crush down to proper size, mix, reform into 
a conical pile and quarter as before. Continue the process until 
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no lumps are greater than +; inch (or 4-mesh screen size) and 
the final sample amounts to about 1-2 quarts. 


TABLE Vll—RequireD FINENESS FOR GrveN WEIGHT OF COAL SAMPLE 


Weight of sample Largest size allowable 
TODO PORRA SOON oe Te T eee 1 inch 
ANDA IS + inch 
2 DU RDOUTIG SANA. ME LU E. IE 3 inch 
ADO PO UA ls e Se hog equo EU pe $ inch 
DIE rege iss ł inch 
Steel Ee is inch (4-mesh) 


In reducing the gross sample, when the quantity reaches less 
than 125 pounds it should be placed on a mixing canvas about 6 X 
8 feet and mixed by raising first one end of the canvas and then 
the other, so as to roll the coal back and forth. 

The sample should be worked down as rapidly as possible to 
avoid loss of moisture and immediately placed in an air tight can 
or container. The outside of the container should be plainly 
marked and the corresponding description placed inside. 

Data.—The following data should accompany the sample: 


Wan lidelivercd«tore o c EE eC MEA A TERI ree quis mais 
Sanpled y e Biren ere 
Amount taken EE Eeler Gas sheers uer 
'Amountbtiotzcoal'sample'represents tie 0940. de ERAS E 
Sampledutrommbargescanior pile asec. ace = Et oa atem een rele itv 
Leg nroattandsnumier) Neo EE 
Bane Green AE EE 
ade TM ATTA CAO tn conie E EE 
Grades) slack, nut runo Mne eto) M tier tata lela ysl a cane era i 
Remarks (appearance of coal, lumps, slate, sulfur balls, weather conditions, 

GIC MS E. Eb Stan a Poe ctas as has ha hae 
Soldhb y; cea. tee cR TE d os Mine dido eo ace: Liceo tete 
County.. Geier do SE E LEE 

REFERENCE: — This is essentially the Standard Method of the American 
Society for Testing Materials, adopted 1916, Serial D21-16. 


COAL 


Proximate Analysis 
Preparation of Laboratory Sample.—When Coal Appears 


Dry.—1f the sample is coarser than 4-mesh (1% inch) and larger 
in amount than 10 pounds, quickly crush it with a jaw crusher to 
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pass a 4-mesh sieve and reduce by a riffle to between 5 and 10 
pounds. Then grind the whole sample to 20-mesh size. If 
moisture is of special importance, remove about 60 grams 
immediately with a spoon from various parts of the sample and 
place at once in a dry rubber-stoppered bottle. This sample is 
to be used for the determination of total moisture. 

Thoroughly mix the main portion of the sample, reducing on a 
small riffle to about 120 grams, and pulverize to 60-mesh. If 
desired, this 60-mesh sample may be further reduced by a small 
rifle to 2-3 ounces. 

The sample will become partly dry on grinding, hence if mois- 
ture is important, compute the analysis of the 60-mesh sample to 
the ''bone-dry" basis by dividing each result by 1 minus the 
moisture content expressed as a decimal. Compute the analysis 
of the coal ‘‘as received" from the bone-dry analysis by multi- 
plying each figure by 1 minus the total moisture found in the 
larger 20-mesh sample, also expressed as a decimal. 

When Coal Appears Wet.—Spread the whole sample on weighed 
pans; weigh quickly and air-dry in a special drying oven at 
10-15? C. above room temperature. Continue drying until the 
loss in weight is not more than 0.1% per hour. Then finish 
sampling as above under dry coal. When moisture is important 
correct the moisture found in the 20-mesh air-dried sample to 
total moisture ‘‘as received”’ as follows: 

100 —percentage air-drying loss 

100 
+ (percentage air-drying loss) = (total moisture as received). 

Compute the analysis to the bone-dry basis and the “as- 
received” basis as under dry coal above, using for the “as- 
received" computation the total moisture as found by the above 
formula in place of the moisture found in the 20-mesh coal. 


X (percentage H:O in 20-mesh) 


NoTES.—(1) In the general run of coal analysis the actual moisture is 
not important, as must purchases are based on bone-dry figures. In such 
cases it is not necessary to take a special 20-mesh sample, but wet coal should 
always be air-dried before grinding. In the latter case the formula for cor- 
recting to total moisture “as received" becomes 


100 — percent ir-drying l : 
porc as ne 22 X (percentage H20 in 60-mesh sample) + 


(percentage air-drying loss). 
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(2) Freshly ground or wet coal loses moisture rapidly, hence sampling 
operations between opening the container and taking the 20-mesh total 
moisture sample must be conducted as quickly as possible with very little 
exposure to air. 

(3) The accuracy of the method of preparing laboratory samples should be 
checked frequently by resampling rejected portions and preparing a dupli- 
cate sample. Ash determinations on the two samples should not differ 
more than the following limits: 


Per cent 
ISL dE O a E do lod 0.4 
Considerable carbonate and pyrite present... 0.7 
Ash over 12% (containing considerable carbonate and pyrite)..... 1.0 


Moisture.—Weigh approximately 1 gram of the 60-mesh 
sample quickly and accurately in a 15-cc. weighed platinum 
crucible with tight-fitting capsule cover, previously heated and 
cooled in a desiccator over conc. H;SO, Keep the crucible 
covered while weighing the sample. Place in the special mois- 
ture oven with cover removed and dry for exactly 1 hour at 
104-108? C. Remove and place the crucible with tight-fitting 
cover in a desiccator over conc. H2SO¿. When cool, imme- 
diately weigh the covered crucible. Report the loss of weight as 
Moisture. 


Nores.—(1) In determining moisture on the 20-mesh sample, weigh out 
5 grams with an accuracy of 0.002 gram and dry for 1.5 hours. 

(2) The moisture determination is made in a specially designed double- 
walled oven. The space between the walls is filled with a glycerin-water 
mixture of such strength that the boiling point is between 104? C. and 
108? C.* Concentration of the solution is prevented by means of a reflux 
condenser fitted into the top of the oven. Air is pre-dried by passing it 
through conc. HSO; at such a rate that the air is renewed in the oven 2-4 
times a minute. The pre-dried air is then led through a coil of block-tin 
tubing which passes through the heated solution of glycerin and water. 
Air is thus pre-heated before entering the oven. It escapes by means of a 
small orifice in the door of the oven. 

(3) Permissible tolerances: 


Same analyst, Different analysts, 


per cent per cent 
Moisture tind eno aaa eee a e 0.2 0.3 
MOIST UTE ZOV.EL.O 5 E 0.3 0.5 


* A solution of sp. gr. 1.135 at 60° F. should have the proper boiling 
point. 
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Ash.—Place the crucible containing the dried coal from the 
moisture determination (60-mesh sample) in a cold muffle furnace, 
or on the hearth of the furnace at low temperature, and gradually 
heat to redness at such a rate as to avoid mechanical loss from 
too rapid expulsion of volatile matter. Continue the ignition 
to constant weight (within 0.001 gram) at a temperature between 
700 and 750° C. Cool in a desiccator and weigh as soon as cool. 


Norrs.—(1) Before placing the crucible in the muffle for ignition to 
constant weight, stir the ash with a platinum or nichrome wire. Stirring 
the ash once or twice before the first weighing hastens complete ignition. 

(2) The result thus obtained is “uncorrected ash” and is the ash percent- 
age always reported unless otherwise specified. The actual mineral 
matters in the original coal are usually quite different in weight and com- 
position from the weight of the uncorrected ash. 

(3) High-ash coals require longer heating than low-ash coals. 

(4) Permissible tolerances: 


Same analyst, Different analysts, 


per cent per cent 
No carbonate present. sas ocre 032% 0.3 
Carbonate present . "T. Ee 0.3 0.5 
More than 12% ache contains car- 
bonate and pyrite.. DEER 0.5 1.0 


Volatile Matter.—Weigh 1 gram of the 60-mesh sample quickly 
and accurately in a 15-cc. weighed platinum crucible similar to 
that used for the moisture determination. Place on a nichrome 
wire triangle and heat for exactly 7 minutes over a Tirrill burner 
burning artificial gas.* The temperature at the bottom of the 
crucible must be regulated by means of a thermo-couple so that 
it is maintained at 950? C. (420° C.) Burner and crucible 
are protected by a cylindrical windshield. 

After the more rapid discharge of volatile matter has subsided, 
as shown by the disappearance of the luminous flame, tap the 
cover lightly to seal the crucible more perfectly and guard 
against admission of air. After heating exactly 7 minutes, 
remove the crucible and let it cool without disturbing the cover. 
Weigh as soon as cool. The loss of weight, minus the moisture, 
is the volatile matter. 

* The A. S. T. M. Standard D22-21 specifies a vertical electric tube for 


this test, but we have found a Tirrill burner to give satisfactory results if 
directions are carefully followed. 
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NorEs.—(1) Modification for Sub-bituminous Coal, Lignite, and Peat.— 
Mechanieal losses are incurred on suddenly heating peat, sub-bituminous 
coal, and lignite. They must therefore be subjected to a preliminary 
gradual heating for 5 minutes. This is best done by playing the flame of a 
burner upon the bottom of the crucible in such a manner as to bring about 
the discharge of volatile matter at a rate not sufficient to cause sparking. 
After the preliminary heating, transfer the crucible to the volatile-matter 
burner and heat for 6 minutes at 950° C., as in the regular method. 

(2) The cover of the crucible should fit closely enough so that the carbon 
deposit from bituminous and lignite coals does not burn away from the under 
side. 

(3) The regulation of temperature to within the prescribed limits is 
important 

(4) Permissible tolerances: 


Same analyst, Different analysts, 


per cent per cent 
STOMA OU COALS m re 0.5 BO 
Lët, E a ca Ri ides s 1.0 2.0 


Fixed Carbon.— Calculate the fixed carbon by subtracting the 
percentages of moisture, ash and volatile matter from 100%. 

Sulfur (Eschka Method).—Weigh 1.373 grams of the 60-mesh 
sample and thoroughly mix on glazed paper with 3 grams of 
Eschka mixture. Transfer the uniform mixture to a 30-cc. 
Coors glazed-porcelain crucible and cover with about 1 gram of 
Eschka: mixture. 

Place the crucible in a cold muffle and gradually raise the 
temperature to 870-925? C. (cherry-red heat) in about 1 hour. 
Maintain the maximum temperature for about 0.5 hour and then 
let the crucible cool in the muffle. When burning is complete, all 
trace of black coal will have disappeared and only a light, reddish 
gray mass remains. Make sure such is the case. 

When cool, empty the contents into a 200-cc. beaker and 
digest with 100 cc. of hot water on the hot plate for 30-45 minutes 
with occasional stirring. Then filter through a rapid 11-cm. 
filter paper and wash the insoluble matter by decantation. 
After several washings in this manner, transfer the insoluble 
matter to the filter and wash five times with hot water, keeping 
the mixture well agitated. Treat the filtrate, amounting to 
about 250 ce., with 10-20 cc. of saturated bromine water, make 
slightly acid with conc. HCl (5 cc.) and boil to expel liberated Br. 
Make sure the solution is acid by testing with methyl orange. 
Exactly neutralize with NaOH or NaCO; solution, then add 2 
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ec. of 0.5 N HCl. Add slowly from a pipette, with constant 
stirring, 10 cc. of a 10% solution of BaCl,2H;0. Continue 
boiling for 15° minutes and let stand overnight just below the 
boiling point. (If the analysis is urgent, boil for 30 minutes and 
let stand 1 hour.) 

Filter through an ashless 11-cm. filter paper and wash with hot 
water until a few drops of the filtrate show no precipitate with 
AgNO; solution. Place the wet filter containing the BaSO, in a 
weighed alundum (No. 0 or 00) or platinum crucible, allowing 
free access of air by folding the paper over the precipitate loosely 
to prevent spattering. Place in a cold muffle and smoke off the 
paper gradually. At no time let it burn with a flame. After the 
paper is practically consumed, raise the temperature to approxi- 
mately 900? C. and heat until the weight is constant after cooling 
in a desiccator. Calculate to sulfur. 

CALCULATION.—Grams of BaSO,X 10 = percentage of sulfur. 


Norrs.—(1) Always run a blank determination with each analysis, using 
the same amounts of all reagents that were employed in the regular deter- 
mination. Deduct the sulfur found in the blank from the amount found in 
the sample. 

(2) Examine the residue of Eschka mixture for sulfur after digesting, by 
dissolving it in HCl and treating with bromine water and BaCl. When an 
appreciable amount of sulfur is found, add it to the main precipitate. 

(3) Determinations of ash in coal or coke must not be made in the same 
muffle at the same time with sulfur determinations. 

(4) Reagents and Solutions.—Eschka Mixture: Mix 2 parts by weight of 
light calcined MgO and 1 part by weight of anhydrous NazCO;. Both mate- 
rials should be free as possible from sulfur. Grind the materials together and 
after thoroughly mixing pass through an ordinary flour sieve. Keep the 
mixture in a glass-stoppered bottle. 

Saturated Bromine Water: Add excess of bromine to 1000 ec. of water 
and mix. 

Barium Chloride Solution: Dissolve 100 grams of BaCl,-2H,0 in water, 
and dilute to 1000 ce. 

(5) Permissible Tolerances: 


Same analyst, Different analysts, 


per cent per cent 
elt Maele E choo de e 0.05 0.10 
Sulfuboveno0o MTM 0.10 0.20 


REFERENCE.—The procedures in this method are essentially those of the 
Ameriean Society for Testing Materials described in its Book of Standards. 
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COAL 
Heating Value 


General.— The common unit for measuring heat is the British 
Thermal Unit, usually written B.t.u. It is the quantity of heat 
required to raise 1 pound of water from 62 to 63°F. In the metric 
system the unit is the Calorie,* the amount of heat required to 
raise 1 kilogram of water from 15 to 16? C. The relation between 
the two is therefore: 


1 Calorie —2 2.2046 —3.9683 B.t.u. 


Since, however, heating values in B.t.u. are usually expressed 
per pound of material, and in calories are expressed per kilogram 
or per gram, the relation becomes: 


(large) Calories per Kg. X2 — B.t.u. per pound, 
or, (small) calories per gram X 2 — B.t.u. per pound. 


In making calorimetrie determinations on fuels all figures 
should be expressed in calories and the final corrected result 
multiplied by 1.8 to convert to B.t.u. per pound. 

Apparatus.—Combustion Bomb.—Various bombs may be used 
for this determination but they must have an inner surface of 
platinum, gold or some material not attacked by HNO;, H2SOu, 
or other products of combustion. In this laboratory we use an 
Emerson Bomb Calorimeter with gold lining. 

Calorimeter Jacket.—The calorimeter must be provided with 
a water-jacket having a cover to protect it from air currents and 
the jacket must be kept filled with water within 2 or 3? C. of room 
temperature and the water continuously stirred by a mechanical 
stirring device. 

Stirring of Calorimeter Water.—The water in the calorimeter 
must be stirred sufficiently to give consistent thermometer 
readings while the temperature is rising rapidly. The stirrer 
must not touch the bomb. The speed of stirring must be kept 
‘constant and should not be excessive. This may be determined 
by adjusting the temperature of the calorimeter equal to that of 

* This is the “kilogram calorie," written with a capital ^C." The small 
calorie or “gram calorie," written with a small “c,” is the amount of heat 
required to raise 1 gram of water from 15 to 16° C. and is therefore one- 
thousandth of a Calorie. 
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the jacket and letting the stirrer run continuously for 10 minutes. 
If the temperature of the calorimeter rises more than about 0.01? 
C. in this length of time, the rate of stirring is excessive. The 
portion of the stirring device immersed in the calorimeter should 
be separated from that outside by non-conducting material, 
such as hard rubber. 

Thermometers.—The thermometers used for all temperature 
observations in calorimetric work should be graduated to at 
least 0.01° C. and calibrated by the U. S. Bureau of Standards. 
They should be used with the corrections given on the certificate. 
The thermometer should be tapped lightly just before each 
reading to avoid errors caused by the lag of the mercury, espe- 
cially on falling temperature. Read thermometer observations 
to 0.001° C. with a special reading telescope. 

Oxygen.—The oxygen used for combustion must be free from 
combustible matter. 

Firing Wire.—The coal in the bomb may be ignited by means 
of either iron or platinum wire. In this laboratory we use iron 
wire No. 34 B & S gage. Not more than 4 inches of wire should 
be used. Its heat of combustion must be subtracted from the 
final result. 3$ inches (8 cm.) is a convenient length and this 
length of No. 34 iron wire has a heating value of 14 calories.* (If 
any wire is found to be unburned after the combustion it must be 
deducted from the total amount of wire used.) 

Standardization of Calorimeter.— The accuracy of all calori- 
metric determinations depends upon the correct determination 
of the water-equivalent value of the apparatus. Standardize 
the apparatus by means of Naphthalene and Benzoic Acid, the 
heats of combustion of which have been determined by the U. $. 
Bureau of Standards. The pure substances should show the 
following heating values: 

Naphthalene He dote 9622 Calories. + 
Benzolo ¡Acid d oe 6329 Calories. 


'The determination is made under exactly the same conditions 
as in the determination on coal. Instead of using 1 gram of 

* 'The exact heating value should be figured from the weight of wire used 
on the basis of 1600 calories per gram of wire burned. 

T In the calculations use the Bureau of Standards’ values as given on the 
bottles, if they differ from these figures. 
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naphthalene or benzoie acid, however, as in the case of coal, 
take the following weights: 


Naphthalene...... 0.8450—0.8550 gram. 
Benzoic Acid...... 1.2850-1.2950 grams. 


Make a pill of naphthalene of the above weight and imme- 
diately weigh it accurately and place in the bomb. Also make 
the benzoic acid into pills, but place these pills in a desiccator 
over conc. HSC, for about 8 hours. ‘Then take the required 
weight and place immediately in the bomb. 

CALCULATION.—Let a= Weight of material multiplied by its 

heating value in calories; 
b= Heating value of iron wire in calories; 
c= Heating value of titer in calories; 
d — Corrected rise in temperature, ° C.; 
e= Weight of water in grams; 
and g-— Water equivalent of apparatus in 
grams; 


b 
then ee EE i 


'The average of the naphthalene and benzoic acid results should 
agree within approximately 2 grams. Take for the water equiva- 
lent in grams of the apparatus the average of the results by naph- 
thalene and by benzoic acid. 

The final water-equivalent factor in calories is the water equi- 
valent in grams plus the weight of water in grams. This factor 
is to be used for converting the corrected temperature rise of the 
coal to calories. (Calories X 1.8 — B.t.u. per pound.) 

Determination of B.t.u.—Preparation of Sample.—Mix the 
finely ground (60-mesh) sample in the bottle and accurately 
weigh approximately 1 gram into the fuel tray lined with recently 
ignited asbestos. Bituminous coal may be used directly in the 
powdered form or in the form of a briquette. If trouble is 
experienced from blowing out of the crucible, the coal should be 
briquetted. Anthracite coals and coke do not give this trouble. 

Preparation of Bomb.—Measure the firing wire, coil it in a small 
spiral and connect between the platinum terminals, using, if 
necessary, à piece of platinum wire somewhat heavier than the 
iron wire to make the connection. Both the platinum and the iron 
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must be clean. Place 1 or 2 cc. of water in the bottom of the 
bomb to saturate with moisture the oxygen used for the combus- 
tion. When the fuel tray is put in place in the bomb, the firing 
wire should be in contact with the sample but must not touch the 
fuel tray. 

Filling Bomb with Oxygen.—Screw the lid down against the 
lead gasket.* "Then force oxygen into the bomb very slowly, to 
avoid blowing the coal from the tray, until the pressure within 
registers 20 atmospheres (300 pounds). At this point close the 
needle-point valve just tight enough to prevent leakage of gas. 

Calorimeter Water.—Fil the calorimeter with exactly 1900 
grams of distilled water, which is the amount specified for the 
Emerson calorimeter. (The same amount must be used in 
standardizing the apparatus.) 

Temperature Adjustment.—The initial temperature in the 
ealorimeter should be so adjusted that the final temperature 
after the combustion will not be more than 1? C. (preferably 
about 0.5? C.) above that of the jacket, under which conditions 
the total correction for heat gained from or lost to the sur- 
roundings will be small when the rise of temperature is 2 or 3? C., 
and the effect of evaporation loss will be small. (Under normal 
conditions this is obtained by having the water about 4? C. below 
room temperature. In the case of anthracite screenings and 
fuels whose heating value is low, the temperature of the water 
should be about 3.5? C. below room temperature.) 

Firing Current.—The electrie current used for firing the charge 
should be obtained from storage or dry cells having an e.m.f. not 
greater than 12 volts, since a higher voltage is likely to cause an 
are between the firing terminals, introducing additional heat. 
A suitable current may also be obtained by placing two 100-watt 
lamps (connected in parallel) in series with the fuse wire on a 
110-volt lighting circuit. The circuit should be closed by means 
of a switch, which should remain closed for not more than 2 
seconds. 

Determination.— When ready for firing, place the bomb in the 
calorimeter, connect the current terminals, cover the calorimeter 
jacket, attach the stirring device and insert the thermometer, 


* In handling the bomb take care not to tip or jar it, as fuel may be thrown 
Írom the tray. 
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which must not be within 0.5 inch of the bomb or the container. 
Start the stirrer and after the thermometer reading has become 
steady (not less than 2 minutes after the stirrer is started, 
generally 3 or 4 minutes), take temperature readings at 1-minute 
intervals for 5 minutes. Then fire the charge, noting the exact 
time of firing. Make temperature observations at intervals 
described below under Calculation of Results. When the tem- 
perature has reached its maximum and is falling uniformly, take 
a series of readings at 1-minute intervals for 5 minutes, to deter- 
mine the final cooling rate. 

Titration.—After the last reading, take the bomb out of the 
bucket and reduce the internal pressure to atmospheric pressure 
by opening the needle-point valve. Remove the lid and very 
carefully inspect the interior of the bomb for traces of unburned 
coal or iron wire. If unburned coal is found, the determination 
is worthless and must be repeated. A correction must be made 
for the unburned iron wire.* If the combustion appears com- 
plete, rinse out the bomb and fuel tray thoroughly with water 
and titrate the washings with methyl orange and a standard 
NaCO; solution of such strength that 1 cc. is equivalent to 
0.02173 gram of HNOs, the heat of formation of which is 5 calories 
or 9 B.t.u. 

Make a further correction of 13 calories or 23 B.t.u. for each 
percentage of sulfur present, as found by analysis. This corrects 
for the excess of the difference in the heats of formation of SO» 
and SO; over the heat of formation of HNOs, and also for the Fe 
present in the coal as pyrite being burned to Feis, 

TITRATION SOLUTION.—Dissolve 18.28 grams of pure anhydrous 
NaCO; in water and dilute to 1 liter. 

METHYL ORANGE.—Dissolve 1 gram of methyl orange powder 
in one liter of water. 

Calculation of Results.— The following method of calculation 
is recommended by the American Society for Testing Materials 
as giving more accurate results than other procedures which 
have been recommended in the past: 

Observe (1) the rate of rise R, of the calorimeter temperature 
in degrees C. per minute for 5 minutes before firing; (2) the time 
A at which the last temperature reading is made immediately 

*See under Firing Wire, previously described. 
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before firing; (3) the time B when the rise of temperature has 
reached six-tenths of its total amount. (This point can generally 
be determined by adding to the temperature observed before 
firing 60% of the expected temperature rise* and noting the time 
when this point is reached); (4) the time C of a thermometer 
reading taken when the temperature change has become uniform 
some 5 minutes after firing and (5) the final rate of cooling Rə in 
degrees per minute for 5 minutes. Multiply Rı by the time B— A 
in minutes and tenths of a minute and add this product (subtract 
it if the temperature was falling at the time A) to the thermometer 
reading taken at the time A. Multiply Rz by the time C — B and 
add this product (subtract it if the temperature was rising at the 
time C and later) to the thermometer reading taken at the time C. 
'The difference of the two thermometer readings thus corrected, 
provided the corrections of the thermometer certificate have 
already been applied, gives the total rise of temperature due to 
the combustion. This, multiplied by the water equivalent of 
the calorimeter, gives the total amount of heat liberated. This 
result, corrected for the heats of formation of HNO; (titer correc- 
tion) and HSO, (calculated from the percentage of sulfur) and 
for the heat of combustion of the firing wire, is divided by the 
weight of the charge to find the heat of combustion in calories 
per gram of the sample. This multiplied by 1.8 gives the B.t.u. 
per pound (see following example). 
EXAMPLE: 


Observations 


Water equivalent =450.5 grams 
Water-equivalent factor = 2350.5 calories 


* When the temperature rise is not approximately known beforehand, it 
is only necessary to take thermometer readings at 40, 50, 60 seconds (and 
possibly 70 seconds with some calorimeters) after firing, and from these 
observations to find when the temperature rise has reached 60% of the total. 
Thus, if the firing temperature was 2.135°; at 40 seconds, 3.05°; at 50 seconds, 
3.92°; at 60 seconds, 4.16°; and the final temperature was 4.200°; the total rise 
was 2.07°, and 60% of it was 1.24°. The temperature to be observed was 
then 2.14°+1.24°=3.38°. Referring to the observations at 40 and 50 
seconds, the temperatures were respectively 3.05 and 3.92°. The time 
corresponding to the temperature of 3.38° was therefore 
(3.38 —3.05) 
(8.92 —3.05) 


40+ X10 =44 seconds. 
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Weight of sample — 1.0240 grams 
Approximate rise expected — 3.3? 
60% of approximate rise = 2.0? 


Readings corrected for 


'Time Readings thermometer certificate 
3:20 p.m. 16.244? 
21 .250 
22 1255 
23 .261 
24 .266 
(A) 25 E 16.276? 
Charge fired 
(B) 26.2 18.3* 
(C) 30 19.605 19.604 
SH .603 
32 .600 
33 .599 
34 .598 
35 .597 
Calculations 


R,-—0.028 +5 =0.0056° per minute. B—4 —1.2 minutes 
Corrected initial temperature = 16.276 4- (0.0056 X 1.2) —16.283? 
R,=0.008 +5 20.0016? per minute. C—B=3.8 

Corrected final temperature = 19.604 4- (0.0016 x 3.8) = 19.610? 
Total rise = 19.610° — 16.283 =3.327° 


Total calories developed = 2350.5 X 3.327 = 7820 
Corrections: Titer (32)-- wire (14) +sulfur (33)= 79 
Calories from 1.0240 grams of coal = 7741 
7741 
B.t.u. per pound= 1.0240 X1.8= 13607 
Nores.— (1) Permissible tolerances: 
Heating value, Same Different 
B.t.u. analyst analysts 
12,000 36 60 
13,000 39 65 
14,000 42 70 
15,000 45 75 


* The initial temperature is 16.27? and 60% of the expected rise is 2.0°. 
The reading to observe therefore is 18.3*. 
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(2) In practice, the time B — A will be found so nearly constant for a given 
calorimeter with the usual amounts of fuel that it need be determined only 
occasionally. 

(3) The method of computing the cooling correction described in Bur. 
Mines Tech. Paper No. 8, 28-32, may be used in place of the above if 
desired. 

(4) For details of construction of the calorimeter and precautions as to its 
use, see pamphlet supplied with the calorimeters from the Emerson Appara- 
tus Company. 

(5) *H" Value: If it is assumed that the calorific value of coal is due to 
combustion of organic matter and sulfur, it would seem probable that in coals 
of like character the calorific value would be proportional to the amount of 
these substances present. Therefore, if the sum of the percentages of 
moisture, ash and sulfur be subtracted from 100, the remainder would be 
approximately the organic matter in the coal; and if the calorific value of the 
sulfur be subtracted from the calorific value of the coal as determined, the 
remainder should be the calorific value of the organic matter present. 
The calorific value of coal calculated on a moisture-ash-sulfur-free basis is 
commonly designated as ^H." This ^H" value differs for different grades 
of coal but for the same kind of coal from the same seam is fairly constant. 
The value of “H,” being known for various grades of coals, serves as an 
approximate check on the analysis. 

Calculation of “ H."—Let A = B.t.u. as determined; 

B — percentage of sulfur expressed as decimal; 
C = percentage of moisture expressed as decimal; 
and D = percentage of ash expressed as decimal; 


Gen esc Qu 
then “H BHO Dy 


ReFrerENCE.—The procedures in this method are essentially those 
of the American Society for Testing Materials described in its Book of 
Standards. 


COAL 
Ultimate Analysis 


Apparatus and Chemicals.—(a) The combustion is made in a 
25-burner combustion furnace of the Glaser type. 

(b) The purifying trains through which the air and oxygen 
are passed before they enter the combustion tube are arranged 
in duplieate, one part for air, the other for oxygen, both being 
connected to the combustion tube by means of a Y-tube. The 
purifying reagents, arranged in the order of the flow of oxygen or 
air through them, are: (1) conc. H.SO,, (2) 30% KOH solution, 
(3) soda-lime, and (4) granular CaCl;. 
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The oxygen and air are allowed to bubble through about 
0.25 inch of the reagents (1) and (2), which are in gas-washing 
bottles. Reagents (3) and (4) are in U-tubes. 

(c) The combustion tube is about 40 inches long and about 
3 inch (16 mm.) internal diameter, made of hard glass or silica. 
The tube extends beyond each end of the furnace for a distance 
of about 4 inches, the ends of the tube being protected from 
the heat of the furnace by closely fitting circular shields of asbes- 
tos. The rear end of the tube (the end next to the purifying 
train) is closed with a rubber stopper. As this end of the tube is 
kept cool by the protection of the circular shield and by the pas- 
sage of cool air and oxygen, there is very little danger of volatile 
products being given off by the rubber. The other end of the 
tube is closed by a well-rolled cork of specially selected quality, 
the danger from overheating at this end of the tube being too great 
to permit the use of the more convenient rubber stopper. 

The tube is filled as follows: A space of 5-5.5 inches is left 
empty at the end nearest the absorbing train. Then follow: 
(1) à plug of asbestos; (2) 4—5 inches of fused PbCrO, in small 
lumps; (3) an asbestos plug; (4) 14-16 inches of pure, recently 
ignited “wire” CuO (or a close coil of fine copper gauze thor- 
oughly oxidized by heating it in a stream of pure oxygen); (5) 
an asbestos plug; (6) the boat for holding the coal. There must 
be 12-14 inches of empty tube following the last asbestos plug, 
so that the part of the tube in which the boat is placed will be well 
in the furnace, and yet the tube itself project at least 4 inches out- 
side of the furnace. 

(d) The absorption train is as follows: The water is absorbed 
in a 6-inch U-tube, filled with granular CaCl; the CO; is absorbed 
by KOH (30% solution *) in an ordinary Liebig bulb, to which is 
attached a 3-inch U-tube containing soda-lime and granular 
CaCl, the bulb and U-tube being weighed together. This is 
followed by a final guard tube filled with CaCl, and soda-lime to 
prevent any back-pressure of COz or H:O. The gases formed 
during combustion are drawn through the train by suction, a 
Marriott bottle being used to secure a constant suction head. 

(e) The oxygen used is kept over water and is supplied under 
small pressure. The supply of oxygen and the aspiration during 

* To this should be added a little KMnO; to oxidize any possible oxidizable 
impurities. 
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a combustion are so regulated as to keep the difference in pressure 
between the inside and outside of the tube very small, the pressure 
inward being slightly greater. This reduces the danger of leaks 
to a minimum, and, if by chance any slight leakage does occur, 
it is inward rather than outward and the effect upon the deter- 
mination is small. í 

Testing the Apparatus.—Before beginning the determination 
test the apparatus for leaks by starting the aspirator at the rate of 
3 bubbles of air per second through the KOH bulb and then shut- 
ting off the supply of air. If not more than 1 bubble of air per 
minute passes through the KOH bulb, the connections are suf- 
ficiently tight to proceed with the determination. Air is then 
admitted to the purifying apparatus, the tube heated to redness 
throughout and 1000 cc. or more of air aspirated. The KOH 
bulb and drying tube are then detached and weighed. They are 
again connected up and 500 ec. of oxygen, followed by 1000 ce. 
of air, are aspirated through the train. 

On commencing the second aspiration, the burners under the 
rear portion of the tube are gradually turned down and finally 
entirely out, so that the empty portion of the tube into which the 
sample for analysis is to be inserted becomes nearly or quite cool 
by the time the aspiration is complete. The burners under the 
two-thirds of the CuO next to the PbCrO, are kept lighted and 
this portion of the CuO kept at a red heat. After aspiration of 
the 10€C0 ec. of air, the KOH bulb and drying tube are detached 
and again reweighed. If the gain or loss in weight is less than 
0.0005 gram, the apparatus is ready for an analysis. 

Carbon and Hydrogen.—Ignite and cool the boat. Weigh it 
empty in a glass-stoppered weighing bottle. Place in it about 0.2 
gram of the finely pulverized and well-mixed air-dry coal. (The 
sample must be ground very fine, otherwise, in weighing so small 
& quantity, average results will not be obtained.) Place the 
boat in the bottle, quickly stopper and weigh accurately. Insert 
the boat quickly into its proper place in the combustion tube and 
connect up the apparatus. 

The tube should be cool after the first 12 inches, the CuO 
should be red hot and the PbCrO, at a dull red heat.* The boat 


* When silica tubes are used, the PbCrO, section should be kept slightly 
below even a dull red on account of danger of fusing the tube. 
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should be transferred from the weighing bottle to the combustion 
tube as rapidly as possible to avoid change in moisture content 
and should be placed near the asbestos plug at the beginning of 
the CuO section. 

After connecting up the apparatus, start the aspiration with 
pure oxygen at the rate of 3 bubbles per second. Turn on 1 
burner about 4 inches back from the boat and continue aspiration 
carefully until practically all moisture is expelled from the sample. 
Then increase the heat very gradually until all the volatile matter 
has been driven off. In doing this, the heat must be applied 
gradually in order to prevent a too rapid evolution of gas and tar 
which might either escape complete combustion or be driven 
back into the purifying train. 'The heat should be slowly 
increased by turning on more burners under the open part of the 
tube until the sample is ignited; then increase the temperature 
rapidly, taking care, however, not to melt the combustion tube. 

* Drive over into the CaCl, tube any moisture collecting in the end 
of the combustion tube or in the rubber connection joining it to 
the CaCl, tube, by carefully warming with a piece of hot tile. 
Continue the aspiration with oxygen for 2 minutes after the 
sample ceases to glow, then turn off the heat and aspirate about 
1200 ce. of air through the tube. Finally, disconnect the absorp- 
tion bulbs, wipe with a clean cloth, cool in the balance room until 
they come to room temperature and then weigh. Calculate the 
percentages of carbon and hydrogen by the following formulas: 


(increase in weight of KOH bulb) 
Weight of sample ` 
(increase in weight of CaCl, tube) 
Weight of sample — 


% 0—27.28X 


% H=11:19x 


Nores.—(1) The percentage of H as calculated contains the H of the 
moisture in the sample. To correct for this subtract one-ninth of the 
percentage of moisture found by a separate determination. 

(2) After the boat has been removed, the apparatus is ready for another 
determination, since any CuO will all have been reoxidized by the air current. 

(3) After removing the boat, weigh the ash (unless the ash has been deter- 
mined on another sample) and carefully inspect it for any unburned carbon. 
If such is found, the determination is worthless and must be repeated. 

(4) The wire CuO should be used, as the ordinary granular oxide some- 
times contains carbon and carbonates. It should be examined for CaCO; 
or other carbonates which are likely to give off CO» on heating, and also for 
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lime which may absorb CO». The CuO may be tested for CaO by extracting 
it with a little dil. HNO;, adding NH¿OH in excess and then testing the liquid 
with (NH:)20204. It should give no precipitate. 

(5) The asbestos used should be boiled in HCl, washed, dried and ignited, 
in order to remove traces of CaCO; or other carbonates sometimes present. 

(6) The PbCrO, should be in moderately coarse lumps from which all fine 
material has been sifted out with a 20- or 30-mesh sieve. It must be neutral 
and free from alkaline chromates. The same PbCrO, can be used for many 
determinations; as long as it does not turn green for more than 20% of its 
length in the tube, it is perfectly safe. 

(7) The oxygen should be tested as to its purity and must not be kept in 
rubber bags or passed through long rubber tubes. 

(8) Check determinations should agree within 0.07% for H, 0.30% for 
C and 0.05% for N. 

Nitrogen.—Weigh 1 gram of the finely pulverized coal into a 
Kjeldahl distilling flask and determine the nitrogen by the 
Gunning method as described on page 88. 

Sulfur.—Determine the sulfur as described on page 215. 

Oxygen.—As no satisfactory method is known for the direct 
determination of the oxygen in coal, it is always determined “by 
difference," the sum of the percentages of H, C, N, S, moisture 
and ash being subtracted from 100% and the remainder called 
oxygen. The result so obtained is always inaccurate, the 
error increasing with the percentages of ash and sulfur. The 
weight of the ash does not represent that of the mineral matter in 
the coal, the pyrite in the coal being burned to Fe;O; and the 
sulfur passing off as SO». Thus 4 atoms of S in 2 FeS; are 
replaced by 3 atoms of O in the Fe;O;, and the loss of weight is 
equal to five-eighths of the S. For this reason many chemists use 
five-eighths of the S, instead of the total S found by analysis, in 
caleulating the O. As coals contain sulfur in other forms than 
Fe8,, however, and also frequently other compounds that lose 
weight on burning, such as FeCO; and CaCO;, it is doubtful 
whether the results obtained in this way are any closer to the 
truth. 

RrrERENCES.—Lord: “Notes on Metallurgical Analysis,” 165-170; 
Bull. 9, Geol. Survey of Ohio, 317-319; U. S. Dept. Agr., Div. Chem., Bull. 46, 


Revised, 14-16 (1899); Am. Soc. Testing Materials, ‘Triennial Standards” 
(1924), 1000. 


PHOSPHORUS IN COAL AND COKE 


Ignite to ash in a platinum crucible exactly 10 grams of coal or 
5 grams of coke. Add 15 cc. of conc. HNO; and about 5 ec. of 
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HF. Evaporate carefully to dryness under a good hood. Fuse 
the residue with 3 grams of NaCO; (if any unburned carbon is 
present in the ash, 0.2 gram of NaNO; should be mixed with the 
NazCO;). Leach out the melt with water, filter and wash. 
Ignite the residue and again fuse with NasCO;. Leach out this 
melt, filter and wash. Acidify the combined filtrates in a flask 
with a very slight excess of HNO; and concentrate to a volume of 
100 cc. Neutralize with conc. NH,OH and add approximately 
5 ec. in excess. Then make slightly acid with HNOs, bring the 
solution to a temperature of 80? C., add 60 cc. of ammonium 
molybdate solution and shake for 5 minutes. Complete the 
determination as under Phosphorus in Steel (p. 138), dissolving 
the yellow precipitate in standard NaOH solution and titrating 
the excess with standard HNO; solution. 


REFERENCE— This method is similar to that of the Am. Soc. Testing 
Materials, ‘Triennial Standards," 993, (1924). 


COAL-ASH AND REFUSE 


General.—The usual determinations on samples of coal-ash 
or refuse are percentages of moisture, combustible matter and 
ash, and calculation of the B.t.u. per pound. 

Moisture.—Dry 1 gram of the finely powdered sample in a 
weighed platinum crucible for 1 hour at 110? C., in the special 
water-glycerin oven described on page 213. 

Ash.—Ignite the residue from the above moisture determina- 
tion in the platinum crucible in a muffle at approximately 900° C., 
until complete combustion is obtained. Cool in a desiccator 
and weigh. 

Combustible Matter.—Subtract from 100% the percentages of 
moisture and ash as above determined. The difference is com- 
bustible matter. 

B.t.u. per Pound.—Calculate the heating value on the arbitrary 
basis of 14,600 B.t.u. per pound of combustible matter. In other 
words, multiply the percentage of combustible matter, expressed 
as a decimal, by 14,600. 


NomE.—lIt is often customary to report results on the dry basis. In such 
case divide the results obtained for combustible, ash, and B.t.u., respectively, 
on the “as-received ” basis by the difference between 1.0000 and the moisture 
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percentage expressed as a decimal. In the case of very wet samples, requir- 
ing preliminary air-drying, proceed as under Coal (p. 212). 


GASOLINE 


General.— The essential desirable properties in gasoline for 
motor use are: 

1. It should not contain too large a percentage of highly vola- 
tile produets which tend to cause large evaporation losses and 
excessive danger in handling and storage, but should have suffi- 
cient volatile constituents to permit starting an engine under 
reasonably unfavorable conditions without pre-heating. 

2. It should not contain any considerable percentage of heavy 
or non-volatile constituents which, after atomization into the 
engine cylinders, cannot be completely vaporized and burned. 

3. It should not contain any material which, after combustion, 
leaves a residue which collects in the motor. 

4. It should be free from substances which attack metal, 
either before or after combustion. This includes unremoved acid 
used in refining. 

5. Neither the gasoline nor its products of combustion should 
have a strong or markedly disagreeable odor. 

6. It should be free from non-combustible material such as 
water, sediment, etc. 

Types of Gasoline.—1. “Straight” Refinery Gasoline. In 
general these are made by distilling crude oil in a fire still and 
taking a eut when the gravity of the product reaches some pre- 
determined mark. So-called crude naphtha or benzine is acid 
refined and steam distilled. Several products of different ranges 
of volatility may be produced, or the steam distillation may 
simply separate the product from the less volatile bottoms which 
go into the burning oil stock. 

"Straight" refinery gasolines are generally characterized by a 
low content of unsaturated and aromatie hydrocarbons, and by a 
distillation range free from marked irregularities. 

2. Blended Casing-head Gasoline. Casing-head gasoline is 
obtained from natural gas by compression or absorption. It is 
too volatile for general use “straight” and, before being mar- 
keted, is generally blended with sufficient heavy naphtha. The 
resulting mixture is characterized in general by a volatility range 
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showing a considerable percentage of constituents of low and high 
boiling points, but a lack of intermediate products. F requently, 
however, the blending is done in a manner difficult to detect, the 
natural gas gasoline being used in moderately small proportion 
with heavy straight-run naphtha in order to make a product 
having a desirable percentage of volatile constituents. 

As regards chemical properties, blended casing-head gasoline 
seems to be identical with “straight” refinery products of the 
same distillation range. The characteristic physical properties of 
blended gasoline are due wholly to the details of blending. 

3. Cracked or Synthetic Gasoline. These are marketed largely, 
if not altogether, in the form of blends with “straight” refinery 
and casing-head gasoline. The cracked gasolines are similar 
to “straight” refinery products in most physical and chemical 
properties but contain varying percentages of unsaturated and 
aromatic hydrocarbons. 

Specifications. —The U. S. Government specifications* for 
gasoline are as follows: 


Aviation 
gasoline Motor 
. (domestic grade) gasoline 
Color, not darker than................. No. 25 Saybolt No. 16 Saybolt 
DOCLOrALESt o MEM T eL eee Negative Pils: 
Distillation range: 
Pirca rop ss un) eM ok nota. oi 131? F. 
DCN exc EIL P See n ER Joc CUIU T 
(CIENTO OO O El O A e 
OO GAs qr EE S atr Ant LI TT e e EE 
509 nasa) SER Or QUAEST dt 284? F. 
UNE (masc) Pee cce: SI da 3922; 
CHA Gnas PEERS E A A Nu 
Tone Done MA A PE a 374° F. 437? F. 
Distillate recovered (minimum). AA. 06% 95% 
Distillation loss (maximum) .......... DOE AA 
Elte O M ETT ieu 
SUI (cri). como EE EE 0.10% 0.10% 


When 100 ec. of aviation gasoline are subjected to the copper 
dish corrosion test it must cause no gray or black corrosion and 
the amount of deposit in the dish must not exceed 0.003 gram. 


* Bur, Mines Tech. Paper 323A (March, 1924). 
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A clean copper strip when submerged in motor gasoline for 3 hours 
at 122? F. must not discolor. 

Water and Foreign Matter.—The sample should be free from 
water, sediment, and other foreign matter. Water is seldom 
present and is easy to detect, as an appreciable amount will 
separate into a lower layer. 

Color and Odor.—Properly refined gasolines are water-white 
and the color of a sample as seen in a 4-ounce sample cylinder 
should be noted. The sample also should be 
free from rank and disagreeable odors. 

The quantitative measurement of the color 
is made in the Saybolt chromometer (see Fig. 
11). This consists of 2 glass tubes of 14-16 
mm. internal diameter. One tube is 20 inches 
long and graduated in i-inch divisions. The 
other tube is 19 inches long and fitted with a 
collar for holding standard color disks. The 
instrument is provided with an eyepiece and 
prisms so arranged that light from an artificial 
daylight lamp, reflected by a mirror up through 
the tubes in parallel rays, appears on a circular 
field of vision, the two halves of which are 
illuminated by the light transmitted by the 
sample and the color standard, respectively. 

In using the instrument, first clean the 
graduated tube by rinsing with a portion of | 
the sample and allowing it to drain thoroughly. 
Then fill the tube to a height of 10.5 inches. 
Use 2 color disks in the other tube, unless the ` 
sample appears lighter when viewed in the 
eyepiece, in which case use 1 disk. Add more 
of the sample if necessary to make the color 
distinctly darker than the standard. Then 
slowly draw down the sample in the graduated 
tube until it appears slightly darker than the 
standard. Note the reading and draw down to the nearest height 
corresponding to a standard color shade as shown in Table VIII. 
If the color of the sample observed through the eyepiece is still 
darker than the color standard, again draw down the liquid to 
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Chromometer. 
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the next height given in the table. Continue the operation until 
the sample and the color standard match or show questionable 
differences. Finally lower the liquid one shade more, and if it is 
then unmistakably lighter than the color standard, record the 
previous color shade as the Saybolt Color of the sample. 


Taste VIII—Conor STANDARDS CORRESPONDING TO HErGHTS or OIL 
IN SAYBOLT CHROMOMETER 


Number | Height of Color Number Height of Color 
of Disks | Oil, Inches | Shade of Disks | Oil, Inches Shade 
1 20.0 +25 2 5.50 ars 
1 18.0 +24 2 5.25 +3 
il 16.0 +23 2 5.00 +2 
1 14.0 +22 2 4.75 sei! 
1 12.0 +21 2 4.50 0 
1 10-75 +20 2 4.25 = 
1 9.50 sey 2 4.00 — 
1 8.25 +18 2 3.75 —3 
1 T.25 +17 2 3.625 —4 
1 6.25 +16 2 3.50 —5 
2 10.50 +15 2 3.375 —6 
2 9.75 +14 2 3.25 —7 
2 9.00 +13 2 3.125 —8 
2 8.25 +12 2 3.00 —9 
2 TAS +11 2 2.875 —10 
2 4.25 +10 2 2515 —]11 
2 6.75 +9 2 2.625 —12 
2 6.50 +8 2 2.50 —13 
2 6.25 + 7 2 2.375 —14 
2 6.00 +6 2 2.25 —15 
2 5.75 + 5 2 2.125 —16 


Norr.—Bichromate Control Method.—For a convenient control method 
which does not require the use of the Saybolt chromometer, standard acidified 
K,Crz07 solutions may be prepared to correspond with the solutions indi- 
cated in Table IX. Each of these solutions may be placed in a 4-ounce 
bottle, marked with the equivalent Saybolt color value, and used for 
comparison with the same volume of gasoline in a similar 4-ounce bottle. 
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TABLE IX—BicHRoMATE SOLUTIONS CORRESPONDING TO SAYBOLT COLOR 


VALUES 
PAE AT AA AAA AAA A u a 
Milligrams of K;Cr;0; 
Say bolt Color per 100 ec. of 1% H2SO4 
25 0.20 
24 0.30 
23 0.37 
22 0.45 
21 0.55 
20 0.65 
19 0.75 
18 0.85 
1/7. 0.95 
16 JE C) 
15 ilm 
14 Ire 
13 1.50. 
192 do 
11 LATS 
10 1.85 
9 1.95 
8 2.05 
Y 2I 
6 2.30 
5 2.40 
4 DO 
3 25000 
3) 205 
li 2.85 
0 3.00 


Specific Gravity.—In view of the various sources of gasoline 
now on the market, the sp. gr. is no longer of any particular value 
as an index of the quality.* It may be determined with a pyc- 

* In spite of this fact, however, it should be remembered that gasoline is 
bought and sold by the gallon; and the higher the specific gravity, the greater 


is the weight per gallon and consequently the greater is the fuel value per 
gallon. 
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nometer, Westphal balance, or hydrometer. It is customary to 
express results in terms of Baumé gravity. 

Doctor Test.—Shake vigorously together 10 cc. of gasoline and 
5 ec. of the “doctor solution ” (see below) in a test-tube for about 
15 seconds. Add a small pinch of flowers of sulfur, again shake 
for 15 seconds and let settle. The quantity of S used should 
be such that practically all the S floats on the surface separating 
the gasoline from the lower solution. 

If the gasoline is discolored, or if the sulfur film is so dark 
that its yellow color is noticeably masked, report the test as 
positive, condemning the gasoline as “sour.” If the sample 
remains unchanged in color and if the sulfur film is bright yellow 
or only slightly discolored with gray or flecked with black, 
report the test as negative and the gasoline as “sweet.” 

** Doctor Solution” (Sodium Plumbite).—Dissolve approximately 
125 grams of NaOH in 1 liter of water. Add 60 grams of PbO 
and shake vigorously for 15 minutes, or let stand with occasional 
shaking for at least a day. Let settle and decant or siphon off the. 
clear liquid. If the solution does not settle clear, filter through 
an asbestos mat. Preserve in a bottle tightly stoppered with a 
cork. Refilter before use, if not perfectly clear. 

Corrosion Test.—(a) Copper Dish.—Place 100 cc. of the gaso- 
line in a freshly polished hemispherical dish of spun copper, 
approximately 3.5 inches in diameter. (The dish should be 
previously weighed if the amount of gummy material is desired.) 
Place the dish in the opening of an actively boiling steam bath so 
that the steam comes in contact with the outer surface of the 
dish up to the level of the gasoline. Leave the dish on the steam 
bath until all volatile material has disappeared. 

If the gasoline contains any dissolved elementary sulfur, the 
bottom of the dish on the inside will be colored gray or black. 
If it contains undesirable gum-forming constituents, there will 
be a weighable amount of gum deposited on the dish. Acid 
residues will show as gum in this test. 

(b) Copper Strip.—Place a clean strip of mechanically polished 
pure sheet copper, about 0.5 inch wide and 3 inches long, in a 
suitable clean tube or sample bottle and add the gasoline so that 
the Cu strip is completely immersed. Close the container with 
a loosely fitting cork and hold in a suitable bath at 122° F. At 
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the end of 3 hours remove the strip and compare it with a similar 
strip of freshly polished Cu. The presence of free S or corrosive 
S compounds is indicated by the corrosion or discoloration of 
the gasoline-exposed strip as compared with the fresh Cu strip. 
When the exposed strip shows no discoloration, report the gaso- 
line as passing the test. 


Norres.—(1) The Copper-strip Method is A. S. T. M. Method D130-22T. 
It detects free sulfur and corrosive sulfur compounds. 

(2) The Copper-dish Test is recommended for aviation gasoline and the 
Strip Test for motor gasoline. 


Acidity.—(a) Shake 10 cc. of the gasoline with 5 cc. of distilled 
water and test the water with blue litmus paper, which should 
not turn red. The amount of acid may be determined quanti- 
tatively by taking a larger known amount of gasoline and titrating 
the water with 0.1 N or 0.01 N NaOH and methyl orange. 

(b) After measuring the residue from distillation (see p. 240) 
add to it 3 volumes of distilled water and shake thoroughly. 
Let separate and remove the aqueous layer to a clean tube with 
a pipette. Add 1 drop of methyl orange indicator solution. 
No pink or red color should be produced. 


Nore.—Test (a) is convenient when no distillation is to be made. Test 
(b), however, is preferable, as the acid is concentrated into a smaller volume. 


Distillation.—Conduct the distillation of 100 cc. of the sample 
in an Engler distilling flask. (In case it is desired to determine 
the sp. gr. of the different fractions, 200-500 ec. should be 
employed for distillation.) 

APPARATUS.— The apparatus for the distillation (Fig. 12) is as 
follows: 

Flask.—The flask used is the standard 100-cc. Engler flask. 
The dimensions are as follows: 
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—.e.e_—— MÀ 


Dimensions Tolerances 
Centi- Centi- 
Inches 

meters meters 
Diameter of bulb, outside............ 6.5 2.56 0.2 
Diameter of neck, inside............. 1.6 0.63 HEH 
ue tte p20)... e Cuore es 15.0 5.91 0.4 
beng thot a porte. E LEE 10.0 3.94 0.3 
Diameter of vapor tube, outside....... 0.6 0.24 0.05 
Diameter of vapor tube, inside........ 0.4 0.16 0.05 


Position of vapor tube, 9 em. (3.55 inches) +3mm. above the 
surface of the liquid when the flask contains its charge of 100 cc. 
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Fra. 12.—Apparatus for Distillation of Gasoline. 


The tube is approximately in the middle of the neck and set at 
an angle of 75 deg. with the vertical. 
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The flask is surrounded by a shield extending above the side- 
arm and is supported on a 6X6 inch square of asbestos board 
having a cireular opening 1.25 inches in diameter; this means 
that only this limited portion of the flask is to be heated. The 
use of a sand bath is prohibited. The flame of the burner should 
never be so large that it spreads over a circle of greater diameter 
than 3.5 inches on the under surface of the asbestos board. 

Condenser.—The condenser consists of a thin-walled tube 
of metal (brass or copper) 0.5 inch internal diameter and 22 inches 
long. It is set at an angle of 75 deg. from the perpendicular and 
surrounded with a water jacket of the trough type. The lower 
end of the condenser is cut off at an acute angle and curved down 
for a length of 3 inches and slightly backward so as to insure 
contact with the wall of the graduate at a point 1-1.25 inches 
below the top. The condenser jacket is 15 inches long. 


Nors.—For ordinary purposes in comparing different samples an ordinary 
Liebig condenser with an inner tube at least 22 inches long and a 16-inch 
jacket may be used. The water running through it should be as cold as 
possible and the graduated cylinder collecting the sample should preferably 
be surrounded by ice water. 


Thermometer.—The accuracy of the distillation primarily 
depends upon the accuracy of the thermometer. It should be 
an accurate nitrogen-filled instrument* with a short bulb (10-15 
mm. long). The diameter of the thermometer should be between 
6-7 mm. and the diameter of the bulb 5-6 mm. The total 
length should be approximately 380 mm. and the range from 0- 
300? C. or 30-580? F. The mark for 0? C. or 30? F. should be 
between 100-110 mm. from the bottom of the bulb, and the top 
of the stem should be between 30—45 mm. above the 300? C. 
or the 580° F. mark. It should be sealed for total immersion 
with an accuracy of 0.5? C. or 1? F. The above requirements 
insure that nearly always the lowest temperatures registered 
will come above the cork of the distillation flask and variations 
because of the stem correction will always be practically the 
same. The stem correction should not be applied, but it should 
be understood that results of distillation are expressed in terms 
of thermometer readings, not of actual temperatures. 


* The standard thermometer is the “A. S. T. M. Low Distillation.” 
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PROCEDURE.—Fill the flask, connected to the condenser, with 
a 100-ec. charge of gasoline, measured from a 100-ec. graduated 
cylinder at a temperature of 55-65? F. (13-18? C.). Use the 
same cylinder, without drying, as the receiving vessel for the 
distillate. Unless the room temperature is between 55-65? F. 
set the cylinder in à water bath maintained within these limits. 
Have the end of the condenser tube extend into the cylinder at 
least 1 inch but not below the 100-cc. mark. Cover the top of 
the cylinder closely during the distillation with a piece of blotting 
paper or its equivalent, cut to fit the condenser tube tightly. 

Fit the thermometer provided with a cork tightly into the flask 
so that it will be in the middle of the neck and the lower end of the 
capillary tube will be on a level with the inside of the bottom of 
the side-arm tube where it joins the neck of the flask. Have the 
side-arm extend into the condenser tube between 1 and 2 inches.: 

Have the condenser trough filled with a mixture of cracked 
ice and water (not dry cracked ice), and during the distillation 
keep sufficient ice in the trough to prevent the temperature of the 
cooling water exceeding 8? C. (40° F.). 

Apply heat to the flask at uniform rate so that the first drop of 
condensate falls from the end of the condenser in not less than 
5 nor more than 10 minutes. Record the temperature at which 
this occurs as the Initial Boiling Point. Then move the graduate 
so that the end of the condenser touches the side of the graduate 
and regulate the heat so that distillation proceeds at a uniform 
rate of not less than 4 nor more than 5 cc. per minute.* Record 
the temperature when 1 cc. has distilled over, and then continue 
to take readings at 10, 20, 30, 40, 50, 60, 70, 80, 90, and 95 ce. 
(or every 5 cc., if desired). 

After the 90% point has been recorded, the heat may be 
increased because of the presence of the heavy ends which have 
high boiling points. No further increase of heat, however, 
should be applied after this adjustment. The 4-5-cc. rate can 
rarely be maintained from the 90% point to the end, but in no 
case should the period between the 90% and the end-point be 
. more than 5 minutes. 

Continue the heating until the mercury reaches a maximum 
and starts to fall consistently. Record the highest temperature 


* 'This is approximately 2 drops per second. 
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observed on the thermometer as the Maximum Rise or the End- 
point. This will usually be reached after the bottom of the 
flask has become dry. 

Record the total volume of the distillate collected in the 
graduate as the Recovery. Cool the residue in the flask, pour 
it into a small cylinder, graduated to 0.1 cc., measure when 
cool and record as the Residue. Calculate the difference between 
100 cc. and the sum of the Recovery and the Residue and record 
it as Distillation Loss. If this is over 3%, make a check distilla- 
tion, as excessive loss may indicate that the rate of distillation 
at the beginning was too rapid. In case the magnitude of the loss 
is confirmed, this fact is of importance in indicating that the 
gasoline contains very volatile constituents, particularly those 
derived from adding casing-head gasoline. 

If distillations are made at high altitudes or when barometric 
pressures are low, allowances may be made for this factor. In 
general, recording the barometric pressure read at the time of 
the distillation will suffice, and it is reeommended that whenever 
there is possibility of dispute over the results of a distillation 
this should be done. 


Nores.—(1) Accuracy.— With proper care and attention to detail, 
duplicate results obtained for initial boiling point and maximum tempera- 
ture, respectively, should not differ from each other by more than 6° F. 

(2) The use of apparatus at least approximately as described is essential, 
although the method is such that no considerable discrepancies will result if 
the apparatus is not exactly standard. The chief source of difficulty is the 
rate of heating and the speed should come within the above limits. 

(3) Barometric Pressure.—lf the barometric pressure at the time of dis- 
tillation varies more than 1 inch (25 mm.) of mercury from the average 
barometric pressure of the point where the gasoline is delivered to the con- 
sumers (as ascertained from records of the U. S. Weather Bureau), correc- 
tions in the boiling points should be made according to the following table: 
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VY—————— E AS ee 
Apparent Boiling Points 


Correction 

From To 

GR One Bs 2 07E: 
91 124 22] 
124 158 3.2 
158 190 3.4 
190 225 3.6 
225 239 3.8 
239 291 4.0 
291 324 4.1 
324 358 4.3 
358 390 4.5 
390 424 AS 
424 457 4.9 
457 491 5.0 
491 523 Kar 
523 558 5.4 
558 590 5.6 


If the observed barometric pressure is above the average, subtract the 
above corrections for each inch (25 mm.) of excess pressure; if the pressure 
is below the average, add the corrections. 


Unsaturated Hydrocarbons.—Run 10 cc. of the gasoline from 
a pipette into a clean, dry Babcock 50% cream bottle. Cool 
for 2 minutes by immersing in ice water and then add 20 ec. of 
commercial 66? Bé. H.SO,. Let the acid run quietly down the 
side of the bottle instead of splashing upon the surface of 
the gasoline. Place a rubber stopper in the bottle and shake the 
contents, first slowly and then vigorously, with a rotary motion 
for 5 minutes. Then add conc. H50, to the contents of the 
bottle until the surface of the liquid is just below the upper 
graduation mark on the neck. Stopper tightly and let stand 
12 hours or overnight. Report the percentage loss of volume as 
Unsaturated Compounds. 

If the test is urgent, place the stoppered bottle in a centrifuge 
and revolve for 2 or 3 minutes at a speed of 500-1000 r.p.m. 
Then add sufficient acid to bring the level up to the lower gradua- 
tion mark and again centrifuge. Finally add more acid to bring 
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the column to the upper graduation mark and read the residual 
volume of the gasoline. 


NorE.—Each per cent graduation on the Babcock cream bottle is cali- 
brated to 0.2 cc. The reading of the volume of residual gasoline in the bottle 
should, therefore, be multiplied by 2 to obtain the percentage of residue. 
This percentage subtracted from 100 gives the percentage of unsaturated 
hydrocarbons. 


Sulfur.—See page 252. 


REFERENCE.. Bureau Mines Tech. Paper 323A (March, 1924). 
FUEL OILS 


General.—Fuel oils vary widely in their properties as they 
not only come from different crude oil sources but also the 
different crudes may be subjected to various treatments before 
being marketed as fuel oils. The heavy Mexican fuel oils of 
high viscosity, high sulfur content and Baumé gravity down to 
12? or even lower, are coming into wide use. Attheotherextreme 
is the class of gas oils usually running 33-37? Bé. gravity and quite 
fluid even in cold weather. 

Fuel oil usually varies in heating value from 17,500 to a maxi- 
mum of 20,000 B.t.u. per pound, the average value running about 
18,000—19,000. 

Most specifications require that fuel oil shall be hydrocarbon 
oll free from grit, acid and fibrous or other foreign matters likely 
to plug or injure the burners or valves. Additional requirements 
of certain common specifications are tabulated below, the figures 
for Flash Point being minimum allowance and all others 
maximum: 

(A) U. 8. Government special fuel oil for Diesel engines in 
submarines. 

(B) U. 8. Navy standard fuel oil. 

(C) U. S. Government bunker fuel oil A (Low viscosity). 

(D) U. S. Government bunker fuel oil B (Medium viscosity). 

(E) U. 8. Government bunker fuel oil C (High viscosity). 
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A B a D E 
UNEL STEEN 42ers EE La HA Abee de E Rs 1502 ROT BEA 
Water and sediment...... 0.2% 1.0% 1.0% 1.0% 11.259 7 
Saybolt furol viscosity: 

LGR ilmenite E o E 100 TOOZX MT X a ee o 
ALD Dipak are EE Re ello MERI he. EE 100 300 
SULIT Ws MINI 2 [4507 tener me ries MERCI T. te Re 
“carbon residues. La 2.54 00.595 os ss PUR NC ENTE P E E 
Precipitation number. .... Ära Eres te C e de ld E 


* In case of oils having a viscosity over 30 at 150° F. (Saybolt furol), 
the flash shall not be below the temperature at which the oil has a viscosity 
of 30 seconds. 

t Water not over 1%; sediment not over 0.25%. 

In the West fuel oil is commonly bought and sold on a Baumé 
gravity guarantee. A common specification for California fuel 
oil is as follows: 

1. The viscosity must be such that the oil will flow freely 
through a 4-inch pipe at 70? F. 

2. The water content must be less than 2%, using gasoline in 
the testing flask. 

3. The flash test shall not be less than 110? F. (Open Cup). 

4. The gravity shall be between 14 and 29? Bé. 

5. The oil shall be sold on a 63? F. basis with 1% correction 
for every 25? F. above or below. 

As fuel oils are purchased by the gallon, the purchaser gets 
more value for oils of low Bé gravity, other things being equal. 

The following tests are those usually applied to fuel oils. 
Where the test is followed by a number, the latter refers to the 
method number of the Federal Specifications Board as published 
in Technical Paper 323A of the U. S. Bureau of Mines. Before 
testing the sample it should be mixed very. thoroughly to incor- 
porate with the oil any sediment or moisture that may have 
settled to the bottom. 

Gravity Baumé.— Determine the gravity with a Baumé hydrom- 
eter at 60? F. In the case of thick oils it may be necessary to 
determine the gravity at an elevated temperature and correct the 


results to 60? F. (see p. 326). 
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Flash Point (110.21).*— Determine the flash point by the 
Pensky-Martens closed tester (unless the use of the Tag tester is 
specified). 

"Teo standard thermometers are supplied with the instrument. 
Use the low range “P. M. and Tag"T thermometer when the 
indicated reading falls within the limits 20-200? F. Use the 
* P. M. High" thermometer for the test when the indicated reading 
is within the limits 230-700? F. For the range 200-230? F. 
either thermometer may be used. See that the thermometer is 
mounted so that the bottom of the bulb is 1.75 inches below the 
level of the rim of the cup (which corresponds to the level of the 
lower surface of the portion of the lid inside the rim). 

In making the test see that all parts of the cup and its acces- 
sories are thoroughly clean and dry before the test is started. 
Take particular care to avoid the presence of gasoline or naphtha 
used to clean the apparatus after a previous test. Fill the cup 
with the oil to be tested up to the level indieated by the filling 
mark. Place the lid on the cup and set the latter in the stove, 
taking care to have the locating devices properly engaged. Then 
insert the thermometer. If the oil is known to flash above 220? 
F., use the “P. M. High" thermometer, otherwise it is preferable 
to start with the “P. M. and Tag" thermometer and change in 
case a temperature of 220-230? F. is reached. 

Light the test flame and adjust it so that it is of the size of a 
bead 3’; inch in diameter. Apply heat at such a rate that the 
mercury column in the thermometer rises not less than 9 nor 
more than 11? F. per minute and have the stirrer turn at the rate 
of 1 to 2 revolutions per second. 

Apply the test flame at each temperature reading which is a 
multiple of 2? F. up to 220? F. For the temperature range above 
220° F. apply the test flame at each temperature reading which is 
a multiple of 5? F. "The first application of the test flame must 
be made at least 30° F. below the actual flash point. Theappli- 
cation of the test flame is made by operating the device control- 
ling the shutter and test-flame burner so that the flame is lowered 


* Am. Soc. Testing Materials, Method D93-22. 
} This thermometer is the instrument specified for use with the Tag closed 


tester. (For directions for using the Tag tester see Am. Soc. Testing 
: Materials, Standard D56-21.) 
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in 0.5 second, left in its lowered position for 1 second, and quickly 
raised to its high position. Discontinue the stirring during the 
application of the test flame. 

Take the flash point as the temperature read on the thermometer 
at the time of the flame application that causes a distinct flash 
in the interior of the cup. The true flash must not be confused 
with the bluish halo that sometimes surrounds the test flame for 
the applications preceding the one that causes the actual flash. 


NomE.—The barometric pressure should be observed and recorded but 
no correction is made except in case of dispute, when the flash-point figure 
is corrected according to the following rule: 

For each inch (25 mm.) below 29.92 inches (760 mm.) barometric reading 
add 1.6° F. to the flash point, and for each inch above subtract 1.6° F. 


Viscosity (30.4).*—Determine the viscosity of fuel oils on 
the Saybolt furol viscosimeter at 122° F. If the oil shows a 
viscosity of less than 25 seconds, Saybolt furol, at 122° F., 
determine the viscosity with a universal Saybolt viscosimeter at 
the same temperature. For oils showing a viscosity of less than 
32 seconds, Saybolt universal, at 122? F., determine the viscosity 
in the Saybolt universal viscosimeter at 100? F. Oils having a 
viseosity of less than 32 seconds, Saybolt universal, at 100? F. 
are not considered to be fuel oils. 

The method of operation of the Saybolt furol viscosimeter is 
the same as that for the Saybolt universal viscosimeter as 
described on page 331.  Furol viscosity multiplied by 10 gives 
viscosity on the universal Saybolt at the same temperature. 

Water and Sediment (by Centrifuge) (300.3).—The method 
for determination of water and sediment by means of the centri- 
fuge is widely used but it should be remembered that the amount 
of water obtained is nearly always lower than the actual water 
content and that the reading on the centrifuge tube includes both 
the sediment and the precipitated water. (For accurate deter- 
mination of the water content see p. 247.) The centrifuge 
method should not be used on oils having a Furol viscosity 
greater than 100 at 122° F. 

The difficulties in obtaining representative samples for this 
determination are unusually great and the importance of sam- 


* Am. Soc. Testing Materials, Method D88-21T. 
+ Am. Soc, Testing Maierials, Method D96-21T. 
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pling cannot be too strongly emphasized. The sample must be 
thoroughly representative of the material in question and the 
portion used for the test must be thoroughly representative of 
the sample itself. 

Make the test on a centrifuge capable of whirling at the 
required speed at least two 100-cc. centrifuge tubes filled with 
water. The tube carriers should be so designed that the glass 
centrifuge tubes may be cushioned with water, rubber or other 
suitable material and the 2 holders should be surrounded during 
the operation by a suitable metal shield or case strong enough 
to eliminate danger if any breakage occurs. The preferred form 
of centrifuge should have a diameter of swing (tip to tip of 
whirling tubes) of 15-17 inches and a speed of at least 1500 
r.p.m. or the equivalent. If the available centrifuge has a diam- 
eter of swing varying from these limits, it must be run at the 
proper speed to give the same centrifugal force at the tips of the 
tubes. The proper speed may be calculated from the following 
formula, in which d represents diameter of swing of the centri- 
fuge used: 


116 
r.p.m. = ÓN 


The centrifuge tubes should be made of suitable glass and 
thoroughly annealed, of a total capacity of about 125 ce., with 
the mouth suitably constricted for closing with a cork. The 
graduations should be clear and distinct, reading upward from 
the bottom of the tube as follows: 


Range, Scale of Divisions, Limit of Error, Numbered, 
Ce: ce. CG: ce. 


0-3 0.1 0.05 193 
3-5 0.5 0.2 4, 5 
5-10 1.0 0.5 6, 8, 10 

10-25 5.0 1.0 15, 20, 25 

50-100 50.0 1.0 50, 100 


The shape is optional, provided it does not conflict with other 
requirements. Satisfactory types are shown in Fig. 13. 
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A water or oil bath should be provided of sufficient depth for 
immersing the centrifuge tubes in a vertical position to the 100- 
cc. mark and capable of being heated to 100° F. 

Procedure.—Measure exactly 50 cc. of 90% benzol into each of 
2 centrifuge tubes and add to each exactly 50 cc. of the oil to 
be tested. Tightly stopper the tubes and shake vigorously 
until the contents are thoroughly mixed. Immerse the tubes 
in the bath at 100° F. up to the 100-cc. mark for 10 minutes, then 
‘place the tubes in the centrifuge on E 
opposite sides and whirl at the rate e " 
of 1400-1500 r.p.m., or the equiva- "or ftus d 
lent, for 10 minutes. Readandrecord | «ps | | 
the combined volume of water and 
sediment at the bottom of each tube, 
estimating to 0.1 cc. if possible; then 
replace the tubes in .the centrifuge 
again, whirlfor 10 minutes, remove and 
read the volume of water and sediment 
as before. Repeat this operation until 
the combined volume of water and 
sediment in each tube remains con- 
stant for three consecutive readings. 
Usually not more than four whirlings 
will be required. Read the combined 
total volume of water and sediment 
on each tube and record the sum 
of the two readings as “percentage 
of water and sediment, centrifuge 
method." l Fra. EE Tubes (A. 

With care and the proper attention 
to details duplicate determinations by this method should not 
differ by more than 0.2 cc., provided the centrifuge tubes are 
accurate and readable to this degree. 

Water.*—The method in general is similar to the Xylol 
Method as described on page 358, except that instead of using 
Xylol for the diluent, water-free gasoline is used of the following 
specifications: 

* Method 300.11 of the Federal Specification Board differs somewhat from 
the method here given, but is the same in principle. 
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When subjected to distillation by the A. S. T. M. method it should show 
5% at a temperature not above 100? C. nor below 90° C., and 90% at a 
temperature not above 205? C. 


Measure exactly 100 cc. of the oil in an accurate 100-cc. 
graduated cylinder at room temperature and pour into a 500-cc. 
distillation flask. Rinse out the graduated cylinder with two 
successive 50-cc. portions of the gasoline and transfer to the distil- 
lation flask, allowing the cylinder to drain each time. Mix the 
oil and gasoline in the distillation flask by swirling and introduce 
a boiling-stone, such as a small piece of unglazed porcelain, to 
prevent bumping. Insert the thermometer in the neck of 
the flask so that the top of the thermometer bulb is level with the 
bottom of the vapor outlet tube where the latter is joined to the 
neck of the flask. Distill the mixture at such a rate that 2-4 
drops per second fall from the end of the condenser. Collect 
the distillate in a 100-cc. tube with the bottom constricted and 
graduated to 0.1 ec. A so-called Xylol funnel, or one of the 
centrifuge tubes described previously, may be used. Continue 
the distillation at the prescribed rate until the thermometer 
indieates a temperature of 400? F. and all condensed water has 
disappeared from the walls of the distillation flask and out of the 
condenser. The operation usually requires less than 1 hour. 
If à persistent ring of condensed water appears in the condenser 
tube, it may be removed by increasing the rate of distillation 
for a few minutes. Read and record the number of ec. of water 
in the bottom of the tube at room temperature. 

With proper care and attention to details duplicate determina- 
tions of water by this method should not differ from each other 
more than 0.2 cc. provided the graduated receiver is accurate 
and readable to this degree. 


Norr.—When the sample contains more than 10% of water, use 50 ce. 
instead of 100 cc. and double the reading of the water. 


Sediment (by Extraction) (300.2).—Dry for an hour at 105? C. 
an alundum porous thimble* 1 inch in diameter by 2.75 inches 
high, weighing between 15 and 17 grams. (If the thimble is a 
new one, extract it thoroughly with benzol before drying and 


* The thimbles listed as 5163 R.A. 98 by the Norton Co., Worcester, 
Mass., are suitable. 
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weighing.) Place approximately 10 grams of the sample in the 
thimble and weigh to the nearest 0.01 gram. Place this in an 
extractor of the Underwriters’ type (see p. 752). The thimble 
must be suspended directly from the condenser so that it is 
completely surrounded by the boiling solvent. Siphon extractors 
must not be used. Cover the bottom of the Erlenmeyer extrac- 
tion flask with about 0.5 inch of 9097 benzol and extract on the 
hot plate until the solvent dropping from the thimble is colorless. 
Dry the thimble for 1 hour at 105? C. and weigh accurately. 
Repeat the extraction until the weight of the dry thimble and 
sediment is constant. 

NomEs.—(1) The rate of extraction shall be such that the mixture of oil 
and benzol in the thimble does not rise to within 1 inch of the top. 

(2) If the amount of mineral sediment is desired, ignite the thimble and 
contents in a muffle at a red heat until all carbon has burned off; cool in a 
desiecator and weigh. 


Sulfur (520.21).*—Determine sulfur in the bomb calorimeter 
as described on page 252, using 0.6-0.8 gram of the oil. Dupli- 
cate determinations should agree within 2% of the total sulfur 
found. 

Heating Value (B.t.u.).—Follow the procedure of the method 
described on page 250, correcting for the percentage of sulfur 
previously found. 

Nore.— There is considerable difference of opinion as to whether or not 
the B.t.u. determination on fuel oils should be corrected for the sulfur 
content. In a letter from the Bureau of Mines at Washington dated Apr. 
15, 1924, we are advised that “The B.t.u. determinations as reported at the 
Pittsburgh Station, are corrected for sulfur the same as they are in coal 
analyses." All determinations made in our laboratory are corrected for 
sulfur unless otherwise instructed. 


Carbon Residue (500.11).— This test is required by the 
Government on special fuel oils for Diesel engines in submarines. 
Follow the Conradson procedure described on page 339. 

Precipitation Number (310.1). ]— This test is also required by the 
Government on special fuel oils for Diesel engines in submarines. 
It is the number of cc. of precipitate formed when 10 cc. of the 
oil are mixed with 90 cc. of petroleum naphtha of definite quality 


* Am. Soc. Testing Materials, Method D129-22T. 
j Am. Soc. Testing Materials, Method D91-21T. 
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and centrifuged under definitely prescribed conditions. The 
petroleum naphtha shall have a sp. gr. at 60° F. of 0.695-0.705; 
an initial boiling point of 45-55” C.; and an end-point not higher 
than 120? C. The centrifuge and centrifuge tubes are the same ' 
as previously described under the test for Water and Sediment. 

Place exactly 10.0 ce. of the oil in each of 2 clean dry centrifuge 
tubes at room temperature. Fill each tube to the 200-cc. mark 
with petroleum naphtha and close tightly with a softened cork. 
Invert each tube at least 20 times, letting the liquid drain 
thoroughly from the tapered tip of the tube each time; then 
place in a water bath at 90—95? F. for 5 minutes, removing the 
corks momentarily to relieve any pressure. Again invert each 
tube at least 20 times exactly as before. The success of the 
method depends to a large degree upon having a thoroughly 
homogeneous mixture which will drain quickly and completely 
from the tapered tip when the tube is inverted. 

Place the two tubes in the centrifuge on opposite sides and whirl 
at a rate of 1400-1500 r.p.m., or equivalent, for 10 minutes. 
Read and record the volume of sediment at the bottom of each 
tube, estimating to 0.05 cc. if possible. Then place the tubes in 
the centrifuge and again whirl for 10 minutes as before. Repeat 
the operation until the volume of sediment in each tube remains 
constant for three consecutive readings. Usually not more 
than four whirlings are required. 

Read the volume of the solid sediment at the bottom of each 
tube, estimating to 0.1 cc. or closer. If the readings differ by 
not more than 0.1 ce., report the average as “A. S. T. M. Precipita- 
tion Number." If the readings differ by more than 0.1 ce., 
make two more determinations and report the average of the four. 


HEATING VALUE AND SULFUR CONTENT OF LIQUID FUELS 


General.— This method is to be employed for determining the 
B.t.u. and sulfur content of such liquids as oils, coal tar products, 
gasoline, alcohol, etc. 

Heating Value—British Thermal Units.—Calorimetric deter- 
minations are made in an Emerson bomb calorimeter with a gold 
lining. 

Weigh the liquid directly in a dried, weighed, No. 00 gelatin 
capsule (Parke, Davis & Co.). In order to avoid incomplete 
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combustion from scattering of material with explosive violence, it 
is absolutely requisite that the capsule be very carefully filled 
so that no air bubbles are enclosed. To insure this shake the 
liquid well and pour a little into a small open dish. Fill each 
half of the previously weighed capsule, and while still immersed 
fit the halves of the capsule tightly together. Then remove: 
the capsule, dry it thoroughly, weigh immediately and place 
in the fuel tray, which is lined with recently ignited asbestos. 
Coil the iron wire around the capsule. Place about 10 cc. of 
water in the bottom of the bomb. Screw the lid tightly down 
on the lead gasket and force oxygen slowly into the bomb. 
When testing liquids of the nature of alcohol, employ a pressure 
of 18-20 atmospheres (270-300 pounds per square inch); for those 
similar to gasoline, use a pressure of 30 atmospheres (450 pounds); 
and for materials like fuel oil or lubricating oil, use a pressure of 
40 atmospheres (600 pounds). 

The bomb is placed in the bucket which contains 1900 grams 
of water at a temperature of approximately 5-5.5? C. lower 
than the room temperature. The actual determination is com- 
pleted exactly as for Coal (p. 219). 

CALCULATION.—Calculate the result as described on page 221. 
The result thus obtained is further corrected as follows: 

Deduct from the total B.t.u. generated the weight of the capsule 
multiplied by its heating value in B.t.u. This result, divided 
by the weight of the liquid taken, gives the B.t.u. per pound of 
the sample. 


Nortes.—(1) To calculate B.t.u. per gallon determine the sp. gr. of the 
liquid at 15.5? C. and multiply this by 83* and then by the B.t.u. per pound. 

(2) In ease it is found that the calorimetric value of the liquid cannot be 
determined with the liquid alone, recently ignited asbestos may be used as an 
absorbent. This method is resorted to when the liquid explodes violently 
and the determination is incomplete, as is shown by carbonaceous residues in 
the bomb. Ignite the asbestos in a hot muffle for 4 hours to insure the 
removal of any combustible matter. Weigh the capsule alone, fill with the 
ignited asbestos, and weigh again. Then fill the capsule with the liquid by 
means of a small pipette and weigh again to obtain the weight of the liquid 
taken. 

(3) Heating Value of Capsules.—The capsules after being dried should be 
kept in a rubber-stoppered bottle. The calorific value of the dried capsules 


* One gallon of pure water at 15.5° C. weighs 8.3335 pounds. 
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per gram is obtained by weighing 5 capsules and burning them together in 
the bomb. The average result of check determinations thus run is taken as 
the heating value per gram of the capsules. The heating value of the capsule 
used, expressed in B.t.u., is deducted from the total number of B.t.u. 
developed in the bomb. 


Sulfur.—The method of determining the sulfur content of 
liquids from the bomb washings after combustion in the bomb is 
accurate, practicable and rapid, and is recommended in preference 
to all other methods. 

The pressures given above under B.t.u. determinations are 
higher than is required for the calorific determination alone but 
by using these amounts it has been found that the C and S are 
completely burned. 

After the regular calorimetrie determination has been made, 
as outlined above, cool down the bomb to tap-water temperature. 
Then open and wash the contents into a beaker and titrate as 
usual. Add 5 ec. of a saturated solution of Na;CO;, heat to 
boiling for 10 minutes and then filter and wash 6 times with hot 
water. To the filtrate add 10 cc. of saturated bromine water, 
make slightly acid with HCl and boil to expel liberated Br and 
CO». Add slowly from a pipette 10 cc. of a 10% solution of 
BaCl,-2H.O. Continue the boiling for 15 minutes and let stand 
overnight just below the boiling point. Complete the sulfur 
determination as described under Sulfur in Coal (p.215). Runa 
blank sulfur determination on one of the capsules. Calculate 
the percentage of sulfur from the weight of BaSO,, after deducting 
the blank. 

CALCULATION.—BaSO, X0.1373 =S. 


REFERENCES.—Strong and Stone: Bur. Mines Bull. 43, ‘Comparative 
Fuel Values of Gasoline and Denatured Alcohol in Internal Combustion 
Engines." (1912). 

Allen and Robertson: Bur. Mines Tech. Paper 26, “Methods of Deter- 
mining the Sulfur Content of Fuels, Especially Petroleum Products,” 
(1912). 


CHAPTER VI 
ANALYSIS OF PAINTS AND PAINT MATERIALS 


TURPENTINE 


 General.— The nature of a turpentine and whether or not it is 
adulterated can best be determined by careful distillation and 
examination of the various frac- 
tions asto sp. gr., index of refrac- 
tion and boiling point. 

: Procedure.—Weigh 500 grams 
of the turpentine into a round- 
bottom flask of about 1-liter 
capacity. Connect the flask by 
means of a tightly fitting stopper 
to a Hempel column of the 
exact dimensions shown in Fig. 
14. In the top of the Hempel 
column place a thermometer with 
the bulb reaching to within 1 
inch of the glass beads, and con- 
nect the side-arm to a condenser. 
Drop into the flask a small flat 
coil of copper or nickel wire to 
prevent bumping and place the 
flask and contents on a sand 
bath. If the room temperature 
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is very low, it may be necessary All Diameter Measurements 
to place a shield of asbestos TO de v PLENUM 


board around the column. Dis- 

till the turpentine at a maximum rate of 2 drops per second. It 

is important that this rate shall not be exceeded. Collect the 

distillate in weighed flasks or cylinders of about 100-cc. capacity. 

While the temperature of distillation is changing rapidly the 

fractions collected should be small, varying from 4-5 %, and when 
253 


254 TECHNICAL METHODS OF ANALYSIS 


the temperature is slow and regular they may be increased to 
10-12%. Usually it is unnecessary to continue the distillation 
after a temperature of 180? C. (corrected) has been reached, 
unless there is a large amount of residue at this stage. 

As soon as a fraction has been collected, immediately stopper 
the flask or cylinder in which it is contained. Take the weight 
of each fraction and record the temperature at which the first 
drop of the fraction distilled. Also determine the sp. gr. at 15? 
C. and index of refraction at 15? C. of each fraction. 

BoiniNa Pornr.—Correct the boiling temperature as actually 
read on the thermometer: 

(1) For the prevailing barometric pressure, by adding 0.056? 
for every mm. which the barometer reads below 760 mm. and 
subtracting a corresponding amount for every mm. above 760 
mm. 

(2) For the emergent stem of the thermometer, according to 
the following formuia: 


B. P.=T+0.000143 (T—1) N, 


where B. P. is the corrected boiling point sought, T is the observed 
temperature, í is the mean temperature of the thermometer 
stem above the cork (measured by fastening by means of rubber 
bands to the thermometer in the Hempel column another ther- 
mometer with its bulb at the middle of the exposed thread of 
mercury), and N is the length, expressed in degrees, of the 
mercury column above the cork. 

SPECIFIC GRAVITY.—Determine the sp. gr. by means of a 
Westphal balance, making the determinations at room tempera- 
ture and correcting to 15? C. by using the factor 0.00083 for every 
degree C. of difference from this standard temperature. This 
correction is to be added for temperatures above 15? C. and to 
be subtracted for temperatures below 15? C. For small fractions 
the sp. gr. may be taken with the Westphal balance by placing 
the liquid in a test-tube supported in a flat cork. Since the cor- 
rection for temperature is large, take special care to make the 
temperature readings accurate when the gravity is determined. 

Inpex or RxrnacrroN.—Determine the index of refraction by 
means of the Abbé refractometer, taking the readings at room 
temperature and correcting by adding to the observed index 
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0.00047 for every degree above the standard temperature of 
15° C., and subtracting for temperatures below. 

Recording Results.—Plot the 3 curves for corrected boiling 
point, specific gravity and refractive index, respectively, on the 
same sheet of paper, plotting the percentage (by weight) of each 
fraction vertically and the other factor horizontally. 

Interpretation of Results.— The typical eurves of pure gum and 
wood turpentine are shown in Fig.15. An unadulterated sample 
will show curves which may be slightly misplaced to the right or 


100 100 
90 : e Y 90 
80 — 80 
370 D A r 10 
xS 
2 a 
% 60 , 60 o 
E: | 2 
* 50 L be 
E A l B 3 
E 40 40 3 
E 5 
Ê » E | 30 E 
20 Eu 20 
10 | | [ e 10 


0 
. 0.56 0.88 0.90 0.92 0.94 Specific Gravity 0.86 0.88 0.90 0.92 0.94 e 
o 150? 160° 170° 180° 190° Boiling Point 150° 160° 170° 189? 190? o 
o 1.464 1468 1.472 1.476 1480 Index of Refraction 1.464 1,468 1.472 1.476 1.490 a 


Fig. 15.—Typical Curves Showing Specific Gravities, Boiling Points and Indices 
of Refraction of: A. Pure Gum Turpentine. 
B. Wood Turpentine. 


left but will be parallel to these curves. In general, for a pure 
gum turpentine the first fraction of the distillation should give 
figures within the following limits: 


Refractive index at 15° C........... 1.4700-1.4725 
BpSertapuo GI ADU v. 29.1. 248 0.864—0.866 
Corrected boiling point............. 156-157.5* C. 


Pure gum turpentines of which the first fraction fallsoutside 
these limits are rare, but if the rest of the curve is normal such a 
turpentine probably is not adulterated. 


"RErERENCE.—U. S. Dept. Agr., Forest Service Bull. 105. 
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TURPENTINE 


ELECTRIC RAILWAY SPECIFICATIONS 


General.— The material desired is pure gum or refined steam- 
distilled turpentine, free from adulteration. 

Requirements.— Turpentine must meet the following 
requirements: 

1. Appearance.—Clear and practically water-white. 

2. Specific Gravity.—Sp. gr. at 15.5? C. not less than 0.862 
nor more than 0.872. 

3. Distillation.—W hen 200 cc. are distilled as below described, 
95% should pass over below 170? C. 

Conduct the distillation in a 300-ce. flask 8 cm. in diameter 
with the side tube 8 em. from the main bulb and the neck extend- 
ing 8 em. above the side tube. The diameter of the neck is 2 cm.; 
of the side tube, 5 mm. Fit into the stopper in the neck a 
thermometer (reading from 145-200? C.) with the bulb opposite 
the side tube of the flask and the 175? C. mark below the stopper. 
Conduct the distillation so that about 2 drops of distillate come 
over per second. 

4. Residue on Evaporation.—When 10 cc. of the sample are 
placed in a glass crystallizing dish 2.5 inches in diameter and 14 
inches high and evaporated on the open steam bath with a full 
head of steam for 3 hours, the amount of residue shall not weigh 
over 0.15 gram. One drop allowed to fall on a clean white paper 
must completely evaporate at room temperature (20? C.) without 
leaving any stain. 

5. Polymerization Test.—When 5 cc. of the sample are treated 
with conc. H,SO, according to the following method, not over 0.50 
cc. shall remain undissolved at the end of 30 minutes. The 
unpolymerized residue shall be viscous in nature and show a 
refractive index between 1.50 and 1.52 at 15.5? C. 

MrrnHop.—Add slowly 5 ec. of turpentine to 25 cc. of conc. 
HSO, in an ordinary graduated, narrow neck, Babcock milk 
bottle (the smallest divisions on the neck of these bottles are 
0.04 cc.); shake the flask with a rotary motion to insure gradual 
mixing, keeping cool, if necessary, in ice water and not allowing 
the temperature to rise above 60-65? C. Agitate thoroughly and 
maintain at about 65? C. with frequent agitation for 1 hour. 
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Cool and fill the flask with conc. H,SO,, bringing the unpolymerized 
residue into the graduated neck. Let stand 0.5 hour and read 
the volume of unpolymerized residue. Note its consistency 
and color and determine its refractive index at 15.5? C. 


Norr.—lIf the residue is water-white and limpid and does not show the 
proper refractive index, repolymerize with 38 N H;SO, (100.9295 HS0, by 
weight, prepared by mixing conc. H;SO, with sufficient fuming H.SO, to 
give this strength) as described by Veitch in U. S. Dept. Agr., Bur. Chem., 
Bull. 135, 30 (or Circ. 85). 


LINSEED OIL 


General.—Raw linseed oil is the refined oil obtained from 
flaxseed or linseed, generally by hydraulic pressing. For use in 
paint, etc., to obtain quicker drying qualities, raw oil may be 
heated with very small amounts of certain “driers”” such as 
oxides of Pb, Mn, Co, ete. Oil thus prepared is called boiled 
linseed oil. 

Oils from different countries vary somewhat in composition. 
Pure linseed oils from North America should show about the 
following "constants": 


TABLE X—Constants oF NORTH AMERICAN LINSEED OIL 


Raw Boiled 

. Maximum | Minimum | Maximum | Minimum 
Sho. Cees a AM 9 E 0.938 0.932 0.945 0.935 
Refractive index at 25? C.. 1.4805 [19747 00) ee get eni oae 
Saponification number..... 195 189 195 185 
Todineuumbergd 9 A aL ee [180 Nw, JE Eh 160 
Unsaponifiable matter..... 185095417 ter TOA AAA 
etd mummers NS EE SEE Od (eid dd Ele 1004 pts a de oes 
Dyin evtest eer DOES eS ee ae ae PATS | chee eae 


A low iodine number accompanied by a high sp. gr. may indi- 
cate polymerization due to old age or excessive heating. High- 
grade oils should also be clear and free from “foots” or sediment. 

Preparation of Sample.—See page 298. 

Specific Gravity at 15.5° C.—See page 298. 

Refractive Index at 25° C.—See page 299. 
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Saponification Number.—See page 309. 

Iodine Number.—See page 310. 

Unsaponifiable Matter.—See page 340. 

Acid Number.—See page 311. 

Drying Test.—Flow some of the sample over a piece of clean 
glass and let drain in a vertical position at about 20° C., testing 
at intervals for *tackiness" with the finger. Note how long it 
requires for the film to become dry. 


TUNG OIL 


General.—This oil is also known under various other names 
such as China Wood Oil, Japanese Wood Oil, Wood Oil, or Nut 
Oil. It has a strong characteristic odor. Most of it comes 
from China; à small amount comes from Japan. 

Cold drawn oil is pale yellow and called White Tung Oil; 
hot pressed oil is dark brown and called Black Tung Oil. Very 
little of the latter comes to this country. 

The constants of pure Chinese oil are as follows: 


SD SE 0.939-0.943 
Saponification number ea 190-200 
LOCI CTI Derri deeg 150-166 
Refractive index at 25^ C......:...... 1.515-1.520 
Heating test (Browne method)........ max. 12 minutes 
Iodine jelly test... 71:240. se TL... mas. 4minutes 


Japanese oil has a lower sp. gr. (about 0.933-0.935 at 15.5? C.) 

For further properties, see Lewkowitsch, ‘‘Chemical Tech- 
nology and Analysis of Oils, Fats and Waxes," Vol. II. 

Specific Gravity at 15.5? C.—See page 299. 

Saponification Number.—See page 309. 

Iodine Number.—Follow the method on page 310 with the 
following modifications: Weigh out between 0.10 and 0.20 gram 
and use an excess of 52-58% of Wijs solution. Let the absorp- 
tion continue for 1 hour at 20-25? C. 

Free Fatty Acids.—See page 311. 

Refractive Index at 25? C.—See page 299. 

Unsaponifiable Matter.—See page 340. . 

Heating Test (Browne Method).— Place in a 6X¿ inch test- 
tube 5 ec. of water and make a mark at the 5-cc. level. Then dry 
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the test-tube and insert a cork perforated so that a glass rod of 3 
mm. diameter can move freely. Fill a copper dish about 5 inches 
high by 2.5 inches inside diameter with cottonseed oil to a 
height of 3 inches. Insert a thermometer so that the bulb is 5 
inch from the bottom of the dish. 

The thermometer should be nitrogen-filled, total immersion, 
length 4—4.5 inches, graduated from 210—310? C. in 2? intervals; 
length between 210 and 310? C. not less than 2.5 inches. If pre- 
ferred, a longer thermometer (12 inches, with graduations from 
100—400? C.) may be used, in which ease make corrections for the 
emergent stem. (See U. S. Bureau of Standards, Stem Correc- 
tion Sheet No. 44.) 

Heat the bath of cottonseed oil slowly to 293? C.; then place 
in it the tube containing 5 cc. of the oil sample, so that the bot- 
tom is level with the lowest part of the thermometer bulb. Note 
the time and remove the heat for about 45 seconds; then reapply 
the heat. Before 2 minutes have elapsed, the temperature of the 
bath will have fallen to 282? C. Hold at this point as steadily 
as possible. When the sample has been in the bath about 9 
minutes, raise the glass rod at intervals of 0.5 minute and when 
the rod is firmly set, note the time. Remove the flask at once; 
heat the bath again to 293° C. and repeat the experiments with 
another portion of the sample. 

No stirrer is necessary in the bath, but it should be protected 
with a screen. When the cottonseed oil bath becomes tarry 
and viscid, it should be renewed. 

Pure tung oil should “set” within 12 minutes. 

Iodine Jelly Test.— Weigh accurately 2.500 grams of the sample 
into a wide-necked 200-cc. Erlenmeyer flask; add 10 cc. of CHCl; 
from a pipette and stopper the flask immediately. Carefully 
insert into the flask a small glass vial so that it stands upright, and 
into this vial pipette 10 cc. of a solution of iodine in CHCl; con- 
taining 0.035-0.036 gram of iodine per cc. Place the flask in a 
bath containing water at 25-26? C. and let stand a few minutes, 
keeping the flask stoppered except when necessary to remove it. 

Tilt the flask and rotate so that the vial is upset and the con- 
tents are thoroughly mixed, starting a stop watch at the same 
time. Keep the flask in the bath at 25-26° C., and every 15 
seconds tilt the flask toward a horizontal position. Note the 
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time required for formation of a jelly that does not flow but sticks 
to the bottom of the flask or slides in à mass. Record the time 
to the nearest quarter minute. Pure tung oil should require 
2.75-3.25 minutes to jell. 

If the temperature of the laboratory varies more than 2 or 3? C. 
from 25? C., place the flask containing the iodine solution in the 
bath and let it remain for several minutes before pipetting out the 
10 cc. for test. 

The CHCl; used to dissolve the oil and to prepare the iodine 
solution should conform to U. S. P. requirements and have a sp. 
gr. of 1.480-1.481 at 25? C. If the sp. gr. is too low, wash the 
CHCl; with water; if too high, add a little 95% grain alcohol. 

The iodine solution is prepared as follows: Treat an excess of 
iodine with warm CHCl;; shake for a few minutes; cool to about 
20? C. and filter through glass wool. Pipette 10 cc. of the 
solution into an Erlenmeyer flask containing 10 ec. of 1095 KI 
solution and titrate with 0.1 N thiosulfate. Calculate the iodine 
content and dilute with CHCl; so as to obtain an iodine content 
of 0.035-0.036 gram per ce. After dilution, titrate again to 
make sure the solution is of proper strength. 

The above method is empirical and details must be followed 
exactly. 


ReEFERENCES.—Lewkowitsch. “Chemical Technology and Analysis of 
Oils, Fats and Waxes,” 2; Am. Soc. Testing Materials, Standard D12-16. 


MIXED PAINTS AND PIGMENTS IN OIL 


General.—Paints from the chemical point of view may be con- 
sidered as consisting of two parts, (1) the vehicle, and (2) the 
pigment. 

The vehicle may consist entirely of linseed oil, which is usually 
the case with individual paste pigments. Frequently, however, 
especially in the case of mixed paints, it also contains a certain 
amount of driers and of thinner (either turpentine or mineral 
spirits); and in the case of enamels and high-gloss paints, the 
vehicle may also contain varnish or varnish gums. 

The pigment may be a simple chemical compound, such as 
ZnO, or a mixture of several substances. Zinc oxide, basic car- 
bonate white lead, and basic sulfate white lead, are among the 
most important ingredients of paint pigments. Red lead, blue 
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lead and graphite are largely used as protective coatings for iron 
and steel. Numerous other substances are also used as paint 
pigments, many of which are by no means simple chemical com- 
pounds, such as mineral silicates, yellow ochre, umber, lithopone, 
etc. 

The most important paint pigments are the following: 

Waiter Pigments.—1. Basic Carbonate White Lead (Corroded 
White Lead) is approximately 2PbCO;:-Pb(OH);. 

2. Basic Sulfate White Lead (Sublimed White Lead) is largely 
basic lead sulfate, usually containing a little ZnO. A typical 
analysis would show: PbSO, 76.8%, PbO 17.3%, ZnO 5.6%. 

3. Zinc Oxide (Zinc White), ZnO. 

4. Lithopone is made by simultaneous precipitation of ZnS 
and BaSO, and generally contains about 70% of the latter. 

5. Barytes (Blanc Fixe) is BaSO,. 

6. Silica (Silex). This may be ground silica or diatomaceous 
(infusorial) earth. 

7. Asbestine is essentially a silicate of Mg and is made by 
grinding waste asbestos. 

8. Clay (Kaolin) is a hydrated aluminum silicate. 

9. Gypsum (Terra Alba) is CaSO,2H;,O0. Anhydrous CaSQu,, 
or Burnt Gypsum, is used as an extender in Venetian Red. 

10. Chalk, Paris White, Whiting, Alba Whiting, etc. These 
are all CaCO; but differ somewhat in their physical conditions. 

BLack PiamMents.—1l. Lampblack is a grayish black, bulky 
pigment. It is the soot produced by burning oils, resins, etc. 

2. Gas Black (Carbon Black) is made from natural gas. It is 
much blacker than lampblack. 

3. Bone Black is made by carbonizing bones. It contains 
10-20% carbon, the remainder being largely calcium phosphate. 

4. Ivory Black (Drop Black) is a high-grade bone black made 
from ivory waste. 


Nork.—The color of bone black and ivory black may be modified by the 
addition of Prussian blue. 


5. Charcoal Black is produced from vegetable charcoal. 

6. Graphite (Plumbago) is a form of carbon occurring as a 
natural mineral. That used in paints may run up to 85% carbon, 
the remainder being silicious matter. 
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Rep Picments.—l. Indian Red is essentially Fe.O;—dark 
purplish red. 

2. Tuscan Red is Indian red enriched by an alizarin lake, 
giving a crimson shade. It is often toned down with BaSO,, 
CaCO;, or gypsum. 

3. Venetian Red is also largely Fez203, but is brick red in color 
and contains more or less gypsum (or, in inferior grades, CaCO; 
or Dap). 

4. Red Lead is a brilliant scarlet but is used as a protective 
coating and not as a tinting pigment. When chemically pure 
it is Pb;O, but the commercial product contains 70-99% Pb;O; 
(usually over 85%), the remainder being PbO incidental to 
manufacture, unless the material is intentionally adulterated. 

5. Orange Mineral is a form of red lead with a lower sp. gr. and 
lighter color than the usual form. 

6. English Vermilion is HgS. It is not much used now because 
of its high price. 

7. American Vermilion (Chrome Red, Scarlet Lead Chromate) 
is a basic chromate of lead. 

8. Lakes are formed by combining the coloring matter of cer- 
tain dyes with inorganic carriers, such as BaSO,, CaCO; or clay. 
They are generally used in paints with a large amount of other 
pigment for brightening or modifying the color. Amongthe 
most important lakes are the vermilions and scarlets made from 
para-red, and from alizarin. The dye (color) may be as little 
as 5% in the lake itself. 

YELLOW PigGmeNTS.—1. Chrome Yellows are chromates of lead 
of varying color and composition. 

(a) Chrome Yellow Light (Chrome Yellow Lemon or Canary) 
contains more or less PbSO, or other insoluble Pb compound 
intimately mixed with PbCrO,. 

(b) Chrome Yellow Medium is pure PbCrO,. 

(c) Chrome Yellow Orange (Chrome Orange) is a basic lead 
chromate which may vary in color from pale orange to nearly 
scarlet. 

2. Ochers (Yellow Ochers) are natural earths whose color is 
due to hydrated iron oxide (limonite, 2Fe(OH);s:Fe;0;) and 
varies from citron yellow to almost olive. The hydrated iron 
oxide may vary from 10-60%, the remainder being silicious 
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matter or clay. Golden Ocher is yellow ocher modified with 
PbCrO.,. 

3. Raw Siennas resemble ochers in general composition, but 
are brownish yellow and generally contain a little manganese. 

Brown Picments.—1l. Burnt Sienna is made by calcining 
raw sienna, which changes the color to an orange red or red brown. 

2. Raw Umber is à natural earth pigment of yellow-brown 
color inclining toward the olive and is similar in composition to 
sienna but contains considerable manganese oxide. 

3. Burnt Umber, made by calcining raw umber, has a rich 
brown color, darker than the raw but free from red. 

4. Vandyke Brown (Cassel Earth, Cologne Earth) is a natural 
pigment of a carbonaceous nature and is distinguished by its 
solubility in dil. alkali. 

BLuEÉ PrGMENTS.—1. Prussian Blue is made by precipitating 
a soluble ferrocyanide with FeSO, and oxidizing the precipitate. 
If the precipitate were pure and completely oxidized it would, of 
course, have the composition Fej[Fe(CN)s];: The commercial 
product, however, varies considerably in composition. Chinese 
Blue is a modification of Prussian Blue. 

2. Ultramarine was formerly obtained from the semi-precious 
mineral lapis lazuli. It is now made artificially, however, and is 
quite cheap. It is essentially a double silicate of Aland Na with 
some sulfides or sulfates. It yields H2S when treated with HCl 
and loses its color even with weak acids. . 

3. Cobalt Blue consists of oxides of Al and Co. Genuine 
cobalt blue is quite expensive and it is frequently substituted by 
ultramarine mixed with a little ZnO. 

4. Sublimed Blue Lead consists mainly of PbSO, and PbO 
with smaller amounts of PbS, PbSO; and ZnO, with occasional 
traces of carbon. Its color is a dull steel gray and its principal 
use is as an inhibitive pigment for the prevention of corrosion of 
iron and steel. A typical analysis shows: 


Per cent 
PESO Ee mE ae atia dese tet. 49.8 
iD Oke e Poe do pop eremita, Pr T as 37.7 
Eegen d). bt ten iis RED ebbe oe cese 6.1 
IIS DELE ane ee iE naL ll 2.8 
VU udis card eo E E sa 1.0 
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Green PraMENTS.—1. Chrome Green is an intimate mixture 
of Prussian blue and chrome yellow and in this form is sold as 
“chemically pure." It is also put out as “commercial chrome 
green" which generally contains about 25% of the pure color 
and 75% of BaSO, or a silicate. 

2. Chrome Oxide Green is Cr203, often more or less hydrated. 
It is an expensive pigment. 


ANALYSIS 


It is impossible to outline a general method which will be 
applicable to all paints. The following procedures for the separa- 
tion and determination of the amount of vehicle and pigment, 
however, are applicable to most paints and to pigments ground in 
oll. 

Total Vehicle.— The vehicle may be separated from the pig- 
ment either by continuous extraction or by dilution with a suit- 
able solvent and whizzing in a centrifuge. 

By Continuous ExTRACTION.—Mix the sample very thor- 
oughly (see note 1 below), taking particular pains to stir up any 
pigment which has settled. Partly fill a small beaker with the 
well-mixed paint and place in it a stirring rod. Insert a plug of 
cotton in a Soxhlet extraction thimble (of double thickness if the 
paint contains ZnO or other extremely fine pigments), dry at 100° 
C. and weigh. Stand the thimble in another small beaker, and 
remove the cotton. Weigh the beaker with the paint, then fill the 
thimble about three-quarters full, pouring the paint carefully 
down the stirring rod. Again weigh the beaker with the stirring 
rod and determine the amount of paint which has been transferred 
to the thimble. Plug the thimble lightly with the cotton, place it 
in a Soxhlet extractor, fill the extractor nearly full of ether and let 
the paint and the thimble soak in it for at least 1 hour before 
starting the siphoning. Continue the extraction until the ether 
extract comes over colorless. Then remove the thimble, let the 
pigment dry, grind it to break up lumps, return to the thimble and 
again extract for at least 4 hours (or overnight). Finally evapo- 
rate the ether from the extract and dry to constant weight at 
105-110? C. Also dry the thimble with the pigment at about 
105° C. and weigh it. The difference between 100% and the sum 
of the percentages of the pigment and of the ether extract is a 
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rough indication of the amount of volatile thinner. In case only 
the total pigment and total vehicle are desired, the weight of the 
dried pigment and not of the extract should be used in making the 
calculations. 

By CENTRIFUGING.—Weigh two empty cylinders (4-ounce oil 
sample bottles are convenient), fill each about one-fourth to one- 
third full of the mixed paint, and again weigh. Add an equal 
volume of ether, mix thoroughly, place the cylinders in a cen- 
trifuge opposite each other, so that they counterbalance, and 
whiz until the pigment settles clear. Pour off or siphon off as 
much as possible of the clear liquid, refill the cylinders with ether, 
stir up the pigment and again centrifuge. Repeat the process 
until the pigment is free from oil. Remove the ether with a gentle 
air blast and dry the pigment to constant weight at 105? C. 


NorES.—(1) If the sample is a large one, received in the original can, 
weigh the can as a whole, without shaking, remove as much of the clear 
vehicle as possible, and transfer it to a cork-stoppered flask or bottle.  Weigh 
the can to obtain the amount of vehicle removed. Then mix thoroughly the 
contents of the can and transfer to another container. Clean out the empty 
can and weighit. From these figures the analytical results can be calculated 
back to the original material. 

(2) The method of centrifuging is more rapid than the continuous extrac- 
tion method and in the case of very fine pigment which cannot be held by the 
thimbles it is preferable. 

(3) In many cases it is preferable to use several solvents in sequence as 
follows: Extract with gasoline by means of the centrifuge, again extract with 
gasoline, then with benzene, and finally with ether, removing each time as 
much as possible of the clear extract. In the case of certain enamel paints, 
it is advisable to follow the gasoline treatment by a treatment with tur- 
pentine and then remove the turpentine with gasoline before treatment with 
benzene and ether. 

(4) In the case of paints which settle with difficulty, better results are 
sometimes obtained by a mixture of solvents, such as à mixture of 6 parts of 
benzene and 4 parts of wood alcohol by volume. 

(5) No extraction process will remove the last traces of the vehicle. The 
insoluble portion is probably oxidized linseed oil or metallic soaps. 


Pigment.—Grind the dried pigment finely and make a quali- 
tative analysis on a portion of it before attempting a quan- 
titative analysis. The general procedure for a quantitative 
analysis of a mixed pigment is indicated on page 267, but the pro- 
cedure may have to be considerably varied in individual cases. 
(See also methods for White Lead, Chrome Yellow, and Red Lead.) 
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Vehicle.—If the amount and condition of the sample will per- 
mit, make the analysis on the clear vehicle poured off from the 
original sample. 

THINNER.—Weigh 50-100 grams of the separated vehicle 
(or a correspondingly greater amount of the original paint) into 
a 500-ce. flask connected with a spray trap and a vertical con- 
denser and distill with steam.* Heatthe flask in an oil bath nearly 
to 100? C. before passing in the steam and then raise the tem- 
perature to 130? C. Collect the distillate in 100-cc. graduated 
glass-stoppered cylinders which have previously been weighed. 
When the distillate comes over clear, or at least 300 cc. of water 
have been collected, stopper the cylinders and weigh them. Read 
the volume of water and of thinner, subtract the weight of water 
(1 ec. of water —1 gram) and calculate the percentage of thinner, 
both by volume and by weight in the vehicle, and by weight in 
the original paint. 

Instead of collecting the distillate in graduated cylinders, 
the entire distillate may be collected in a small weighed separatory 
funnel. Then let the layers separate sharply, draw off the water 
and weigh the funnel containing the thinner. 

Determine the sp. gr. of the thinner at 15.5° C. and make 
a polymerization test and such other tests as will establish 
whether it is pure turpentine or a mixture of turpentine with 
mineral spirits (see pp. 253 and 256). 

ANALYSIS OF Orr.—Specific Gravity.—Determine the sp. gr. 
at 15.5? C. of the original vehicle with a hydrometer or Westphal 
balance and correct for the amount of thinner and its sp. gr. as 
above determined. 

Ash and Driers.—Determine the amount of ash in a por- 
celain erucible and its nature. If much Pb is present, part of it is 
lost in igniting to ash, and a quantitative analysis of the ash is 
therefore not accurate. For the quantative determination of 
driers see page 288. 

Iodine Nwmber.—Determine the iodine number of the oil 
freed from water after the steam distillation, bearing in mind that 
the constants of linseed oil which has been mixed with pigment, 

* If aleohol, acetone, or other water-soluble solvent is present, it is neces- 


sary in order to determine these to run an additional distillation without 
steam. 
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especially Pb compounds, may be much altered and that an 
iodine number even as low as 100 is not an indication of the 
presence of other fatty oils. (See p. 310.) 

Mineral Oil.—Determine the saponification number as 
described on page 309, and if the oil is not completely saponifiable, 
determine the amount of unsaponifiable oil. (See p. 340.) 

Water.—Some specifications place a maximum limit on the 
permissible amount of water. The latter may be determined on 
the mixed paint by the Xylol Method, as described on page 358, 
using about 100 grams of the sample. 

REFERENCES. —Holley and Ladd: “Mixed Paints, Color Pigments and 


Varnishes"; U. S. Dept. of Agr., Bur. of Chem., Bull. 109, revised; Bur. 
Standards, Circ. 69. 


GREEN GRAPHITE POLE PAINT 


General.—This method covers the analysis of Green Graphite 
Pole Paint delivered under specifications requiring à paint con- 
taining between 40 and 45% of pigment; the pigment to consist ` 
of amorphous graphite, silica, iron oxide and alumina, and tinting 
color, the latter composed of Prussian blue and chrome yellow. 

Notre.—Chrome yellows and chrome greens are sometimes toned down 
with PbSO, and barytes (BaSO,). Small amounts of these substances, 
therefore, would not be cause for rejection. 

Pigment and Vehicle.—Determine the proportions of pigment 
and vehicle by extracting a weighed quantity of the paint with 
ether or with low-boiling gasoline, either in a Soxhlet extractor* 
or with a centrifuge. Weigh the dry pigment. 

Total Insoluble Matter.—Boil 1 gram of the dry pigment in a 
250-cc. beaker with 30 cc. of conc. HCl for about 30 minutes. 
Add from time to time a drop of alcohol. Then add 50 cc. of 
water and boil again for 15 minutes. Filter on a filter paper 
which has been dried and weighed in a weighing bottle. Wash 
the residue thoroughly with hot water; dry in the weighing bottle, 
cool in a desiccator, and weigh. 

Carbon.— Ignite the above residue in a platinum crucible until 
all C is burned off, cool in a desiccator and weigh. Report the 
loss as carbon. 


* If an extractor is used, extract until siphonings are colorless, remove the 
pigment, dry, grind, and re-extract for at least 4 hours. 
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Barium Sulfate.—Moisten the residue in the crucible with a 
little water and add a few drops of dil. H2SO,. Then fill the 
crucible 2 full of HF.  Evaporate this off on a hot plate and 
repeat the operation to insure removal of all SiO». Ignite the 
residue gently until all SO; has been driven off. Fuse this residue 
(consisting of Fe:0;, Als and BaS0,) with a considerable excess 
of KHSO,, using a very low flame to avoid sputtering. Digest 
the fusion in water containing alittle HCl. If completely soluble, 
no BaSO, is present. If there is any residue, filter, wash with 
hot water, ignite in a platinum crucible, and weigh as BaSO,. 


Norrs.—(1) The presence of BaSO, should be confirmed by fusing this 
residue with Na2COs, boiling with water and filtering. Test the filtrate for 
SO,; dissolve the residue in HCl and test for Ba. 

(2) Save the filtrate from the KHSO, fusion for determination of insoluble 
iron and alumina. 


Total Lead.—To the filtrate from the total insoluble, add 
NH,OH until a precipitate begins to form and then just enough 
HCl to redissolve it. Dilute to about 500 cc.; saturate with 
H5, heat to boiling, let settle, and filter off the black PbS. Wash 
with HS water; then dissolve in conc. HNO;, containing a little 
Br water. Filter out any sulfur, boil off bromine, dilute to about 
200 cc., and make faintly alkaline with NH,OH. Then add a 
slight excess of acetic acid. To the boiling solution add an excess 
of K;Cr;O; solution. Boil for 2 or 3 minutes until the precipitate 
settles clear. Filter on a weighed Gooch crucible, wash with hot 
water, dry at 100° C., set the Gooch crucible in a larger platinum 
crucible, ignite gently, cool in a desiccator and weigh as PbCrO,. 


Notr.—Pb may be also determined as PbSO, as described under Total 
Lead in Chrome Yellow (p. 276). 


Lead Chromate.—Boil the filtrate from the PbS until it con- 
tains no more HS, then add a few drops of HNO; and boil 
again. Precipitate the hydroxides of Fe, Cr, and Al with a slight 
excess of NH,OH. Filter and wash with hot water. Dissolve 
in HCl and make up to 250 cc. Pipette 100 cc. of this solution 
(equivalent to 0.4 gram of the original pigment) into a beaker, 
add a slight excess of NH4OH, cool and add about 1 gram of Naz- 
Os, keeping the beaker covered with a watch glass. Digest on 
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the steam bath until evolution of gas has ceased; filter and wash 
with hot water. Redissolve the precipitate in HCl and repre- 
cipitate with NH,OH; and again add Naz0», keeping the volume 
of solution small. Filter and wash. Combine both filtrates, 
make slightly acid with acetic acid and boil until all peroxide has 
been decomposed. Continue the determination as described 
under Lead Chromate in Chrome Yellow, using either the 
gravimetric or the volumetric method (see p. 277). 

Iron Oxide and Alumina.—Insoluble FeO; and AI,O3 are 
determined in the solution of the KHSO, fusion, after filtering out 
any BaSO, or undecomposed silica. To this filtrate add a few 
drops of HNO;, heat to boiling and then add a slight excess of 
NH OH and boil until the odor of the latter is nearly gone. 
Filter, wash with hot water, ignite strongly and weigh as Fez03+ 
'ALOs. 

Soluble Fe:0; and Al;O; are determined on an aliquot of the 
filtrate from the PbS. Pipette 100 cc. (equivalent to 0.4 gram of 
the original pigment) into a beaker, add a few drops of HNO; and 
heat to boiling; precipitate with a slight excess of NH,OH; 
filter, wash with hot water, ignite over a blast lamp and weigh. 
The residue consists of Fe,.O3;+Al.03;+Cr.0;. Subtract from 
this the Cr;O; equivalent to the PbCrO, found. Add the 
difference to the insoluble iron oxide and alumina and report as 
Total Iron Oxide and Alumina. 

CALCULATION.—PbCrO,X 0.2352 = Cr2O3. 

Silica.—SiO; is obtained by calculation as follows: The residue 
in the crucible after burning off carbon consists of Si02.+ BaSO, 
(if present)+insoluble Fez0z and Al;O; From its weight, 
therefore, subtract the amount of the other substances as deter- 
mined above and report the difference as Silica. 

Prussian Blue.—Weigh 2 grams of the dry pigment into a 
Kjeldahl flask, and add 10 grams of anhydrous K»SO, or Na2SOs 
(free from N) and 30 ec. of conc. H;SO,. Heat over a Tirrill 
burner, gently at first, and then to copious fumes for 6-8 hours. 
Cool, dilute to about 250 cc. and add a few grainsof granulated Zn 
and about 80 cc. of conc. NaOH solution."  Distill into 50 ce. 


* Sufficient NaOH solution must be added to give a strong alkaline reac- 
tion after distillation is completed. See under determination of Nitrogen 


(p. 88). 
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of 0.1 N HCl until at least 100 cc. have come over. Titrate the 
excess of acid with 0.1 N alkali. Calculate the acid consumed to 
Prussian blue, Fe,{[Fe(CN)6ls. 

CALCULATION.—1 cc. 0.1 N acid =0.004772 gram Prussian blue. 


NomES.—(1) Any excess of Pb beyond that required for lead chromate 
should be calculated to lead sulfate. 
PbCrO,X 0.9383 = PbSO.. 
(2) Commercial Prussian blues seldom if ever conform strictly to the 
formula Fe;[Fe(CN);];, but it is necessary to assume some formula in making 
the chemical calculation and the theoretical formula is the one usually taken. 


RED LEAD AND ORANGE MINERAL 


General.—Red lead and orange mineral in the pure state are 
oxides of lead (approximately Pb;0,), being probably mixtures 
of compounds of varying proportions of PbO and PbO». The 
commercial dry piginent is obtained in two grades, known as 
85% and 95%, respectively. 

Red Lead (Pb40,).—Weigh accurately 1 gram of the sample 
into a 200-cc. Erlenmeyer flask, add a few drops of water and rub 
to a smooth paste with a flattened glass rod. Mix in a small 
beaker 30 grams of pure crystallized sodium acetate, 2.4 grams of 
KI, 10 cc. of water and 10 cc. of 50% acetic acid. Stir until all 
is liquid, warm gently and if necessary add 2-3 cc. more water. 
Cool to room temperature and pour into the flask containing the 
red lead. Rub with the glass rod until nearly all the red lead 
has been dissolved. Add 30 cc. of water containing 5-6 grams of 
sodium acetate and titrate at once with 0.1 N thiosulfate solution, 
adding the latter rather slowly and keeping the liquid constantly 
in motion by whirling the flask. When the solution has become 
light yellow, rub up any undissolved particles with the rod until 
free iodine no longer forms. Wash off the rod and add more 
thiosulfate solution until pale yellow. Finally add starch solu- 
tion and titrate until colorless and then come back with 0.1 N 
iodine solution until the blue color is just restored. Subtract the 
iodine reading from the thiosulfate reading and calculate the 
difference to red lead. 

CALCULATION.—1 cc. 0.1 N thio —0.03428 gram Pb;0.,. 
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For purposes of calculation it may also be assumed that 1 cc. 
0.1 N thio=0.03348 gram PbO. This, however, is really the 
equivalent of the Pb;O, in terms of PbO. 

Litharge.—Treat 1 gram with 20 cc. of conc. HCl. Cover and 
heat on the steam bath for 15 minutes. Add 100 ce. of hot water 
and boil. (If there are any insoluble impurities, filter them out 
and weigh.) Add NH,OH until a white permanent precipitate 
forms. Redissolve with a slight excess of acetic acid. Heat to 
boiling, and precipitate with an excess of Karst: solution. Boil 
until the precipitate is granular and settles readily (2 or 3 minutes 
are generally sufficient), filter on a weighed Gooch crucible, wash 
with hot water, dry at 100° C., set the crucible inside a larger 
platinum crucible, ignite to dull redness and weigh as PbCrO,. 
Calculate to PbO and subtract from the latter the equivalent of 
the Pb;O,, in terms of PbO. The difference will be the PbO 
actually present as such in the material. 


CALCULATIONS.—PbCrO, X 0.6906 = PbO. 
Pb30, < 0.9767 = PbO. 


Water-soluble Matter.—Digest 10 grams of the sample with 
200 cc. of hot water on the steam bath for 1 hour. Filter and 
wash with hot water until no residue is left on evaporating a few 
drops of the washings. Evaporate the filtrate to dryness in a 
weighed dish on the steam bath, heat for 30 minutes at 105- 
110° C., cool and weigh. 

Fineness.—Dry a standard No. 200 brass or copper sieve in an 
oven at 105-110? C., cool, and weigh accurately. Weigh 50 
grams of the pigment which has been previously thoroughly dried 
by heating inanovenat 105-110? C. Transfer toa wide-mouthed 
bottle or cylinder of about 300-cc. capacity, add about 200 coc. 
of dry kerosene, stopper, and shake vigorously for about 5 min- 
utes. Remove the stopper, and, with a jet of kerosene, wash 
back into the cylinder any pigment adhering to the stopper. 
Pour about 50 cc. of the kerosene with the suspended pigment 
upon the sieve, let drain through, and gradually transfer the 
whole of the kerosene and pigment to the sieve, finally using a 
jet of kerosene to transfer the last of the pigment. With proper 
manipulation a large portion of the pigment will pass through the 
sieve during the process of transferring from the cylinder. When 
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all pigment has been thrown on the sieve, wash with a jet of 
kerosene until no more pigment passes through. To make sure 
that all particles have been thoroughly washed through, move 
the sieve from over the vessel, in which the main portion of kero- 
sene and pigment has been caught, to over a clean glass dish 
resting on a white surface and wash all portions of the sieve with 
a jet of kerosene, using not less than 200 ec. of kerosene. The 
kerosene caught in this dish should be entirely free from pigment. 
If any pigment can be seen in the liquid, repeat the washing until 
at least 200 cc. can be washed through without showing any 
pigment. Then wash off with a jet of kerosene all pigment 
adhering to the frame of the sieve beneath the wire mesh. Finally, 
wash the kerosene from the sieve with petroleum ether, dry the 
sieve at 105-110? C., cool, and weigh. Report as percentage of 
Residue on 200-mesh Sieve. (The residue should be not more 
than 0.3% for a well-made material.) 

If impracticable to weigh the sieve, wash the final residue by 
means of a jet of kerosene into a weighed Gooch crucible. Then 
wash out the kerosene with petroleum ether, dry and weigh the 
crucible with the residue. 

Organic Coloring Matter.—Boil about 2 grams of the sample 
with 25 ec. of 95% ethyl alcohol, let settle and decant off the 
supernatant liquid. Boil the residue with water, decant as 
before and boil the residue with very dil. NH,OH. If the alcohol, 
water or ammonia are colored, organic coloring matter is indi- 
cated, which is cause for rejection of the material. The quanti- 
tative determination of such coloring matter is very diffieult and 
it is usually estimated ‘‘by difference." 

Other Impurities.— he sample should be completely soluble 
in a mixture of HNO; and Ha, If more than a faint cloud 
remains after this treatment, take a weighed sample and deter- 
mine the percentage of this insoluble matter. 

In case the sum of the percentages of Pb;O;, PbO, water-sol- 
uble matter and matter insoluble in HNO;-H 0; does not approx- 
imate 100%, other constituents are to be suspected and these 
may be tested for qualitatively and determined by the usual 
methods, looking particularly for nitrate, nitrite, carbonate and 
sulfate. 


RErERENCE.—U. S. Bur. Standards, Circ. 90 (issued Apr. 3, 1920). 
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WHITE LEAD 
(BASIC CARBONATE) 
General.— The theoretical composition of basic carbonate 


white lead* is Pb(OH);2PbCO;. The analysis of this would 
show: 


Per cent 
Total lead, calculated as PbO............. 86.33 
Carbon diode; A TA 000. VLD Kamau 11.35 
Equivalent to: 
Lead hydroxide PbUOEIDs WIPE Id esos 31.10 
Ced carbDonste E mias RE 68.90 


It is furnished to the trade either dry or ground in oil. In the 
latter case, the amount of oil is generally about 8%. 

The pigment of commercial white leads generally yields 
between 11 and 13% of CO». There should be no appreciable 
acid-insoluble material and not more than 0.75% of lead acetate. 
The pigment should contain at least 98% of white lead, calculated 
to the above formula. 

Vehicle (Oil).—Pour about 50-75 grams of the thoroughly 
mixed material into a small beaker and weigh it in the beaker 
together with a stirring rod. Dry and weigh one of the specially 
hardened extraction thimbles with a plug of cotton wool in the 
end of it. Remove the cotton and fill the thimble about two- 
thirds full of the pigment, pouring it from the beaker by means 
of the stirring rod. Weigh the beaker again, and from the differ- 
ence in weight obtain the amount of material taken. Plug the 
thimble with the cotton and place in a Soxhlet extractor. Fill 
the extractor about two-thirds full of ether, and let stand at 
least 1 hour before starting the siphoning. Then extract until 
no more oil is removed. Dry the thimble with the extracted 
pigment and weigh it. 


Norr.—When it is not necessary to determine the relative proportions of 
oil and pigment, the oil can be extracted more quickly by stirring some of the 
material up with petroleum ether, centrifuging and decanting the liquid 
several times until no more oil is left in the pigment. 


* Also called Corroded White Lead. 
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ANALYSIS OF PIGMENT 


Acid-insoluble Matter.— Dissolve 0.5 gram of the dry pigment 
(well mixed and ground) in hot dil. HNO;. If an appreciable 
amount of insoluble material remains, filter the solution, wash 
the residue with hot water, ignite and weigh. 

Total Lead.—Dilute the filtrate from the insoluble material 
to about 250 cc. and add NH,OH until the solution is slightly 
alkaline. Then add dil. acetic acid in slight excess. Heat to 
boiling, and add a hot solution of K:Cr:07in excess. Sufficient 
bichromate solution should be added so that when the PbCrO, 
settles, the supernatant liquor is distinctly yellow or orange. 
Boil until the precipitate settles 
quickly (about 2 minutes gener- 
ally suffices). Filter through a 
weighed Gooch crucible. Wash 
with hot water, dry at 100° C., 
set the Gooch crucible in a larger 
platinum crucible, ignite gently, 
cool in a desiccator and weigh as 
PbCrO,. 

Carbon Dioxide.—For this 
determination use a _ Geissler 
alkalimeter (Fig. 16). Weigh 
out 5-10 grams of the dried 
pigment and brush it carefully by 
means of a funnel scoop into the 
lower chamber (A) of the alka- 
limeter. Add a few cc. of water 

Fra. 16.—Alkalimeter for Carbon and connect the acid chamber 

Dioxide Determination. (B). Close the stop-cock (E) and 
fill this chamber nearly full of dil. HCl or HNO; (1:4). In the 
chamber (C) should be just enough cone. HS0, to make a seal. 
Weigh the whole apparatus. Open the stop-cock (E) and let 
the dilute acid run slowly upon the pigment. When nearly all 
the acid has run in, close the stop-cock. Complete the reaction 
by placing the whole apparatus in a beaker and setting on the 
steam bath. Make sure that all the pigment has been dissolved, 
then allow the alkalimeter to come to room temperature. Attach 
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a small rubber tube to the outlet of the side-arm at (D) and open 
the stop-cock. Suck air slowly and carefully through the appa- 
ratus until all the liberated CO; has been replaced by air; then 
weigh on the balance. The loss in weight is CO». 

Lead Acetate.—Dry some of the extracted pigment at 105° C. 
' Place a little on a watch glass and moisten with a few drops of 
KI solution. If acetates are present, a yellow color will form. 
To determine the amount, weigh 5-10 grams of the pigment 
into a distilling flask, add 200 ec. of water and 5 cc. of sirupy 
H;PO, and distill until the distillate no longer comes over acid. 
Then titrate the distillate with 0.1 N NaOH and phenolphthalein. 


1 cc. 0.1 N NaOH =0.01897 gram Pb(C2H:02)2:3H20. 


CALCULATIONS.—Calculate the PbCrO, to PbO. Calculate 
the CO; to PbCO;. From the total PbCrO, subtract the equiva- 
lent of PbCO; and of Pb(C;H 303)» and calculate the difference to 
Pb(OH);. 


PbCrO4,X 0.6906 = PbO. 

CO: X 6.0729 = PbCO;. 

PbCO; X 1.2096 = PbCrO,. 
Pb(C2H302)2°3H20 X 0.8521 = PbCrO,. 
PbCrO, X 0.7464 = Pb(OH);. 


CHROME YELLOW 


General.— The most important yellow pigment is chrome 
yellow, which varies from a light yellow color to deep orange. 
The lighter shades generally contain PbSO, as well as PbCrO,, 
while the deep orange contains some basic lead chromate. Pure 
chrome yellow should contain only PbCrO,, PbSO, (or white lead) 
and possibly some basic lead in the darker shades. A chrome 
yellow should be considered adulterated if it contains anything 
in appreciable amount besides water-insoluble lead compounds. 
The following analytical method applies to the dry pigment or to 
the pigment of a paste after the vehicle has been removed. 

Moisture.—Dry 2 grams in a watch glass or dish to constant 
weight at 105? C. 


Nortr.—As the pigment of pastes is generally dried in extracting the oil, 
the determination of moisture in such cases is superfluous. 
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Insoluble Impurities.— Treat 1 gram in a beaker with 20 cc. 
of conc. HCl, cover and heat on a steam bath for 15 minutes. 
Add 100 ce. of hot water, boil (the solution should be complete), 
filter, wash very thoroughly* with hot water, ignite in a plati- 
num crucible, cool in a desiccator and weigh the insoluble 
impurities. 

If the impurities are considerable in amount, evaporate the resi- 
due twice with HF and a few drops of dil. H;8O,, drive off the 
H5S0,, ignite and weigh. If the insoluble impurities are mostly 
volatile with HF, report as silica. If the residue from the HF 
treatment is considerable, fuse it with KHSO, and dissolve in 
water containing a little HCl. Filter out, ignite and weigh any 
insoluble residue. If the treatment with HF was complete, this 
residue is probably BaSO,, but it should be confirmed qualitatively. 

The filtrate from the BaSO, will contain insoluble Fe;O;, 
Al,O3, CaO, and MgO. Iron and alumina alone indicate clay or 
similar mineral matter; a considerable amount of MgO generally 
indicates tale. It is not usually necessary to determine the 
insoluble Fe, Al and Mg; the difference between the BaSO, 
(if any) and the total insoluble may be reported as “silicious 
matter." 

Total Lead.—Nearly neutralize the filtrate from the insoluble 
matter with NH4OH, and dilute to 350 ce. Passin arapid current 
of HS for 10 minutes. Cover with a watch glass, place on the 
steam bath and let settle. Test a portion of the clear liquid for 
complete precipitation by diluting with an equal volume of water 
and passing in more HS. If precipitation is not complete, dilute 
the whole to about 500 ec. and pass in more HS. Finally filter 
out the PbS and wash rapidly with water containing a little H.S. 
Dissolve the PbS with hot conc. HNO; containing a little bro- 
mine water, dilute to about 100 cc., filter out sulfur if necessary, 
cool, add 5 ec. of conc. H2SO4, and evaporate to strong (white) 
SO; fumes. Cool and add 100 ce. of water and 50 cc. of alcohol. 
Let stand 1 hour or until the PbSO, settles clear. Filter on a 
weighed Gooch crucible, wash with 5% H»SO, and finally with 
alcohol, dry, at 105? C., set the crucible in a larger platinum 
crucible, ignite until pure white, cool and weigh as PbSO,. 


* Incomplete washing will not only give high results but may cause serious 
damage to the platinum crucible. ` 
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Norer.—In the presence of Cr the solution must be very dilute and the H.S 
passed in rapidly to get a good separation. 

Iron Oxide.—Boil the filtrate from the PbS until free from H.S. 
Add a few drops of HNO; and boil again. Add a very slight 
excess of NH,OH, boil, let settle, filter and wash with hot water. 
Save the filtrate. Dissolve the precipitate (hydroxides of Fe, Al 
and Cr) in HCl. Rinse into a 500-cc. volumetric flask and dilute 
to the mark. 

To 200 cc. of the above solution, add a very slight excess of 
NH,OH and then sufficient NasOs to oxidize all the Cr. Boil 
until all the H30» is expelled. If there is any insoluble residue 
filter and wash slightly. Dissolve the precipitate in dil. HCl, 
dilute with water, add a slight excess of NH,OH and treat with 
peroxide as before. Filter, wash with hot water and add this 
filtrate to the previous one. Ignite the residue strongly in a 
platinum crucible, cool and weigh as Fe;O;. Calculate to 
percentage. 

Lead Chromate.—Acidify with acetic acid the total filtrate 
from the Fe determination, boil until all H;O; is decomposed and 
treat by one of the following methods. In either case divide the 
result by 0.4 and multiply by 100 to obtain the percentage of 
PbCrO,. 

GRAVIMETRIC METHOD.—Add a slight excess of clear lead 
acetate solution (a basie solution can generally be cleared up by 
adding a few drops of acetic acid), digest on the steam bath until 
the precipitate settles clear, and filter on a weighed Gooch cruci- 
ble, washing with hot water; dry, set the crucible inside of a 
larger platinum crucible, ignite gently, cool in a desiccator and 
weigh as PbCrO, The precipitate should not be allowed to 
stand in the beaker an undue length of time after settling clear 
on account of the danger of becoming basic, nor should the solu- 
tion be boiling when the lead acetate is added or at any time 
after. 

VOLUMETRIC Mrtuop.—Cool the solution which has been 
freed from H505, make distinctly acid with HSC, add a meas- 
ured excess of 0.1 N ferrous ammonium sulfate solution and titrate 
the excess of the latter with 0.1 N K;Cr;O;, using potassium 
ferricyanide as an outside indicator. The end-point is the disap- 
pearance of the blue color first produced. From the amount of 
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ferrous ammonium sulfate oxidized, calculate the amount of 
PbCrO, corresponding to the chromium. 

CaLcULATION.—1 cc. 0.1 N Fe(NH4)2(SO4)2=0.01077 gram 
PbCrO,. 

Alumina.—Alumina is very seldom present but may be deter- 
mined in an aliquot of the solution prepared above under Iron 
Oxide by oxidizing with Naz0», filtering, rendering the filtrate 
slightly acid with HCl and then very slightly alkaline with 
NH,OH. This precipitates Al(OH);. Filter, wash with hot 
water, ignite in the blast, cool and weigh as Al;O;. (After 
adding the NH4OH, the solution should not be boiled, as some 
Cr(OH); may also thus be thrown down.) 

Zinc Oxide.— Into the filtrate from the original precipitate of 
hydroxides of Fe, Al and Cr (which should be ammoniacal) pass 
H:S, heat to boiling, and filter through a hardened filter, washing 
with H.S water. Dissolve the ZnS in a slight excess of HCl, 
dilute to 200 cc., boil off all the H-S, add a slight excess of NH,OH 
and then an excess of acetic acid. Heat to boiling and add an 
excess of ammonium phosphate solution. Stir thoroughly and let 
stand until clear; filter and wash with water on a porcelain Gooch 
crucible, dry, ignite and weigh as Zn2P.07. Calculate to ZnO. 

CALCULATION.—Zn3P3;0; X 0.5340 = ZnO. 

Lime.—(Lime is seldom present unless the material is adul- 
terated with gypsum.) 'To the ammoniacal filtrate from the 
ZnS add an excess of hot sodium or ammonium oxalate solution 
and determine the CaO in the usual way. 

Magnesia.— The MgO is determined in the filtrate fom the 
CaO in the usual way by precipitating as MgNH,PO, It is 
almost never present in a chrome yellow in an acid-soluble form. 

Total SO;.—Dissolve 1 gram of the pigment by heating with 
20-25 cc. of HCl as described under Insoluble Impurities. Filter 
and wash with hot water and dilute to about 400 cc. Heat to 
boiling and add an excess of hot BaCl, solution, drop by drop; 
boil for 0.5 hour and let stand on the steam bath until the pre- 
cipitate settles clear. Filter and wash with hot water; ignite in a 
platinum crucible and weigh as BaSO,. Calculate to SO;. 

CALCULATION.—BaSO. X 0.3430 = SO;. 


Notr.—The solution must be kept hot and dilute to prevent contamina- 
tion of the precipitate with lead. 
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Calculation of Results—The PbCrO, is obtained directly. 
Caleulate the SO; to PbSO, and subtract this from the total Pb 
calculated as PbSO,. From the remainder subtract the equiva- 
lent of the PbCrO,. Calculate the remaining lead to PbO and 
report as basic PbO; or, if carbonates are present, calculate to 
white lead, 2PbCO;,Pb(OH); The small amounts of Fe;O;, 
CaO, etc., are reported as such, unless it is evident that calcium 
carbonate or sulfate is present. 


Nore.—Some chrome yellows contain barium phosphate, barium sulfate, 
or calcium sulfate in place of the PbSO,;; sometimes also lead citrate is used. 


FAcrons.—BaSO, X1.2991 = PbSO,. 
PbCrO4X 0.9383 = PbSO,. 
PbSQ; ZO dk PbO. 
PbSO, X0.8526 = White Lead. 


REFERENCE.— U. S. Bur. Chem., Bull. 109, revised, 29. 


ZIRCONIA PIGMENTS 


General.—The white pigments containing zirconium encoun- 
tered in this laboratory have been zirconium silicate, zirconium 
oxide and mixtures of these two with barium sulfate, antimony 
oxide and zine oxide, together with small amounts of oxides of 
Fe, Al and Ti. Before attempting quantitative determinations 
it is advisable to make a qualitative analysis. 


A 


PROCEDURE FOR ZIRCONALBA 


General.—The material sold under the trade name of Zircon- 
alba we have found to have approximately the following 
composition: 


Per cent 
A A EE E 
SHEE E AS Ur oce e A II 15-38 
Ge reet, se NR uS 42-68 
Mora AI e EE None 


VERSEN A ees? 0.35-1.00 
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The main constituent is probably a hydrated zirconium 
silicate. The following procedure has been found to give satis- 
factory results on material of this sort. 

Loss on Ignition.—Ignite a 1-gram sample in a weighed plati- 
num crucible for 1 hour at bright red heat; cool in a desiccator 
and weigh. 

Silica.—Fuse a 1-gram sample with about 5 grams of KHSO, 
for 1 hour. Disintegrate the melt with hot 595 H$;80,, filter 
and wash with hot water on a quantitative filter. Ignite the 
residue and again fuse with 4 or 5 grams of KHSO,. Digest this 
residue with hot 5% H580,, filter, wash and ignite in a weighed 
platinum crucible. 

These two fusions remove practically everything except SiO». 
Moisten the weighed residue in the crucible with a few drops 
of H5SO,, add about 15 cc. of HF and evaporate to dryness. 
Ignite and weigh. "ThelossisSiOs. Fuse theslight residue which 
remains in the crucible with about 1 gram of KHSO,. This 
residue should be completely soluble in water if the HF treatment 
has dissolved all the silica; if not, repeat the HF treatment. 

Add the solution of the final fusion to the two previous filtrates 
and dilute to 500 cc. in a volumetric flask. - 

Zirconium Oxide.— To an aliquot of 100 cc. of the above solu- 
tion add slowly, while boiling, an excess of NH,OH. Filter, 
wash with hot water, ignite strongly and weigh. This gives 
ZrO;--TiOs-4-Al;Os--FesO;. The last three substances are 
determined on separate aliquots and the ZrO, taken by difference. 

Iron Oxide and Alumina.—To another 100-ec. aliquot of the 
original solution add an excess of Na;HPO, solution. This 
precipitates phosphates of Zr and Ti,* which are insoluble in 
dilute acid. Heat on the steam bath for 0.5 hour, filter and wash 
thoroughly with hot water. Make the filtrate alkaline with 
NH,OH and boil. Filter, wash with hot water, ignite in a 
porcelain crucible and weigh as FePO¿+AIPO,. If the precipi- 
tate is less than 1% in weight, multiply by 0.474 (the average 
of the factors for converting AIPO, and FePO, to their oxides) 
and report as Fe,03+ Al.Os. 


* If the solution has been oxidized with an excess of H:O, before adding 
the phosphate, the titanium will not come down. 
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If the weight of mixed phosphates is considerable, fuse the 
residue with KHSO,, dissolve in 5% H»SO4, pass through 
the Jones reductor and titrate with 0.05 N KMnO,. Calculate 
the titration to Fe;O; and.to FePO,, subtract the weight of the 
latter from the mixed phosphates and calculate the difference 
(AIPO,) to Al:0;. 

CALCULATIONS.—1 cc. 0.05 N KMn0,— 0.003992 gram Fe;0;. 

— 0.007544 gram FePO.. 


Titanium Oxide.—Oxidize a 50-cc. aliquot of the original 
solution by adding about 5 cc. of H:O» (ordinary 3% solution), 
dilute with 5% HS0, to 100 cc. or other definite volume in a 
volumetric flask and compare the color with a standard titanium 
solution as described on page 778. 


B 


PROCEDURE FOR MATERIALS CONTAINING ZIRCONIUM SILICATE, 
ZIRCONIUM OXIDE AND BARIUM SULFATE 


Loss on Ignition.—See under A. 

Silica.— Fuse a 1-gram sample with about 5 grams of Na;CO; 
for 1 hour in a platinum crucible. Disintegrate the melt with 
hot water, filter and wash thoroughly with hot water. Acidify 
the filtrate with HCl, evaporate to dryness in a porcelain dish 
and bake at 150° F. for 0.5-1 hour. Take up with 20 ce. of dil. 
HCI (1:1), cover the dish and digest on the steam bath for 10 
minutes. Dilute, filter and wash with hot water. For accurate 
results, again evaporate the filtrate to dryness, take up with 
HCl (1:1), digest for 10 minutes, filter, (save the filtrate) and 
wash with hot water. Place both filters in a platinum crucible, 
dry, ignite and blast to constant weight. Fill the crucible about 
two-thirds full with HF, evaporate to dryness, ignite and again 
weigh. Report the loss as SiO». If there is an appreciable 
residue from the HF treatment, fuse it with KHSO,, dissolve 
the fusion in 5% HSO, and add to the filtrate from the SiO, 
determination. 

Barium Sulfate.—Ignite the washed residue from the Na;CO; 
fusion in a platinum crucible. Add about 5 grams of KHSO, 
and fuse at a gentle heat, just sufficient to keep the mixture 
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liquid, for 3 or 4 hours. Cool and take up the fusion in 2% 
H.SO,. Any residue at this point will be BaSO, or a small 
amount of SiO. Filter, wash with hot water, ignite and weigh. 
Evaporate the residue with about 10 ce. of HF. Again ignite and 
weigh. The loss is SiO? which should be added to that previously 
determined. The residue is BaSO,, which should be confirmed 
by qualitative test. 

Zirconium Oxide.—Mix the filtrates from the Silica determina- 
tion from the KHSO, fusion above and dilute to 500 cc. in a 
volumetric flask. Pipette out 100 cc.* and add an excess of 
NazHPO, solution to precipitate zirconium phosphate, which is 
insoluble in dilute acid. Heat on the steam bath for 0.5 hour, 
filter and wash thoroughly with hot water followed by 5% 
NH4NO; solution. Dry the precipitate and separate from the 
paper as completely as possible. Ignite first the paper in a 
weighed porcelain crucible, then add the main portion of the 
precipitate and ignite strongly till white or grayish white. Cool 
in a desiccator and weigh as ZrP207. Calculate to ZrO». 

CALCULATION.—ZrP3;0; X 0.4642 = ZrO». 

Iron Oxide and Alumina.— Make the filtrate from the zirconium 
phosphate strongly alkaline with NH4OH and boil. Then pro- 
ceed as under Iron Oxide and Alumina in A, unless titanium is 
present, in which case proceed as under C, described later. 


C 


PROCEDURE FOR MATERIALS CONTAINING SILICA AND OXIDES 
oF ANTIMONY, ZIRCONIUM, TITANIUM AND ZINC 


Loss on Ignition.—See under A. 

Antimony Oxide.—Fuse a l-gram sample with NaOH in a 
nickel crucible. Take up the fusion in water, cool and acidify 
with HCl. Add 5 grams of tartaric acid and boil. This should 
give a clear solution. Dilute to about 500 cc. in an Erlenmeyer 
flask. Heat to gentle boiling and pass in a stream of H.S until 
precipitation is complete. Filter off the Sb;85 and determine 
the Sb as on page 172. Calculate to Sb204. 

CALCULATION.—Sb X 1.2628 =8Sb04. 


* If TiO» is present, add 5 ec. of H:O» to oxidize it before adding the 
phosphate. In this case the titanium will come through into the filtrate. 
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Silica.—To the filtrate from the Sb.S; add 10-15 cc. of conc. 
H.SO, and evaporate on the hot plate to fumes of SO;. Heat 
until all the tartaric acid is destroyed, adding a few drops of conc. 
HNO; from time to time and more H;SO,, if necessary. Finally 
drive off nearly all of the H+SO,, leaving a residue of only 2 or 3 
cc. Cool and add 100 cc. of water. Heat to boiling, filter off 
the SiOz, wash with hot water, ignite the residue strongly in a 
weighed platinum crucible over a blast lamp and weigh as 
SiO». A double evaporation is not necessary as the heating with 
conc. H50, dehydrates the silica. 

Zirconium Oxide.— Dilute the filtrate from the SiO» to 500 ce. 
in à volumetric flask, pipette out 100 cc. and determine zirconium 
as phosphate as described under B. 

Iron Oxide and Alumina.—Pipette out another 100 ec. of the 
filtrate solution from the SiO; determination, add 2 grams of 
powdered NH,Cl and a few drops of HNO;, heat to boiling and 
precipitate with an excess of NH,OH. Filter, wash with hot 
water, ignite the residue strongly in a platinum crucible and 
weigh as ZrOs-- Fe3034- Al;O;4- TiOs. Save the filtrate if either 
Zn or Mg is present. 

Fuse the above precipitate with an excess of KHSO, and dis- 
solve in 5% H2SO4. Add a little H:O» to the solution. If a 
yellow color is produced, Ti is present. If no Ti is found, pass 
the warm solution through a Jones reductor and titrate the Fe 
with 0.05 N KMnO.. 

If Ti is present, boil off the H:O» and reduce the Fe by passing 
H-S into the solution till saturated. Boil until the odor of HS 
ean no longer be detected and filter, if necessary, to remove any 
sulfur. Cool and add 2 or 3 cc. of a saturated HgCls solution 
to remove the last traces of H:S. Then titrate directly with 
0.05 N KMnO,. 

Subtract the amount of Fe;O; above obtained, together with 
the ZrO, previously determined and the TiO; separately deter- 
mined as described below, from the total weight of the mixed 
oxides. The difference is Al20s. 

Titanium Oxide.— To the solution after titrating the Fe (after 
reduction with H;S) add about 5 cc. of H:O» (ordinary 3% solu- 
tion). Dilute with 5% H.SO, to 100 ce. or other definite volume 
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in a volumetric flask and compare the color with a standard Ti 
solution as described on page 778. 

Zinc Oxide.—To the filtrate from the mixed oxides obtained 
in the determination of Iron Oxide and Alumina add acetic acid 
in very slight excess. Heat to boiling and add slowly an excess 
of sodium or ammonium phosphate solution. Stir briskly until 
the precipitate becomes crystalline, taking care that the stirrer 
does not touch the sides or bottom of the beaker. Set aside for 
several hours, filter on a weighed Gooch crucible, wash with hot 
water, ignite strongly and weigh as Zn;P$5O;. Calculate to ZnO. 

CALCULATION.—Zn2P207 X 0.5340 = ZnO. 


OIL VARNISHES 


General.—The methods of analysis for varnishes are far from 
satisfactory. Several methods for the determination of gums 
have been proposed, but none of them is reliable. It is, there- 
fore, advisable to omit this determination and report the com- 
bined percentage of oil and gums. In case it is desired to get an 
approximate estimate of the gums, Boughton's method as 
deseribed in Technologie Paper No. 65 of the Bureau of Standards, 
may be used. 

Care should be used in passing final judgment on a varnish 
merely from chemical tests, as the gloss, working qualities and 
durability depend largely upon the quality of the gum used, the 
quality and treatment of the oil, the quality of the driers and 
especially upon how the varnish was prepared as regards heat, 
method of cooking, aging, filtering, etc. 

In the manufacture of oil varnish the resins or “gums” are 
melted and at the proper time the oil and driers are added. The 
mass is mixed and heated, then cooled and thinned, filtered and 
run into settling tanks where it is aged. The time of heating, 
temperature, etc., depend upon the nature of the varnish and 
vary greatly for different kinds. 

Many different resins are used, such as Kauri, Zanzibar, Pon- 
tianak, Manila and Colophony (rosin). Generally the harder 
resins are more valuable. The principal oils used are Linseed 
and China Wood (Tung Oil). Common thinners are turpentine 
and light mineral oils. Compounds of Pb and Mn (and some- 
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times Co) are used as driers, and if rosin is present, lime is 
generally added to harden it. 

The following tests are of value in judging the quality of a 
varnish: 

Appearance and Odor.—Transfer the sample, if it is in a metal 
container, to a glass-stoppered cylinder or bottle and note its 
appearance, color, transparency, body, and whether any sedi- 
ment is present. The presence of light petroleum oil or wood 
turpentine may often be detected by the odor. After making 
these observations, the sample should be thoroughly mixed before 
making the remaining tests. 

Specific Gravity.— Determine with a pycnometer, hydrometer 
or Westphal balance at 15.5? C. 

Flash Point.— Determine the flash point in the closed cup tester 
(preferably the Tag tester), as described in the method for Fuel 
Oils (see p. 244), using à low flame. Begin testing at 65? F. A 
low flash point may indicate light petroleum oil. Turpentine 
flashes at about 93? F. 

Viscosity.—The determination of viscosity is not generally 
necessary but may throw some light on its working qualities, par- 
ticularly in comparison with other varnishes. Sufficiently 
accurate comparative results may be obtained by using a 100-cc. 
Dudley pipette and comparing with water as described in the 
method for Glue (p. 424). The viscosity should be run at 20? C. 

Volatile Thinners.—Weigh 100 grams of the varnish into a 
500-ec. flask, connect with a spray trap and à water condenser, 
and pass through it à current of steam, first heating the flask in an 
oil bath at 100? C. With the steam still passing through, raise 
the temperature of the bath to 130? C. Catch the distillate in 
weighed glass-stoppered graduates, and continue distillation 
until 300 cc. of water have been condensed. Do not fill any 
graduate above the top mark. Let the distillates stand until they 
separate into two layers, then read the volume of water and weigh 
each graduate. Subtract the volume of water and weight of 
empty graduates and the difference is the weight of volatile 
thinners. Filter the light oils through dry papers and examine 
for turpentine and petroleum oils. A slight error is caused by the 
solubility of turpentine in water; this amounts to about 0.3-0.4 
ec. for each 100 cc. of water. 


286 TECHNICAL METHODS OF ANALYSIS 


When sufficient varnish is available, it is well to take another 
portion and distill without steam or spray trap, placing the 
weighed flask in an oil bath. Note the temperature of the bath 
at which distillation begins, and continue distillation at a tem- 
perature of 185? C. in the oil bath, finally raising the temperature 
to 200? C. This method generally tends to give lower results on 
volatile oils than the steam-distillation method; but the distillate 
can be tested for water-soluble volatile liquids, which would be 
lost by the steam distillation. 

Fixed Oils and Gums.— The percentage of fixed oils and gums 
is obtained by subtracting the percentage of volatile thinners 
from 100. A check upon this determination is obtained by 
weighing the residue from the dry distillation. In case an actual 
determination of the approximate amount of gums is required, 
use Boughton’s method previously referred to. 

Acid Number.—Determine the acid number as described on 
page 311, using 10 grams of the varnish. 

Rosin.—After determining the acid number, decant the alcohol, 
evaporate and apply the Liebermann-Storch test; or test the orig- 
inal varnish as follows: 

Pour about 5 cc. into a separatory funnel, add an equal volume 
of CS», shake and add 10 cc. of acetic anhydride. Let stand until 
completely separated. Draw off the lower layer of anhydride. 
Pour 1-2 cc. of this into an inverted crucible cover, add carefully 
by means of a stirring rod 1 drop of dil. H50; (1 : 1) to the edge 
of the cover so that it will mix slowly with the anhydride. If 
rosin is present, a characteristic fugitive violet color will result. 
Do not confuse this with the brown or reddish-brown color often 
given by other gums. 

Ash.—Determine the ash in 10 grams, using a quartz or por- 
celain dish and carrying out the incineration at a low heat, 
best in a muffle. Determine the reaction of the ash to litmus 
paper and make a qualitative analysis. It is frequently well to 
. make a quantitative determination of CaO, a large amount of 
which indicates rosin. It is sometimes advisable to determine 
the percentages of Pb and Mn. Some Pb will, however, be lost 
in the ashing, and if a correct determination is required, proceed 
as under the determination of Drying Salts in Japan Driers 
(see p. 288). 
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Examination of Films.—Flow the varnish on a carefully cleaned 
plate of glass and let dry at room temperature in a vertical posi- 
tion. Note the time required for the varnish to “set to touch,” 
t.e., to lose its tackiness when touched lightly with the finger, and 
also the time required for drying hard. After 24 hours examine 
the film, noting transparency, hardness, elasticity and tendency 
to dust by scratching. After thoroughly drying, immerse 
the plate in water overnight, dry without heat and note the 
appearance. 

Practical Tests.—The working quality of a varnish must be 
determined by application on wood and it is best to make this 
test on well-seasoned and perfectly smooth white pine. Apply a 
thin coating of the varnish, let dry and sandpaper down smooth 
and then apply the coat to be tested. Observe how the varnish 
works under the brush, character of coat, etc. This panel, after 
drying, may be used for further testing as to whether the varnish 
will stand rubbing, etc. 


NomEs.—(1) “Short oil" varnishes contain considerably more resin than 
oil, and “long oil” varnishes vice versa. 

To test, place 10 cc. of varnish in a small beaker and add 50 cc. of benzine 
which has been previously cooled to 5? C. If the varnish is “short oil," 
the gums will be partly precipitated and light in color; if a “long oil” varnish, 
there will be very little precipitation and the solution will be dark-colored. 
Interior varnishes should be ''long oil" for the best quality of work and 
exterior varnishes should always be “long oil." Rubbing varnishes should 
be “short oil." 

(2) The. U. S. Government Specifieation for Interior Varnish, 1922, 
requires: 

(a) Appearance: Clear and transparent. 

(b) Color: Not darker than a solution of 3 grams of K;Cr;O; in 100 cc. 
of pure conc. H2SO.. i l 

(c) Flash point (closed cup): Not below 85° F. 

(d) Non-volatile matter: Not less than 45% by weight after heating at 
220-230° F. for 3 hours. 

(e) Set to touch: In not more than 4 hours (at 70-90° F.). 

(f) Dry hard: In not more than 24 hours (at 70-90? F.). 

(g) Dry to rub: In not more than 48 hours. 

(h) Toughness: Film on metal must stand rapid bending over a rod $ 
inch in diameter. 

(i) Working properties: Must have good brushing, flowing, covering, 
leveling, and rubbing properties; and must show no impairment of luster or 
other defect when used where natural or illuminating gases are burned or 
when subjected to air currents during the process of drying or application. 
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(j) Water resistance: The dried film must stand application of cold 
water for not less than 18 hours without whitening or showing other visible 
defect. 

RxrERENCES.— Dur. Standards, Tech. Paper 65; Bur. Chem., Bull. 109, 
revised; Holley and Ladd: * Mixed Paints, Color Pigments and Varnishes,” 
Bur. Standards, Circ. 117. 


JAPAN DRIERS 


General.—The analysis of Japan driers is in general conducted 
in the same way as that of Oil Varnish, with the following 
modifications: 

Volatile Thinner.— Weigh quickly 5 grams from a weighing 
bottle into a glass Petri dish, evaporate on the steam bath and 
then dry for 3 hours at 100? C. Cool and weigh. The loss repre- 
sents the amount of volatile thinner, which is generally about 65%. 

Drying Salts.—The most generally used driers are linoleates, 
resinates or borates of Pb and Mn, or mixtures of these substances. 
As a rule, in light Japans manganese borate is used;in dark Japans, 
manganese oxide; and medium Japans, lead oxide. The most 
common composition is a mixture of Mn borate and PbO. Zinc 
is now seldom used. Qualitative tests for Mn, Pb and Zn are 
generally sufficient, but if à quantitative determination is desired 
proceed as follows: 

Place 25 grams in a 250-cc. Erlenmeyer flask and add 25 cc. of a 
mixture of equal parts of gasoline and turpentine. Add 50 ec. 
of dil. HNO; (1 : 1) and let stand 1 hour, shaking every 10 min- 
utes. Then immerse in hot water and shake gently. Keep 
away from any flame. When thoroughly hot, mix with a circular 
motion to get rid of most of the gasoline. When cool, pour into a 
separatory funnel, draw off the lower aqueous layer into a cas- 
serole and wash the upper oily layer four or five times with warm 
water. Add the washings to the casserole and evaporate to 
dryness under the hood. Dissolve by warming with dil. HNOs. 
Filter into a 250-cc. volumetric flask and make up to the mark. 

LzgAp.—To 100 cc. of the above solution add 5 cc. of conc. 
H.SO, and evaporate on the hot plate to strong fumes. Cool, 
add 100 ec. of water and heat to boiling to dissolve anhydrous 
FeSO, if present. Let stand until cooled and the precipitate has 
settled clear. Filter on a Gooch crucible and wash with 5% 
H580,. Transfer the filtrate, which should be about 150 cc., to 
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a beaker and wash the PbSO, on the Gooch crucible with 50% 
alcohol. Do not collect the aloholic filtrate in the main body of 
the filtrate as it is used merely to wash out the acid from the 
PbSO, Dry the Gooch crucible and contents and place in a 
larger platinum crucible. Ignite gently, cool in a desiccator and 
weigh as PbSO,. Calculate to PbO. 

CALCULATION.—PbSO, X 0.7360 = PbO. 

Zinc.—If present, Zn may be determined in the filtrate from 
the PbSO,. To the filtrate in the beaker add 50 cc. of 30% NaOH 
solution and electrolyze as described under Zinc on page 183, 
finally weighing as metallic Zn. 

MANGANESE.— The Mn will be present as hydroxide in the 
solution after electrolysis of the Zn. Dilute this solution 
to about 300—400 cc., filter, and wash with hot water. Wash 
into a 200-cc. Erlenmeyer flask with 50 ec. of warm dil. HNO; (1: 
3), cool, add about 0.5 gram of sodium bismuthate and proceed 
as described under Manganese on page 136. 


Notrs.—(1) The following specifications of the P. & R. Railroad, 1906, 
will give an idea of the requirements of a good Japan. 

The material desired consists of a pure turpentine hardener and oil drier, 
conforming to the following: 

(a) When equal parts by weight of the Japan and of pure turpentine are 
thoroughly mixed and poured over a slab of glass, which is then placed nearly 
vertical at a temperature of 100? F., with a free access of air but not exposed 
to draft, the coating shall be hard and dry, neither brittle nor sticky, in not 
exceeding 12 minutes. 

(b) When thoroughly mixed with pure raw linseed oil at the ordinary 
temperature in proportions of 5% by weight of Japan to 95% by weight of 
raw linseed oil, no curdling shall result, nor any marked separation or 
settling on standing. 

(c) When the above mixture is flowed over a slab of glass, which is then 
placed nearly vertical at a temperature of 100? F., with free access to air but 
not exposed to draft, the coating shall dry throughout, neither brittle nor 
sticky, in not exceeding 2 hours. 

(d) When 5 cc. of the Japan are poured into 95 cc. of pure turpentine at 
the ordinary temperature, and thoroughly shaken, a clear solution shall 
result, without residue, on standing 1 hour. 

(e) After evaporation of the turpentine, the solid residue must be hard 
and tough, and must not “dust” when scratched with a knife. 

(f) Benzine or mineral oil of any kind will not be permitted. 

(2) The U. S. Government Specification is as follows: 

Japan drier must not flash below 85? F. (closed tester), must be composed 
of lead, manganese, or cobalt, or a mixture of any of these elements combined 
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with a suitable fatty oil, with resins or gums" and mineral spirits or tur- 
pentine, or a mixture of these solvents, and free from sediment or suspended 
matter. When flowed on metal and baked for 2 hours at 212? F. it must 
leave an elastic film. It must mix with pure linseed oil in the proportions 
of 1 volume of drier to 19 volumes of oil without curdling and the resulting 
mixture when flowed on glass must dry in not over 18 hours. When mixed 
with pure raw linseed oil in the proportion of 8 parts of oil to 1 part of drier 
by volume, the resulting mixture must not be darker than a solution of 6 
grams of K¿Cr20, in 100 ec. of pure conc. H,SO.. 

REFERENCES.— Bur. Standards, Tech. Paper, 65; Bur. Chem., Bull. 109, 
revised; Holley and Ladd: “Mixed Paints, Color Pigments and Varnishes;”’ 
Bur. Standards, Cire. 105. 


SHELLAC AND SHELLAC VARNISHES 


General.—Dry shellac occurs on the market in 2 forms, 
- orange shellac and bleached shellac. There are many different 
grades of orange shellac. Bleached shellac, however, is generally 
of a high grade of purity. In making shellac varnishes, the dry 
lac is dissolved in alcohol, generally in the proportions of about 
5 lbs. of the shellac to a gallon of alcohol. Formerly methyl 
alcohol was almost universally used but now denatured alcohol is 
largely employed. 


SAMPLING OF DRY SHELLAC 


Bleached shellac is sold in 3 forms,—(1) as hanks or bars 
containing approximately 25% of water, (2) as ground bleached 
shellac in pulverized form with about the same water content, 
(3) as bone-dry or kiln-dried shellac. The latter is prepared 
by drying the ground bleached shellac in the air or in vacuum 
driers at moderate temperatures. It may contain up to 10% 
of water or more. 

In sampling bone-dry bleached shellac take a fairly large 
portion (about 1 pound) from different parts of the barrel and 
grind finely by running quickly through a coffee mill. No 
attempt should be made to sieve it. Mix rapidly and transfer 
to a Mason jar with a screw cap and a rubber ring seal. The 
jar should not be more than $ full, leaving room for a thorough 
mixing by shaking the contents. Keep in a cool place and test 
as promptly as possible. If too warm, the shellac may become 
partly caked, in which case the lumps must be broken up by 
shaking the bottle. 
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In sampling bars or hanks, it is recommended that a whole 
hank be taken. Crush and grind as rapidly as possible. Ground 
bleached may be treated as above, bearing in mind that the large 
amount of moisture present makes rapid handling imperative. 


ANALYSIS OF Dry SHELLAC 


Moisture.—Both the orange and bleached shellac give off vola- 
tile matter at temperatures approaching 100° C. Bleached 
shellac alters chemically at this temperature, losing its solubility 
in alcohol. For these reasons the usual methods of determining 
water by heating in an air bath at 100—110? C. are not applicable. 

MzaTHOD No. 1.—Weigh 5-10 grams of the sample in flat- 
bottomed dishes about 4 inches in diameter or in watch glasses 
ground to fit and provided with a clamp. Then place the 
shellac in a desiccator freshly filled with cone. H9SO,. The con- 
tents of the dish should be spread out in a thin layer to expose as 
large a surface as possible. Exhaust the desiccator by a vacuum 
pump as completely as possible. With a good vacuum (3-mm. 
pressure or better) constant weight will be obtained in between 
24 and 48 hours. Absolutely dry bleached shellac is quite 
hygroscopic and the final weight should be taken as rapidly as 
possible. 

Metuop No. 2.—The same results may be obtained by drying 
the shellac in a well-ventilated air bath for 3-6 hours at 100-1109 
F. (38-43? C.). One or two electric light bulbs provide a con- 
venient source of heat. The temperature should not be allowed 
to rise above 43? C., otherwise sintering may occur and retard 
drying. With poorly ventilated ovens the drying may take 
much longer. Completeness of drying should be ascertained by 
continuing the treatment to constant weight. (Check the 
accuracy of results obtained in the oven by comparison with a 
test made in a vacuum desiecator before relying exclusively on the 
oven.) 

Rosin.—Introduce about 0.200 gram of the shellac (0.400 
gram of bleached shellac) finely ground, into a 250-cc. dry bottle 
of clear glass with a ground-glass stopper; add 20 cc. of special 
glacial acetic acid (see note 3) and warm the mixture gently until 
solution is complete (except for wax). A pure shellac is rather 
diffieult of solution. Solution is quicker according to the pro- 
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portion of rosin present. Add 10 cc. of CHCl; and cool the 
solution to 21-24? C. Hold the temperature well within these 
limits during the test. Add 20 cc. of Wijs solution from a pipette 
or burette having a rather small delivery aperture. Close the 
bottle, stand in a dark place, and note the time. It is con- 
venient to keep the bottles during the test partly immersed in 
water, kept as nearly as possible between 22-23? C. 

Pure shellac will scarcely alter the color of the Wijs solution. 
If in small amount, rosin will produce a slowly appearing red- 
brown color; in large amount, rosin causes an immediate colora- 
tion, increasing in intensity as time passes. At the end of 1 hour 
add 10 ce. of 10% KI solution and titrate immediately with 0.1 N 
sodium thiosulfate solution; 25-30 cc. may be run in immediately, 
unless the shellac is very impure, and the remainder added 
gradually with vigorous shaking. Just before the end, add a little 
starch solution. The end-point is sharp, as the reaction products 
of shellac remain dissolved in the CHCl;. Disregard any color 
returning after a half minute or so. 

Run a blank determination with 20 cc. of Wijs solution, 20 cc. 
of acetic acid, 10 cc. of CHCl; and 10 ec. of 10% KI solution. 
The blank is necessary on account of the well-known effect of 
temperature changes on the volume and possible loss of strength 
of the Wijs solution. 

Subtract the titration of the sample from that of the blank 
and calculate the iodine number of the sample (percentage of 
I absorbed). From this calculate the percentage of rosin. 


CALCULATION.—Let Y = percentage of rosin; 
A =iodine number of mixture; 
M =18,* iodine number of shellac; 
N = 228, iodine number of rosin; 
(A—M) 
(NM) 
1 cc. 0.1 N thiosulfate — 0.01269 gram Iodine. 
Norrs.—(1) In the case of grossly adulterated samples or in the testing 
of pure rosin, it is necessary to use, instead of the 0.2 gram of material, a 
smaller amount, say 0.15 gram, or even 0.1 gram, in order that the excess of 


iodine monochloride may not be too greatly reduced, as the excess of halogen 
is one of the factors in determining the amount of absorption. In ease less 


* For bleached shellac use 10 instead of 18. 


then y= 100 
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than 25 ce. of thiosulfate solution are required, another test should be made, 
using a smaller amount of the shellac to be tested. In the case of bleached 
shellae, 0.4 gram should be taken. 

(2) The time and temperature are very important factors. Variations 
from the conditions prescribed lead to unreliable results. 

(3) The strength of the glacial acetic acid used in dissolving the shellac, 
and also in the Wijs solution, is equally important and must be maintained 
within the required limits. 

The strength of acid adopted is 98.8-99.1%, with a melting point of 
14.7-15° C., as determined by the Titer Method (see p. 312). 

(4) In weighing shellac, some difficulty is at times experienced on account 
of its electrical properties; in very dry weather it may be found that the 
necessary handling to prepare it for weighing has electrified it and that it may 
be necessary to leave it on the balance pan at rest for a few minutes before 
taking the final weight. 

(5) The following table shows how the iodine number may be interpreted 
in judging the quality of the shellac: 


TABLE XI—QUALITY or SHELLAC AS ÍNDICATED By loDINE NUMBER 


Iodine Number ; 
Ip, 1. get 
Orange Shellac | Bleached Shellac 

18 or less 10 or less None Good 

18-23 10-15 0-2.5 Fair 

23-28 15-21 2.5-5 Poor 

28-34 21-26 5-7.5 Bad 

Over 34 Over 26 Over 7.5 Grossly adulterated 


(6) Orange shellac having an iodine number of 23 begins to show rosin by 
the acetic anhydride test (see p. 477.). 

(7) The iodine number of bleached shellac is less than that of crude shellac. 
Bleached shellac of good color will generally run about 8. Anything over 10 
would point to adulteration. The values 10 and 228 for shellac and rosin 
should be used on bleached samples. 

(8) The above method is the one recommended by the Committee on Uni- 
formity in Technical Analysis, American Chemical Society, in 1907 and 
adopted as standard in 1917 by the American Society for Testing Materials. 


Alcohol-insoluble Matter.—Add to 1 gram of the shellac 60 cc. 
of 95% alcohol (specially denatured alcohol Formula No. 30 may 
be used), heat to boiling and filter on a Gooch crucible. Wash 
with about 60 cc. of boiling 95% alcohol until the washings are 
colorless, dry at 100° C., cool in a desiccator and weigh the 
insoluble matter. 
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NorE.—In the case of bleached shellac the sample must be dried, since the 
water present may dilute the alcohol to a point where solution is not com- 
plete. As prolonged heating at a temperature of 38-43” C. may render the 
shellac partly insoluble, a separate portion should be dried for this determi- 
nation by exposing to the air in a thin layer without the application of heat. 


ANALYSIS OF SHELLAC VARNISH 


Specific Gravity.—Determine the sp. gr. at 15.5? C. with the 
Westphal balance or pyenometer, as may be most convenient. 
(The Westphal balance does not give accurate results if there is 
any suspended matter.) 

Total Solids.—Weigh by difference from a weighing bottle 5-10 
grams into a flat evaporating dish 2.5-3 inches in diameter, 
evaporate off the alcohol at a low temperature and finally dry in 
an oven at 40? C. to constant weight. (See under Moisture in 
Dry Shellac.) 

Rosin.— Determine the iodine number of the dried residue and 
ealeulate the percentage of rosin as described in the analysis of 
Dry Shellac above. The residue must be entirely free from 
solvent which might affect the iodine number determination. 

Examination of Solvent.—Distill a portion of the original 
nearly to dryness, but not far enough to decompose the shellac, 
and note the temperature at which the solvent comes over. 
Determine the sp. gr. at 15.5? C. of the latter, evaporate a portion 
on filter paper or blotter and note the odor of the first and last 
portions. In the case of denatured alcohol, the first odor is 
methyl alcohol and the final odor ethyl alcohol. The boiling 
point will also indicate whether the solvent is wood alcohol 
or denatured. 

Calculate the pounds of dry gum shellac per gallon of the 
solvent. 

CALCULATION.—Multiply the sp. gr. of the original by 8.33. 
This gives the weight per gallon of the varnish (A). This multi- 
plied by the percentage of total solids, expressed as a decimal, will 
give the pounds of dry shellac per gallon of the varnish (B). 
Subtract (B) from (A) and the difference is the weight of solvent 
per gallon of varnish (C). Divide (C) by the sp. gr. of the solvent 
times 8.33 and call this (D). Then (B) divided by (D) will give 
the pounds of dry shellac per gallon of solvent. 
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If the sp. gr. of the original varnish is not known, use the 
AB 
100— B 
where X — pounds of shellac per gallon of alcohol, 
A — weight in pounds of 1 gallon of solvent, 
and B=percentage of total solids. 


formula X = 


If only approximate results are desired, it is safe to assume that 
the solvent weighs 6.8 lbs. per gallon. 


REFERENCES.—A. C. Langmuir: “The Determination of Rosin in 
Shellac,” J. Soc. Chem. Ind. 24, 12 (1905). 

Report of the Subcommittee on Shellac Analysis, J. Am. Chem. Soc. 29, 
1221 (1907). 

Parry: ‘‘Analysis of Shellac,” J. Soc. Chem. Ind. 20, 1245 (1901). 

Mellhiney: “Method of Analyzing Shellac,” J. Am. Chem. Soc. 30, 867 
(1908). 

Allen's ‘‘Commercial Organic Analysis," 3d ed., 2, pt. III, 191. 

“The Determination of Moisture in Shellac,” J. Ind. Eng. Chem. 7, 
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BLACK AIR-DRYING INSULATING VARNISH AND BLACK BAKING 
INSULATING VARNISH 


ELECTRIC RAILWAY SPECIFICATIONS 


General.—The materials which these specifications cover are 
insulating varnishes for armatures, field coils, etc., in suitable 
form for use as received. They are a combination of asphalts 
and drying oils as a base, with a solvent, preferably hydrocarbon, 
such as benzine or naphtha. It is aimed to obtain a product 
which, under the effects of the continued heat of normal operat- 
ing conditions, shall show the least loss of plasticity or lowering 
of its dielectric strength. It must not be sufficiently fluid under 
these conditions to be forced out of the coils. 

Quality of Base.— The base must contain no pigment of any 
kind. (It should show no significant residue insoluble in benzene 
or CCL.) It must be entirely non-volatile and after application 
as a coating, evaporation of solvent and drying, must become a 
“solid that is not sufficiently soft to flow at 100? C. 

Quality of Solvent.—The solvent must not contain any alcohol 
or other electrically conductive material. It must be entirely 
volatile without residue at 100° C, 
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Amount of Solvent.— The air-drying varnish should not con- 
tain more than 60% by weight of solvent, and the baking varnish 
not more than 50%, when tested as follows: 

Place 400 cc. of water in a liter distilling flask. Pour in 100 
grams of the varnish and distill with steam. Continue the dis- 
tillation until no more volatile oil distills over, taking care that 
there is always some water in the distilling flask so that the tem- 
perature does not rise appreciably above 212° F. Collect the 
distillate in a weighed graduated cylinder and weigh it, subtract- 
ing the volume of water distilled with it; or, measure its volume, 
determine its sp. gr. and calculate the weight. 

Drying Test.—AIR-DRYING VARNISH.—Dip a piece of clean 
window glass in the varnish and dry in a vertical position at 
room temperature (70° F.). It should be set firmly in 1 hour 
and become free from tackiness in not more than 3 hours. 

BAKING VARNISH.—See under Flexibility below. 

Flexibility Place some of the varnish in a shallow pan and 
dip in it, one at a time, several sheets of glassine paper about 1 
foot square. Hang the sheets up and let them dry perpendicu- 
larly overnight. 

AIR-DRYING VARNISH.—When thoroughly dry the sheets 
should be flexible and should withstand ordinary bending without 
any of the varnish cracking, flaking or breaking off. 

BakiNa VARNISH.—Bake the sheets for 10 hours at 100° C. 
They should then withstand bending back flat on themselves 
without any cracking. Continue the baking for 10 days. They 
should still be flexible and withstand ordinary bending without 
cracking. 

Dielectric Strength.— Use the above sheets for testing, unbaked 
sheets in the case of air-drying varnish and sheets baked 10 days 
at 100° C. in the case of the baking varnish. Apply an alternat- 
ing current at low voltage and raise gradually until puncture 
occurs. Make as many tests as possible on each sheet and 
report the final figure as the average of at least 10 breakdowns. 
Also make at least 10 micrometer measurements to obtain the 
average thickness of the varnish film. The varnish should have a 
dielectric strength of at least 1000 volts for each mil of thickness. 

Oil Resisting Properties.— Take a piece of ribbon copper, 4 
inches long and 2 inches wide, and dip for 3.5 inches of its length 
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in the varnish. Let drain for 15 minutes. Place in a baking 
oven and bake until thoroughly dry (20-24 hours at 100? C.). 
With a pair of heavy scissors eut 0.5 inch off the bottom so as to 
remove the bead and all thickening of the coat. Also trim 0.25 
inch off each side of the copper for its full length. Take a dish 
(metal or enamel ware) and fill it about 4 inches deep with 
water. On top of this pour a layer of about 0.5 inch of fairly 
heavy engine oil Place the coated sheet of copper in this 
mixture of oil and water until the oil comes to about the middle 
of the coat of varnish. Then boil the mixture vigorously. At 
the end of every 15 minutes or so remove the piece and see 
whether the varnish has suffered any injury. The coating should 
withstand 2 hours’ boiling without any effect and should with- 
stand 4 hours’ boiling without any material deterioration. 


CHAPTER VII 
ANALYSIS OF OILS, FATS, WAXES, AND SOAPS 


ANIMAL AND VEGETABLE OILS AND FATS 


General.—The usual determinations on materials of this class 
are specific gravity, refractive index, iodine number, saponifica- 
tion number and free fatty acid; and, in the case of fats, melting 
point.. On commercial oils and fats, assumed to be true to name 
and free from adulteration, determinations of moisture and 
volatile matter, insoluble impurities, and unsaponifiable matter 
(often termed in the trade the “M. I. U. Test”) are usually 
required. Certain other tests are often of value in the case of 
partieular oils or in attempting to identify mixtures. 

In this method are collected general procedures for such tests 
as are standard. In the case of individual oils, the special method 
for that particular oil should be consulted. A table of the so- 
called “constants” of various oils and their fatty acids is given 
on pages 300-307 (Table XII). 

Preparation of Sample.—In the case of solid fats, melt and 
filter, using a hot-water funnel. Make analyses on the melted 
homogeneous mass. Filter oils which are not clear. Keep 
samples in a cool place protected from light and air to avoid 
becoming rancid. It is best to weigh out at once as many portions 
as are needed for the various determinations, using a small 
beaker or weighing burette. 


Norr.—On commercial oils and fats where moisture, etc., is desired, the 
sample may be softened by gentle heat if necessary, but should not be 
melted before making the determinations. When sufficiently softened, mix 
thoroughly by stirring. 


Specific Gravity.—Ar 15.5? C.—Determine the sp. gr. at 15.5? 
C. (60° F.) with a pyenometer or Westphal balance. The 
pyenometer should be standardized with distilled water at the 
same temperature. The Westphal balance should read 1.0000 
in distilled water. If the reading differs from this, divide the 
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reading in oil by the reading in distilled water to get the correct 
sp. gr. of the oil. 

AT TEMPERATURE OF Boxe Water.—Fill a weighed sp. 
gr. bottle (25—50 cc.) with freshly boiled hot water. Place in 
boiling water and boil rapidly for 30 minutes. Replace any 
evaporation from the bottle by the addition of boiling water. 
Then insert the stopper, previously heated to 100? C., remove the 
bottle, cool and weigh. 

Dry the bottle at 100? C., fill with the dry, hot, freshly filtered 
fat, entirely free from air bubbles. Immerse in boiling water for 
30 minutes. Insert the stopper previously heated to 100° C., 
cool and weigh. Divide the weight of fat by the weight of water 
previously found to obtain the sp. gr. 

Nores.— (1) Instead of standardizing the bottle with boiling water, the 


following formula may be used for calculating the weight of water at 100? C. 
from the weight at some other temperature: 


Wt. at 100? C. -wPu +0.000026 (100 —7)] 


=P (1.0026 — 0.000026); 


where t —temperature at which water is weighed; 
D —density of water at 100? C.; 
d —density of water at i? C.; 

and W — weight of water at t? C. 

(2) The bottle with contents should always be weighed at room tempera- 
ture. 

Refractive Index.— Place the instrument so that diffused day- 
light or any form of artificial light can be used for illumination. 
Circulate through the prisms a stream of water at constant tem- 
perature. For fats, the standard temperature is 40° C.; for oils 
it may be 15, 20 or 25? C., depending on circumstances. 

Wits ABBÉ REFRACTOMETER.—Open the double prism by 
means of the screw head and place a few drops of oil on the 
prism. Close the prisms firmly by tightening the screw head. 
Let stand a few minutes to come to uniform temperature. Move 
the alidade on the side scale backward or forward until the 
field of vision is divided into light and dark portions. Rotate 
the screw head of the compensator until a sharp colorless line is 
obtained between the fields, then adjust this line so that 1t falls 
on the point of intersection of the 2 cross-hairs. Read the 
refractive index directly on the scale. 
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Nores.—(1) The correctness of the instrument should be checked by 
means of the quartz plate which accompanies it, using monobromonaphtha- 
lene. It may also be checked with distilled water, the index of refraction of 
which at 20? C. is 1.3330. Apply to all readings any correction found in 
standardization. 

(2) Refractive index varies inversely with temperature, increasing as 
temperature falls and vice versa. "Temperature correction may be made as 
follows: 


Let R,=reading at tı, 
and Rz — reading at ta; 
then Ri = R,+0.00038 (£5 — tı). 


'The decimal in the formula represents the change in refractive index for 
each degree C. 


By Zeiss BuTvRO-REFRACTOMETER.— Place 2 or 3 drops of 
the filtered fat on the surface of the lower prisms. Close the 
prisms and adjust the mirror until it gives the sharpest reading. 
If the reading is indistinct after running water at constant tem- 
perature through the instrument for some time, the fat isunevenly 
distributed on the surfaces of the prisms. The instrument 
should be carefully adjusted by means of a standard fluid supplied 
with it and the temperature kept constant while all readings are 
being taken. Convert degrees butyro to refractive indices from 
the following table; 
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TABLE XIII—BuTYRO-REFRACTOMETER READINGS AND INDICES OF 


REFRACTION 
Reading] Index ||Reading | Index ||Reading | Index || Reading | Index 
40.0° | 1.4524 50.0? | 1.4593 60.0? | 1.4659 70.0% |-1.4723 
40.5 |. 174527 50.5 | 1.4596 60.5 | 1.4662 70.5 | 1.4726 
41.0: | 1.4531 51.0 | 1.4600 61.0 | 1.4665 71.0 | 1.4729 
41.5. | 1.4534 51.5 | 1.4603 61.5 | 1.4668 71.5, ep 154732 
42.0 | 1.4538 52.0 | 1.4607 62.0 | 1.4672 72208 735 
42.5 | 1.4541 52.5 | 1.4610 62.5 | 1.4675 72.5 | 1.4738 
43.0 | 1.4545 53.0 124613 63.0 | 1.4678 73.0 | 1.4741 
48.5 | 1.4548 53.5 | 1.4616 63.5* | 1.4681 73.5 | 1.4744 
44.0 | 1.4552 54.0 | 1.4619 64.0 | 1.4685 74.0 | 1.4747 
44.5 | 1.4555 54.5 | 1.4623 64.5 | 1.4688 44.5 | 1.4750 
45.0 | 1.4558 55.0 | 1.4626 65.0 | 1.4691 45.0 | 1.4758 
45.5 1.4562 55.5 1.4629 65.5 1.4694 715535) 1.4756 
46.0 | 1.4565 56.0 | 1.4633 66.0 | 1.4697 40.0. | 1.4759 
46.5 | 1.4569 56.5 | 1.4636 66.5 | 1.4700 20-5 114762 
47.0 | 1.4572 57.0 | 1.4639 67.0 | 1.4704 24.0 — 11174705 
47.5 | 1.4576 57.5 | 1.4642 672599 4707. 77.5 | 1.4708 
48.0 | 1.4579 58.0 | 1.4646 68.0 | 1.4710 ves AFATA 
48.5 | 1.4583 58.5 | 1.4649 68.5 | 1.47138 78.5 | 1.4774 
49.0 | 1.4586 59.0 | 1.4652 6970871747117 40 ONAL TT 
49.5 | 1.4590 59.5 | 1.4656 69.5 | 1.4720 49.5 | 1.4780 


Saponification Number (Koettstorfer Number).—Saponify 
about 5 grams (accurately weighed) by boiling under a reflux 
condenser for 1 hour with 50 ec. of 0.5 N alcoholic KOH ma 
250-300-cc. Erlenmeyer flask. Run a blank on 50 cc. of the 0.5 
N alcoholic KOH (measured with the same pipette) under the 
same conditions. Cool and titrate with 0.5 N HCl and phenol- 
phthalein. Always make duplicate determinations. Subtract 
the number of cc. of acid used to neutralize the excess of alkali 
after saponification from the number of cc. required by the 
blank. Multiply the difference by 28.05 and divide by the weight 
of sample to obtain the saponification number, which represents 
milligrams of KOH consumed by 1 gram of oil. 

Alcoholic KOH Solution.—Dissolve 30 grams of pure KOH in 
1 liter of 95% alcohol by volume, which has been redistilled 
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from NaOH, over which it has been standing for some time, or 
boiled for a short time under a reflux condenser with stick NaOH 
and then distilled. Mix thoroughly and let stand until all 
carbonate has settled out. Pour off the clear solution for use. 

Unsaponifiable Matter.—See page 340. 

Iodine Number.— Determine the iodine number by the Wijs 
method. Weigh 0.10-0.50 gram of oil (depending upon its 
iodine number) into a wide-mouthed, glass-stoppered bottle. 
(For drying oils, such as linseed, use between 0.15 and 0.20 gram. 
Also see note.) Add 15 ce. of CHCl; or CCl. Then add from a 
pipette 25 cc. of Wijs solution.* Moisten the stopper with 15% 
KI solution but do not use sufficient to run down inside the 
bottle. Let stand 1 hour; add 20 cc. of 15% KI solution and 
100 cc. of recently boiled and cooled water and titrate imme- 
diately with 0.1 N thiosulfate solution, running in rapidly at 
first until the color begins to fade, then adding starch solution 
and titrating more slowly until the blue color disappears. The 
bottle should be stoppered and shaken violently during titration 
to make sure that all excess of iodine is removed from the CHCl; 
or CCl. Run 2 blanks with each determination, following 
exactly the same procedure but omitting the oil. Take care to 
have the temperature the same at the end of the determination 
as at the beginning. 

Subtract the number of cc. of thiosulfate required in the oil 
titration from the average number of cc. required by the 2 blanks, 
multiply by 1.269 and divide by the weight of oil taken. "The 
iodine number represents the number of centigrams of iodine 
absorbed by 1 gram of oil, £e. the percentage of iodine 
absorbed. 

Wijs Solution.—Dissolve 13.0 grams of resublimed iodine in 
1 liter of pure glacial acetic acid. Titrate a portion with 0.1 N 
thiosulfate. Set aside about 25 cc. Into the remainder pass 
washed and dried chlorine gas until the originai thiosulfate 
titrationt is just doubled. (It is very necessary that the 


* The excess of iodine should be 50-60% of the quantity added, 4.e., 
100-150% of the quantity absorbed. If such is not the case, repeat the 
determination, using a smaller or larger amount of the sample. 

T Before titration of the chlorinated liquid add 20 ec. of 15% KI solution 
and 100 ec. of water. 
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chlorine gas be passed through conc. HS0; to dry it, as moisture 
spoils the solution.) Then add the small portion of the original 
solution to neutralize any free chlorine. Preserve in amber- 
colored glass-stoppered bottles and mark the date on the bottles. 
Wijs solution deteriorates on standing and should not be used 
after it is more than 1 month old. 


NomE.— Determination on Tung Oil.—Tung oil shows an erratic behavior 
with most iodine reagents but the Wijs solution gives reliable results if the 
following precautions are observed: Weigh out between 0.10 and 0.20 
gram and use an excess of 52-58% of Wijs solution. Let the absorption 
run for 1 hour at 20-25? C. 


Acid Number (Free Fatty Acids).— Weigh 20 grams of the 
sample (see note 1) into a 300-ec. Erlenmeyer flask. Add 50 ce. 
of 95% alcohol previously neutralized with 0.1 N NaOH and 
phenolphthalein. Heat to boiling on the steam bath, agitate the 
flask thoroughly, and titrate with 0.1 N KOH (or NaOH), 
shaking thoroughly, until the pink color persists. The acid 
number 1s expressed as milligrams of KOH required per 1 gram of 
oil. 

CALCULATION.—1 cc. 0.1 N KOH —5.61 mg. KOH. 

In ease the percentage of fatty acids is desired, use the follow- 
ing factor: 1 ec. 0.1 N KOH — 0.02823 gram oleic acid. 

It wil be noted that the percentage of oleic acid X 1.99 = 
acid number. 


Norrs.—(1) In the case of dark-colored, high-acid fats use a smaller 
sample or titrate with 0.5 N caustic. If the titration requires over 15 cc. 
of alkali, either reduce the amount of sample taken for the test or titrate 
with 0.1 N alcoholic KOH (or NaOH). 

(2) For accurate results the alcohol should be freshly distilled from NaOH 
and give a sharp end-point with phenolphthalein. For routine tests 
methyl alcohol or No. 30 special denatured alcohol of about 95% strength 
may be used. 

(3) The Bureau of Standards recommends dissolving the oil in 50 cc. of 
a mixture of equal volumes of ethyl alcohol and c. P. benzene, previously 
neutralized to a faint pink with phenolphthalein. The titration may be 
made at once without heating and a sharper end-point is obtained. 
(See J. Ind. Eng. Chem., 14, 57 (1922)). 


Melting Point.—Determine the melting point by the closed 
capillary tube method. Draw the melted sample into a thin- 
walled capillary tube of 1 mm. inside diameter. Use a column 
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of fat 1-2 cm. long, according to the length of the thermometer 
bulb. Seal one end of the tube and cool on ice for 12-15 hours. 
Attach the capillary tube with a rubber elastic to the bulb of an 
accurate thermometer;* immerse in a large test-tube of water 
surrounded by a beaker of water, and heat very slowly, about 1° 
per minute. An apparatus similar to that shown in Fig. 17 may 
be used, agitating the water with 
an air current. Record the tem- 
perature at which the fat be- 
comes uniformly transparent as 
its melting point. The fat be- 
comes opalescent and usually 
appears clear at the top, bottom 
and sides before becoming clear 
at the center. This generally 
occurs a fraction of a degree be- 
fore it becomes uniformly clear. 


Notrs.—(1) The above method is 
not applieable to emulsified fats or 
oils, such as butter and oleomarga- 
rine. Not only the amount of water 
present but its state of subdivision and 
distribution in a fat or oil influences 
the melting point and causes it to vary 
widely in different samples. 

(2) In legal cases and cases of 
dispute use the Wiley method as 
described in Association of Official 
Agricultural Chemists: “Methods of 
Fra. 17.— Melting Point Apparatus. Analysis,” 284 (1925). 


Titer Test.—Either of the following methods may be used. 
Method B is much quicker and the saving in time will generally 
more than offset the extra cost of chemicals. 

(A) ALCOHOLIC OR Aqueous NaOH Mzrnop.—(1) Standard 
Thermometer.—The thermometer must have a zero mark, 0.1? 
graduations between 10 and 60° C., and auxiliary reservoirs at 
the upper end and between the 0 and 10° marks. The cavity in 
the capillary tube between the 0 and 10° marks must be at least 


* The official method of the A. O. A. C. requires the thermometer to be 
graduated to 0.2° C. Results should be reported to the nearest 0.5° C. 
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1 cm. below the 10° mark, which must be 3-4 em. above the bulb, 
the total length of the thermometer being about 38 em. The 
bulb should be about 3 cm. long and 6 mm. in diameter. The stem 
of the thermometer should be 6 mm. in diameter and made of the 
best thermometer tubing, thoroughly annealed, with the scale 
etched on the stem, graduations clear cut and distinct. It must 
be certified by the U. S. Bureau of Standards. 

(2) Determination.—Saponify 75 grams of the sample in a 
metal dish with 60 cc. of 30% NaOH solution (36? Bé.) and 75 cc. 
of 95% alcohol* by volume or 120 ec. of water. Evaporate to dry- 
ness over a very low flame or on an iron or asbestos plate, stirring 
constantly. Dissolve the dry soap in 1 liter of boiling water and, 
if alcohol has been used, boil for 40 minutes to remove it, adding 
sufficient water to replace that lost in boiling. Liberate the fatty 
acids by adding 100 ce. of dil. H50; (1:3) and boil until they 
form a clear, transparent layer. Wash with boiling water until 
free from HSC, collect in a small beaker and place on the steam 
bath until the water has settled and the fatty acids are clear; 
then decant into a dry beaker, filter while hot and dry for 20 
minutes at 100° C. If preferred, the fatty acids may be dried 
by heating rapidly in a beaker to 130° C. while stirring. 

Test the fatty acids for complete saponification as follows: 
Place 3 cc. in a test-tube and add 15 cc. of 95% alcohol. Bring 
the mixture to boiling and add an equal volume of dil. NH¿OH 
(1:2). A clear solution should result. 

When dried, cool the fatty acids to 15-20° C. above the 
expected titer and transfer to a titer-tube, 25 by 100 mm. (1 by 
4 inches) and made of glass about 1 mm. in thickness. Place 
in a 16-ounce wide-mouthed bottle of clear glass, 70 by 150 mm. 
(2.8 by 6 inches) fitted with a perforated cork so as to hold 
the tube rigidly when in position. Suspend the standard 
thermometer so that it can be used as a stirrer, and stir the mass 
slowly (about 100 r. p. m.) until the mercury remains stationary 
for 30 seconds. Then let the thermometer hang quietly, with 
the bulb in the center of the mass, and observe the rise of the 
mercury column. Report the highest point to which it rises as 
the titer of the fatty acids. The titer test must be made at about 


* Methyl ue or No. 30 specially denatured alcohol may also be used. 
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20? C. for all fats having a titer above 30? C. and at 10° C. below 
the titer for all others. 

(B) Guycerot-KOH Meruop.—Heat 75 cc. of glycerol-KOH 
solution (25 grams of KOH in 100 cc. of high-test glycerol*) to 
150? C. in an 800-cc. beaker; then add 50 cc. of the oil or melted 
fat, previously filtered if necessary to remove foreign substances. 
Saponification often takes place almost immediately, but heating 
with frequent stirring should be continued for 15 minutes, avoid- 
ing a temperature above 150° C. When saponification is com- 
plete, as indicated by a perfectly homogeneous solution, pour the 
soap solution into an 800-cc. casserole containing about 500 cc. of 
nearly boiling water, add carefully 50 cc. of dil. HSO; (1:3) and 
heat the solution, with frequent stirring, until the layer of fatty 
acids separates out perfectly clear. Transfer the fatty acids to a 
tall separatory funnel, wash three or four times with boiling 
water to remove all mineral acids, draw the fatty acids off into 
a small beaker, and let stand on the steam bath until the water 
has settled out and the acids are clear. Filter into a dry beaker 
and heat as rapidly as possible to 150? C. on a thin asbestos 
plate, stirring continually with the thermometer; transfer to the 
titer-tube, fill it to within 2.5 em. of the top and determine the 
titer as directed above. 

Cloud Test.—See page 328. 

Moisture and Volatile Matter.— The most accurate method for 
determining moisture and volatile matter in fats and fatty oils 
is by drying in a vacuum oven, and a small oven is preferable in 
order to obtain uniform temperature at all points. Weigh out 
accurately 4.8—5.2 grams of the prepared sample into a shallow 
glass dish, preferably with a lip, approximately 6—7 em. in diame- 
ter and 4 em. deep, and dry to constant weight in vacuo at a uni- 
form temperature not less than 15? C. nor more than 20? C. 
above the boiling point of water at the working pressure, which 
must not exceed 100 mm. of mercury (see note 3). Constant 
weight is attained when successive dryings for 1-hour periods 
show an additional loss of not more than 0.05%. Report the 
percentage loss in weight as Moisture and Volatile Matter. 

Norrs.—(1) Results comparable to the vacuum oven method can be 
obtained on most fats and oils by drying 5-gram portions to constant 

* Dynamite glycerine or U. S. P. 
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weight in a well-constructed and well-ventilated air oven at a temperature 
of 105-110? C. The thermometer bulb should be close to the sample. This 
method, however, cannot be considered even approximately accurate in the 
ease of drying and semidrying oils (linseed, soya bean, cottonseed, maize 
oil, etc.) and those of the cocoanut oil group. 

(2) In the case of fats of the cocoanut group containing more than 1% free 
acid, even the vacuum method is not accurate on account of the volatility 
of the acids. The following method gives more accurate results on oils of 
this class and also, if carefully carried out, is a satisfactory method for routine 
control work on all kinds of fatty oils: 

Weigh out 5-25 grams of the prepared sample into a glass beaker or 
‘casserole and heat on a heavy asbestos board over a burner or hot plate, 
taking care that the temperature of the sample does not go above 130? C. 
at any time. During the heating rotate the vessel gently on the board by 
hand to avoid sputtering. The proper length of time of heating is judged 
by the absence of rising bubbles of steam or foam. Avoid overheating of 
the sample as indicated by.smoking or darkening. Cool in a desiccator and 
weigh. (There is a considerable personal factor in this method until the 
operator has become familiar with it.) 

(3) The following table gives the temperatures to be used with various 
pressures in the vacuum oven method: 


Pressure, Boiling Point of Proper Temperature 
Mm. of Hg. Water, °C. of Oven, °C. 
| 
100 52 67-72 
90 50 65-70 
80 47 : 62-67 
70 45 60-65 
60 42 57-62 
50 38 53-58 
40 34 49-54 


Insoluble Impurities.— Dissolve the residue from the Moisture 
and Volatile Matter by heating on the steam bath with 50 cc. of 
kerosene. Filter through a Gooch crucible which has been dried 
and weighed with its asbestos mat, wash the insoluble matter 5 
times with 10-cc. portions of hot kerosene and finally wash the 
residual kerosene out thoroughly with petroleum ether. Dry the 
crucible and contents to constant weight and report results as 
Insoluble Impurities. 
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NoTE.—A tared filter paper may be used in place of the Gooch crucible 
but it must be very carefully washed, especially around the edges, to remove 
the last traces of fat. 


Soluble Mineral Matter.— Place the combined kerosene filtrate 
and washings from the Insoluble Impurities in a platinum dish. 
Place in this a quantitative filter paper folded in the form of a 
cone with the apex up. Light the apex of the cone and let the 
bulk of the kerosene burn off quietly. Ash the residue in a 
muflle to constant weight, taking care that the decomposition of 
CaCO; and MgCO; is complete, and report the result as Soluble 
Mineral Matter. When the amount is more than 0.1%, multiply 
the percentage by 10 and add this amount to the percentage of 
Free Fatty Acids as previously determined. 


NorEs.—(1) Soluble mineral matter represents mineral matter com- 
bined with fatty acid in the form of soaps. These generally consist mostly 
of lime soap, in which the ratio of CaO to fatty acid is 1: 10. 

(2) When the ash contains phosphates, as in the case of bone greases, the 
factor 10 cannot be applied, but the actual percentage of bases must be 
determined and the factor 10 applied to them. 

REFERENCE.—Association of Official Agricultural Chemists: ‘‘ Methods of 
Analysis," 281 (1925); J. Ind. Eng. Chem., “Standard Methods for Sampling 
and Analysis of Commercial Fats and Oils," 11, 1161 (1919). 


SPECIAL TESTS 


Cholesterol and Phytosterol (in Mixtures of Animal and Vege- 
table Fats).—Introduce 200-300 grams (accurately weighed, if a 
determination of Unsaponifiable Matter is desired) of melted fat 
into a flat-bottomed liter flask. Close the neck of the flask with a 
3-hole stopper and insert through these holes: (1) a reflux con- 
denser; (2) a right-angled glass tube, one arm of which reaches to 
a point 6 mm. above the surface of the melted fat, the other being 
closed a short distance from the flask by means of a short piece of 
rubber tubing and a pinch-cock; (3) a glass tube bent so that 
one arm reaches down to the bottom of the flask and the other 
serves as a delivery tube for a 700-cc. round-bottomed flask con- 
taining 500 cc. of 95% aleohol by volume. 

Place the flasks, containing the melted fat and aicohol, respec- 
tively, on a steam bath and heat so that the alcohol vapor passes 
through the melted fat in the liter flask and is condensed in the 
reflux condenser, finally collecting in a layer over the melted fat. 
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After all the aleohol has passed in this manner into the flask 
containing the fat, disconnect the flask from which the alcohol 
has been distilled and attach the tube to a short piece of rubber 
tubing attached to a right-angled glass tube as in (2) above, 
and siphon the alcohol layer back into the alcohol distillation 
flask. Reconnect as at first and again distill the alcohol as in 
the first operation. When all alcohol has been distilled, siphon 
it again into the distillation flask and extract in the same manner 
for the third time. 

Discard the fat and retain the alcohol which now contains 
practically all of the cholesterol and phytosterol originally pres- 
ent in the fat. Concentrate the alcoholic solution to about 250 
ec. and add 20 cc. of KOH solution (1 : 1) to the boiling liquid. 
Boil for 10 minutes to insure complete saponification of the fat, 
cool to room temperature and pour into a large separatory funnel 
containing 500 cc. of warm ether. Shake to insure thorough 
mixing and add 500 cc. of water. Rotate the funnel gently to 
avoid the formation of persistent emulsions, but mix the water 
thoroughly with the alcohol-ether-soap solution. A clear, sharp 
separation takes place at once. Draw off the soap solution and 
wash the ether layer with 300 cc. of water, avoiding shaking. 
Repeat the washing of the ether solution with small quantities 
of water until all soap is removed. ‘Transfer the ether layer to a 
flask and distill the ether until the volume of liquid remaining 
in the flask is about 25 cc. Transfer this residue to a tall 50-cc. 
beaker and continue evaporation until all ether is driven off and 
the residue is perfectly dry.* 

Add 3-5 ce. of acetic anhydride to the residue in the beaker, 
cover with a watch glass and heat to boiling over a free flame. 
After boiling for a few seconds, remove the beaker from the flame, 
cool and add 35 ce. of 60% alcohol by volume. Mix the contents 
of the beaker thoroughly, filter off the alcoholic solution and wash 
the precipitate with 60% alcohol. Dissolve the precipitate 
on the filter with a stream of hot 80% alcohol by volume and wash 
the insoluble portion well with 80% alcohol. Acetates of choles- 
terol and phytosterol are dissolved, while the greater portion of 
the impurities present (including paraffin and paraffin oil, if 

* If desired, a tared beaker may be used and the weight of Unsaponifiable 
Matter determined at this point. 
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present) remains behind on the filter. Cool the combined filtrate 
and washings to a temperature of 10-12? C. and let stand at that 
temperature for 2-3 hours. During this time the acetates of 
cholesterol and phytosterol crystallize from solution. Collect 
the crystals on a filter, wash with cold 80% alcohol and then 
dissolve them in a minimum amount of hot absolute alcohol. 
Collect the alcoholic solution of the acetates in a small glass 
evaporating dish, add 2 or 3 drops of water to the solution and 
heat if not perfectly clear. Let the alcohol evaporate spontane- 
ously, stirring the contents of the dish occasionally to mix with 
the main body of liquid the deposit of crystals which forms upon 
the edges. As soon as a good deposit of crystals has formed, col- 
lect them upon a hardened filter, wash twice with cold 90% 
alcohol and dry by suction, drying finally at 100° C. for 30 min- 
utes, and determine the melting point in the apparatus shown in 
Fig. 17 on page 312, using H2SQ, in the outer beaker and glycerol 
in the inner tube. 

The melting point of the first crop of crystals usually gives 
definite information as to the presence or absence of phytosterol 
but the conclusion indicated should be confirmed by recrystalliz- 
ing the crystals from absolute alcohol and again determining their 
melting point. If the crystals are pure cholesteryl acetate, the 
melting point of the second crop should agree closely with that of 
the first. If phytosteryl acetate is present, however, a higher 
melting point will be noted, as phytosteryl acetate is less soluble 
in alcohol than cholesteryl acetate. The melting point of choles- 
teryl acetate is 114? C., that of phytosteryl acetate is 125-137? C. 

Soluble Fatty Acids.—This determination is made on the solu- 
tion after titrating for the saponification number. Place the 
flask on the water bath and evaporate off the aleohol. Add suffi- 
cient 0.5 N HCl so that its volume, plus the net amount used in 
titrating for the saponification number, will be 1 cc. in excess of 
the amount required to neutralize the 50 cc. of aleoholie KOH 
added.* Place on the steam bath until the fatty acids separate 
into a clear layer. Fill to the neck with hot water and cool in ice 
water until the cake of fatty acids is thoroughly hardened. Pour 
the liquid contents of the flask through a filter into a liter flask. 


* The amount of 0.5 N HCl to be added — titration of the blank—titra- 
tion of the sample +1 cc. 
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Fill the flask again with hot water, and set on the steam bath until 
the fatty acids collect on the surface. Cool by immersion in 
ice water and again filter the liquid into the liter flask. Repeat 
this treatment with hot water 3 times, cooling and collecting the 
washings in the liter flask after each treatment.  Titrate the 
combined washings with 0.1 N NaOH and phenolphthalein. 
Subtract 5 (which corresponds to the excess of 1 cc. of 0.5 N HCl) 
from the number of ce. of 0.1 N NaOH used: The difference 
multiplied by 0.00881 gives the weight of soluble acids, as butyric 
acid. Calculate to percentage. 

Insoluble Fatty Acids (Hehner Number.)—Let the flask 
containing the cake of insoluble fatty acids from the previous 
determination and the paper through which the soluble fatty acids 
have been filtered drain and dry for 12 hours. Transfer the cake, 
with as much of the fatty acids as can be removed from the filter 
paper, to a weighed, wide-mouthed beaker flask. Then place the 
funnel containing the filter in the neck of the flask and wash the 
paper thoroughly with hot absolute alcohol. Remove the fun- 
nel, evaporate off the alcohol, dry for 2 hours at 100? C., cool 
in a desiccator and weigh. Again dry for 2 hours, cool and 
weigh. If there is any considerable decrease, reheat for 2 hours 
and weigh again. Calculate the final weight to percentage of 
insoluble fatty acids. 

Soluble Volatile Fatty Acids (Reichert-Meissl Number).— 
This method is of particular value in the case of substances con- 
taining butter fat, which has a very high Reichert-Meissl number. 
As the determination is entirely empirical, it is necessary to 
follow the directions exactly. 

Reacents.—(1) NaOH Solution (1:1).—To 100 grams of 
NaOH as free as possible from carbonates add 100 cc. of water. 
Protect the solution from contact with COs, let it settle and use 
only the clear liquid. 

(2) 95% Alcohol by Volume.—Distilled over NaOH. 

(3) Dilute HySOs.—Dilute 200 cc. of cone. HSO, to 1 liter 
with water. 

(4) Barium (or Sodium) H ydroxide Solution.—Standardize an 
approximately 0.1 N solution. 

(5) Indicator.—Dissolve 1 gram of phenolphthalein in 100 cc. 


of 95% alcohol. 
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(6) Pumice Stone.—Heat small pieces to white heat, plunge 
in water, and keep under water until used. 

SAPONIFICATION.—Weigh 5.75 cc. (about 5 grams) of the 
filtered sample into a 300-cc. Erlenmeyer flask;* add 10 cc. of 
95% alcohol and 2 cc. of the NaOH solution and heat on the 
steam bath under a reflux condenser ( a glass tube not less than 
3 feet long may be used) until saponification is complete, asshown 
by a clear solution. After saponification, remove the alcohol by 
evaporation on the steam bath. Avoid possible loss near the end 
by removing the flask and waving it back and forth in the air. 
Remove the last traces of alcohol by a stream of air free from CO». 

DISTILLATION AND TrrRATION.— Dissolve the soap obtained 
above by adding 135 cc. of recently boiled water and warm on the 
water bath, with occasional shaking, until the solution is clear. 
Cool to 60-70? C., add 5 cc. of the dil. H;SO,, stopper loosely 
and heat on the water bath until the fatty acids form a clear 
transparent layer, which may take several hours. Cool to room 
temperature, add a few pieces of the pumice stone and connect 
with a glass condenser by means of a bulb tube. Heat slowly 
with a free flame until ebullition begins and distill, regulating 
the flame so as to collect 110 cc. of distillate in as nearly 30 min- 
utes as possible. Mix this distillate, filter through a dry filter, 
and titrate 100 cc. with standard barium or sodium hydroxide 
solution, using phenolphthalein indicator. The red color should 
persist for 2-3 minutes. 

Multiply the number of ec. of 0.1 N alkali used by 1.1, divide 
by the weight of fat taken and multiply by 5 to obtain the 
Reichert-Meissl number. Correct the result by the figure 
obtained in a blank determination made on all the reagents used. 

Insoluble Volatile Fatty Acids (Polenske Number).—For this 
determination use the method described in Association of Official 
Agricultural Chemists, "Methods of Analysis" page 291, (1925). 

Acetyl Value.— Boil the sample (10-50 grams, depending on its 
nature) with an equal volume of acetic anhydride in an acetyliza- 
tion flask for 2 hours; pour the mixture into a large beaker con- 


* The fat should be warmed if necessary to melt it. Use a warm Mohr 
pipette for measuring out the liquid fat into the flask, taking care to wipe off 
the adhering fat and to prevent any fat getting on the sides of the flask. Let 
come to room temperature and weigh accurately. 
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taining 500 cc. of water and boil for 30 minutes. To prevent 
bumping, pass a slow current of CO; into the liquid through a 
finely drawn-out tube reaching nearly to the bottom. Let the. 
mixture separate into 2 layers, siphon off the water, and boil the 
oily layer with fresh water until it is no longer acid to litmus. 
Separate the acetylated fat from water, dry at 100—105? C., and 
filter in the drying oven. 

Weigh 2-4 grams of the acetylated fat into a 300-cc. Erlen- 
meyer flask and saponify with an excess of alcoholic KOH as 
described under Saponification Number, measuring the alcoholic 
KOH solution exactly. Evaporate the alcohol after saponifica- 
tion and dissolve the soap in water. Then add to the soap solu- 
tion a quantity of standard H»SO, exactly corresponding to the 
amount of alcoholic KOH added; warm gently, filter off the free 
fatty acids which collect on top, wash with boiling water until 
the washings are no longer acid and titrate the filtrate with 
0.1 N KOH and phenolphthalein. Multiply the number of cc. 
of alkali by 5.61 and divide by the weight of acetylated oil used, 
to obtain the acetyl value. 

Qualitative Test for Rosin Oil.—Polarize the pure oil, or a 
definite dilution with petroleum ether, in a 200-mm. tube. Rosin 
oil has a polarization, in a 200-mm. tube, of from 4-30? to 4-40? 
on the sugar scale (Schmidt and Haensch), while most other oils 
read between +1° and —1°. 

Halphen Test for Cottonseed Oil.—Mix CS, containing about 
1% of sulfur in solution, with an equal volume of amyl alcohol. 
Mix equal volumes of this reagent and the oil sample and heat ina 
bath of boiling, saturated brine for 1-2 hours. This is con- 
veniently accomplished in an acetylization flask. In the presence 
of as little as 1% of cottonseed oil, a characteristic red or orange- 
red color is produced. 

Lard and lard oil from animals fed on cottonseed meal will give 
a faint reaction; their fatty acids also give this reaction. 

The depth of color is proportional, to a certain extent, to the 
amount of cottonseed oil present, and by making comparative 
tests with known mixtures of cottonseed oil some idea as to the 
amount present can be obtained. Different oils react with dif- 
ferent intensities, and oils which have been heated from 200-210? 
C. react with greatly diminished intensity. Heating for 10 
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minutes at 250° C. renders cottonseed oil incapable of giving 
the reaction. 


NorEs.—(1) Blown cottonseed oil and old, rancid oil cannot be identified 
by this test. 

(2) Kapok and Baoban oils also give similar color reactions. 

(3) A blank test should always be conducted under the same conditions 
on a pure sample of the oil being tested and also on a pure oil to which has 
been added a little cottonseed oil. 


Tests for Peanut Oil—Rernarp Trst.—Weigh 20 grams 
of the oil into an Erlenmeyer flask. Saponify with alcoholic 
KOH solution, neutralize exactly with dilute acetic acid (1:3) and 
phenolphthalein and wash into an 800-1000-cc. flask containing 
a boiling mixture of 100 cc. of water and 120 cc. of 20% lead 
acetate solution. Boil for a minute and then cool the precipi- 
tated soap by immersing the flask in water, occasionally giving it 
a whirling motion to cause the soap to stick to the sides of the 
flask. After the flask has cooled, decant the water and excess 
of Pb acetate solution and wash the Pb soap with cold water and 
then 90% alcohol by volume. Add 20 ce. of ether, cork and let 
stand for some time until the soap is disintegrated. Heat on the 
water bath with a reflux condenser, and boil for about 6 minutes. 
In the case of oils, most of the soap will be dissolved; with lards, 
which contain much stearin, part of the soap will be left undis- 
solved. Cool the ether solution of soap to 15-17? C. and let 
stand until all insoluble soaps haveseparated out (about 12 hours). 

Filter on a Büchner funnel and thoroughly wash the insoluble 
Pb soaps with ether. Wash the ether-insoluble Pb soaps into a 
separatory funnel by means of a jet of ether, alternating at the 
end of the operation, if the soaps stick to the paper, with dil. HCl 
(1:3). Add sufficient HCl (1:3) so that the total volume of 
the latter amounts to about 200 ec. and enough ether to make its 
total volume 150-200 cc. and shake vigorously for several minutes. 
Let the layers separate, run off the acid layer, and wash the ether 
once with 100 cc. of the dil. HCl and then with several portions of 
water until the water washings are no longer acid to methyl 
orange. If a few undecomposed lumps of Pb soap remain (indi- 
cated by solid particles remaining after the third washing with 
water), break these up by running off almost all the water layer 


ANALYSIS OF OILS, FATS, WAXES, AND SOAPS 323 


and then add a little conc. HCl; shake and then continue washing 
with water as before.  Distill the ether from the solution of insol- 
uble fatty acids and dry the latter in the flask by adding a little ` 
absolute aleohol and evaporating on the steam bath.  Dissolve 
the dry fatty acids by warming with 100 cc. of 90% alcohol by 
volume and cool slowly to 15? C., shaking to aid crystallization. 
Let stand at 15? C. for 30 minutes. In the presence of peanut 
oil, crystals of arachidie acid will separate from the solution. 

Filter and wash the precipitate twice with 10 cc. of 90% alco- 
hol by volume, and then with 70% alcohol by volume, taking care 
to maintain the arachidie acid and the wash solution at a definite 
temperature in order to apply solubility corrections given below. 
Dissolve the arachidie acid upon the filter with boiling absolute 
aleohol, evaporate to dryness in a weighed dish, dry and weigh. 
Add to the weight 0.0025 gram for each 10 cc. of 90% alcohol used 
in the crystallization and washing, if conducted at 15? C.; if 
conducted at 20? C., add 0.0045 gram for each 10 cc. The melt- 
ing point of arachidic acid thus obtained is 71-72? C. Twenty 
times the weight of arachidie acid will give the approximate 
amount of peanut oil present. Arachidic acid hasa characteristic 
appearance and may be identified microscopically. As little 
as 5-10% of peanut oil can be detected by this method. 

It is advisable to run a blank on pure peanut oil along with the 
test. 

BELLIER TEsT.*—Weigh 1 gram of the sample into a long 
test-tube. Add 5 cc. of alcoholic KOH solution. Boil gently 
over a small flame holding the tube in the hand until saponifica- 
tion is complete, as shown by homogeneous solution (generally 
3-5 minutes). Add the proper amount of acetic acid (see below) 
to exactly neutralize the 5 cc. of alcoholic KOH. Mix well, 
cool rapidly in water at about 17° C. and let stand in the water 
for at least 30 minutes, shaking occasionally. Then add 50 ce. 
of 70% alcohol containing 1% by volume of conc. HCl and again 
place in the water for 1 hour. If no peanut oil is present, a clear 
or opalescent liquid is formed. If more than 10% of peanut oil 
is present, a flocculent, crystalline precipitate remains. Even 
with 5% of peanut oil a distinct precipitate remains and separates 
on standing. 

* Allen: “Commercial Organic Analysis," 4th ed., 2, 99. 
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SoLurions.—(1) Alcoholic KOH: Dissolve 8.5 grams of pure KOH in 
70% alcohol, and dilute to 100 cc. with the alcohol. 

(2) Acetic Acid: This should be of such strength that 1.5 cc. will exactly 
neutralize 5 ec. of the above solution. The dilute acetic acid reagent 
(4:10) is approximately the correct strength but should be tested against 
the alcoholic KOH. 


Tests for Sesame Oil .—BaupouiN "Trsr.—Dissolve 0.1 
gram of finely powdered sugar in 10 ec. of conc. HClina test-tube. 
Add 10 cc. of the sample to be tested. Shake thoroughly for 1 
minute and let stand for 10 minutes. The aqueous solution 
separates almost immediately and in the presence of even minute 
quantities of sesame oil it is colored crimson. 

Norr.—Some olive oils, especially those from Spain or Africa, give pink 


or erimson colors. "These can be differentiated from the color due to sesame 
oll by the Villavecchia tests given below. 


ViLLAVECCHIA AND FABRIS Trsts.—The original test as 
proposed by Baudouin has been modified by Villavecchia and 
Fabris and is usually carried out according to one of the following 
modifications: 

(1) Place 0.1 cc. of a 2% alcoholic solution of furfural in a 
test-tube. Add 10 ec. of the oil and 10 ec. of cone. HCl. Shake 
for 15 seconds and let settle for 10 minutes. In the presence of 
even 1% of sesame oil the aqueous layer is a distinct crimson 
color, and in the absence of sesame oil the lower layer is either 
colorless or at most, in the case of rancid pure olive oils, a dirty 
yellow color. If a crimson color is obtained, add 10 ec. of water, 
shake, and again observe the color. If the crimson color disap- 
pears, sesame oll is not present. 

(2) Mix 0.1 ec. of 2% alcoholic furfural solution with 10 ec. of 
the oil and add 1 ec. of cone. HCl. Agitate thoroughly and add 
10 ec. of CHCl;. The aqueous layer will float on top and in the 
presence of sesame oil will be colored erimson. 


Notr.—We have found that this method produces a slight coloration with 
certain olive oils claimed to be pure. Furthermore, the oils in question gave 
negative results by the Bellier reaction described below. 


BELLIER Trst.*—To 50 cc. of water, add 100 cc. of conc. 
H,50,, cool and add 10 ce. of 40% formaldehyde solution. Mix 


* Ann, chim. anal., 217 (1899). 
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equal parts of the oil and the above reagent by stirring. In the 
presence of sesame oil the emulsion slowly becomes colored a very 
intense, stable blue-black. With olive oil, peanut oil, cottonseed 
oil and walnut oil, the emulsion produced is more or less yellow. 

Itis stated that the percentage of sesame oil can be determined 
with this reaction when working with a comparatively pure olive 
oil. With olive oil containing 2% of sesame oil the color of the 
emulsion is a rather dark gray after 5 or 10 minutes. The acid 
which separates is a blackish brown. With 5% of sesame oil, the 
mixture becomes a very dark black gray and the acid which 
separates is black tinged with blue. 

Emery Test for Beef Fat in Lard.—Weigh 5 grams of melted 
fat into a glass-stoppered, 25-ec. cylinder about 150-175 mm. 
tall. Add warm ether up to the 25-cc. mark, stopper securely 
and shake until the fat is completely dissolved. Let the cylinder 
stand for about 18 hours at a temperature of 16-20? C., during 
which time some of the solid glycerides will crystallize out. Decant 
the clear solution carefully from the crystals, wash with three 
5-ec. portions of cold ether, avoiding breaking up the deposit 
during the first two washings. Agitate the crystals with a third 
portion of ether and transfer to a small filter. Wash on the 
paper with successive small amounts of cold ether until 15-20 cc. 
have been used, then remove the last traces of ether by means of 
slight suction on the stem of the funnel. Break up any large 
lumps and let the deposit dry. 

Wher thoroughly dry, pulverize the glycerides and take their 
melting point in a closed 1-mm. tube, using an apparatus similar 
to that in Fig. 17 (p. 312). Heat the water in the beaker rapidly 
to about 55? C. and maintain that temperature until the thermom- 
eter carrying the melting-point tube registers 50—55? C.; then 
heat again and carry the temperature of the outer bath somewhat 
rapidly to 67? C., and remove the lamp. The melting point 
of the crystals is regarded as that point where the fused substance 
becomes perfectly clear and transparent. A dark background 
placed about 4 inches from the apparatus will prove of advantage. 
When the melting point of the glycerides obtained by this method 
is below 63.4? C., the presence of beef fat should be suspected, 
while a melting point of 63? C., or below, can be regarded as posi- 
tive evidence that the sample is not pure lard. It is advisable to 
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carry out this method with a control sample of pure lard in con- 
nection with each batch of samples analyzed. 

Fish and Marine Animal Oils in Vegetable Oils.— This test is 
only applicable in the absence of metallic salts. 

Dissolve in a test-tube about 6 grams of the sample in 12 cc. of 
a mixture of equal parts of CHCl; and glacial acetic acid. Add 
bromine drop by drop, until a slight excess is indicated by the 
color, keeping the solution at about 20? C. Let stand 15 minutes 
or more and then place the test-tube in boiling water. If 
vegetable oils only are present, the solution will become per- 
fectly clear, while fish oils will remain cloudy or contain a precip- 
itate due to the presence of insoluble bromides. 


REFERENCE.—Association of Official Agricultural Chemists: “Methods of 
Analysis" (1925). 


LUBRICATING OILS 


General.—This method applies to the testing and analysis of 
lubricating oils, such as engine, machine, turbine, cylinder oils, 
ete. It does not apply to fuel and burning oils. For the 
determination of carbon residue in automobile crank case and 
gas engine oils, see page 339. 

All tests should be made in duplicate unless the amount of 
sample is insufficient. 

Gravity.—The gravity of lubricating oils is usually determined 
as degrees Baumé. The A. P. I. (American Petroleum Institute) 
hydrometers and gravity tables are based on the modulus 141.5 
and have been adopted as standard for all petroleum products. 
The relation between specific gravity and Baumé gravity is 
expressed by the formula: 


: 41. 
Gravity Baumé = Ce 131.5. 


sp.gr. 

Determine the gravity by means of a Baumé hydrometer if 
possible. If the oil is too light for this, use a Westphal balance. 
In the case of thick oils, use a hydrometer and let it remain in the 
oil at least 0.5 hour, so that it will sink as far as possible. Place 
the hydrometer in the oil carefully and let it sink gradually of its 
own weight. Never push it down below its final point of equilib- 
rium. Use a cylinder sufficiently large so that the hydrometer 
does not touch the sides, and also use a sufficient volume of oil 
so that the hydrometer does not come nearer than within 0.5 
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inch of the bottom whenatrest. Take the reading of the hydrom- 
eter at the point where the lower meniscus of the oil touches 
the scale. If the oil is not too thick, bring it to exactly 60° F. 
before reading the hydrometer or balance; otherwise determine 
the temperature of the oil at the time of reading the hydrometer 
and correct the reading to 60° F. (15.5? C.). Tagliabue's “Man- 
ual for Inspectors of Coal Oil” gives readings at 60° F. for any 
gravity from 20 to 100? Bé. between temperatures of 20 and 109? F. 

In using the Westphal balance, be sure that the plummet is 
completely submerged and does not touch the sides or bottom of 
the cylinder containing the oil. Have the temperature of the 
oil at 60? F. From the sp. gr. found by the balance calculate 
the gr. Bé. from the above formula. 


Notres.—(1) The Westphal should be leveled so that the plummet in air 
just balances the arm at zero. If the weights are accurate, the reading in 
distilled water at 60° F. should be 1.0000. In case the reading in water 
is different from this, correct the observed reading on the sample by dividing 
it by the reading of the balance in water. 

(2) For liquids lighter than water other than petroleum products the 
modulus 140 is standard and the formula is: 

140° 


Gravity Baumé =- 
sp.gr. 


— 130°. 


Care must be taken not to confuse hydrometers of the two different types 
nor to use the latter on petroleum oils. 


Flash Point.—Determine the flash point in the Cleveland 
open-cup tester. The apparatus consists of a spun brass or cast- 
iron cup, 12 inches high by 23 inches in diameter, heated from 
below by a Tirrill burner protected from drafts. Fill the cup 
with the oil to within about $ inch of the top. Use an accurate 
Fahrenheit thermometer scaled for /-inch immersion. Immerse 
the thermometer in the center of the oil at sufficient depth 
so that the surface of the oil is at the 1-inch mark. (The bulb 
of the thermometer should be approximately 0.25 inch from the 
bottom of the cup.) The rate of heating should be between 9 
and 11° F. per minute. At intervals of about 2°, when approach- 
ing the flash point, sweep a tiny flame about Ze inch in diameter 
and not more than 0.5 inch long slowly* and steadily across the 


*It should require about 1 second for the passage of the flame across 
the top. 
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eup at a distance of about $ inch from the surface of the oil. 
Do not breathe on the oil. Record as the flash point the first 
temperature at which a puff of blue flame appears and runs 
around the cup and then goes out. (The true flash must not 
be confused with a bluish halo which sometimes surrounds the 
test flame.) 

Nore.—It is important that the rate of heating should be even, and the 
test flame should not be placed directly upon the surface of the oil nor 
held momentarily in any one place over the oil, since this will cause local 
superheating. 

Fire Point.—Continue heating after the flash point has been 
determined, applying the test flame at intervals of 2°. Take as 
the fire point the point at which the oil will first take fire and con- 
tinue to burn for 5 seconds or more. This varies from 15-80* 
higher than the flash point, depending upon the nature of the oil. * 

Cloud Test.—' The cloud test indicates the temperature at 
which solid matter begins to crystallize out. It should be used 
only for oils which are transparent in layers 1.5 inches deep. 

Cut off the neck and shoulder of a 4-oz. oil bottle and fill with 
the oil to a depth of 1-17 inches. The oil must be at least 25? F. 
above the approximate cloud point. The thermometer used is 
the so-called ‘‘cloud test thermometer," especially made for 
testing oils, with a bulb 4—3-inch long. Insert the thermom- 
eter through a perforated cork so that it is held centrally in the 
bottle with the lower end of the bulb 0.5 inch from the bottom. 
Then place the whole in a metal or glass jacket 4—5 inches high, 
having an inside diameter 0.5 inch larger than the outside 
diameter of the oil bottle. Place a disc of felt, cork, or wax 0.25 
inch thick in the bottom of the jacket and fit a ring of cork or felt 
on the inner bottle 1 inch from the bottom. The inner bottle 
must not touch the sides of the jacket at any point. Then place 
the whole apparatus in a freezing mixture (see note 2, p. 330) 
and at every drop in temperature of 2? F. when near the expected 
cloud test, remove the oil bottle from the jacket, quickly inspect 
and return it, taking care not to disturb the oil by removing 
the thermometer or otherwise. The bottle should not be out of 
the Jacket more than 3 seconds. 


* With mineral oils the fire point is generally about 10 % higher than the 
flash point on the Fahrenheit scale. 
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When the lower half of the sample becomes opaque through 
chilling, read the thermometer. Report this reading as the cloud 
test of the sample. 

Norr.—If the oil contains any water, misleading results will be obtained. 
It should, therefore, immediately before making the test, be heated momen- 
tarily to 150? C. and then cooled. 

Pour Test.—The pour test indicates the temperature at which 
the oil will just flow under definite conditions. In making this 
test use the same apparatus as for the Cloud Test. In practically 
all cases the cloud test is higher than the pour test. 

Bring the oil to à temperature of 90? F. (or to 15? F. above the 
pour point, if the latter is above 75? F.). Pour the warm oil 
into the test bottle to a height of 2-21 inches. Adjust the 
thermometer in the stopper of the bottle with the thermometer 
bulb immersed so that the beginning of the capillary is 1 inch 
below the surface of the oil; then place in the jacket as previously 
described and put the whole in the freezing mixture, which should 
be at a temperature not less than 15? or more than 30? F. below 
the pour point of the oil. Not more than 1 inch of the jacket 
should project out of the freezing mixture. 

After the oil has cooled enough to allow the formation of 
paraffin wax crystals, take care not to disturb the mass of the oil 
nor to permit the thermometer to shift in the oil. Any disturb- 
ance of the spongy network of wax crystals will cause too low 
and fictitious results. 

At each thermometer reading which is à multiple of 5? F. 
remove the test bottle from the jacket carefully and tilt it just 
enough to determine whether the oil around the thermometer 
flows when the jar is tilted slightly. Replace the bottle in the 
jacket at once. The complete operation of removal and replace- 
ment must not require more than 3 seconds. As soon as the oil 
around the thermometer does not flow when the jar is tilted 
slightly, hold the jar in a horizontal position for exactly 5 seconds 
and observe carefully. If the oil around the thermometer 
shows any movement under these conditions, replace the test jar 
immediately in the jacket and repeat the same procedure at the 
next temperature reading 5? F. lower. In some cases the first 
movement of the oil is not around the thermometer but from the 
sides of the test bottle. In such cases this movement shall be 
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considered in making the test. As soon as a temperature is 
reached at which the oil around the thermometer shows no 
movement when the test bottle is held in a horizontal position 
for exactly 5 seconds, stop the test. Record as the Pour Point 
the last reading of the thermometer at which the oil around the 
thermometer shows any movement when the test bottle is held 
in a horizontal position for exactly 5 seconds. It is to be noted 
that the pour point is the temperature 5? F. above the solid 
point, the temperature at which the test is discontinued. 


NomEs.—(1) The cold should preferably be applied so that the pour test 
shall be completed in about 0.5 hour. 

(2) Materials used in the freezing mixture may be ice with calcium 
chloride erystals or salt, or solid CO; with acetone. 

For oils solidifying above 35? F. use snow or cracked ice and water; from 
+35° to +15° use finely cracked ice with about 5% its volume of salt; 
from +15° to —5? use 1 part salt, 3 partsice. The salt should be very dry 
and fine enough to pass a 20-mesh sieve. It is possible to reach —25° F. 
with a mixture of ice and calcium chloride crystals, but for temperatures 
below —5° it is better to use solid CO, and acetone as follows: 

Take a sufficient amount of dry acetone and put it into a covered copper or 
Pyrex glass beaker. Place the beaker in an ice-salt mixture, and when 
cooled to +10° F. or lower, add solid CO», little by little, until the desired 
temperature is reached. Solid CO; is obtained by inverting an ordinary 
liquefied- CO; cylinder, opening the valve carefully and letting the liquid run 
out into a chamois or canvas bag. Temperatures of —80? F. may be reached 
by this method. 


Cold Test.— Use the oil cylinder as described in the Cloud Test. 
Add to it 1 ounce of oil (28 cc.). Place the oil in the bottle 
directly in the freezing mixture (see note 2 above) and freeze 
solid with a cold-test thermometer immersed in it. When the 
oil has become solid throughout, let stand 0.5 hour.* Remove 
the bottle from the freezing mixture. Stir the oil thoroughly, 
as soon as it has become soft enough to permit, holding the 
bottle by the neck in the left hand with a piece of waste which 
prevents the heat of the hand from warming the oil. Continue 
stirring, tipping the bottle at frequent intervals to an angle of 
45 deg. below the horizontal; withdraw the thermometer up 


* The oil should be cooled to at least 10° below its cold test. If, therefore, 
the cold test is first found to be near the temperature to which the oil has 


been cooled for 0.5 hour, repeat the test, first cooling the oil 10° lower for 
0.5 hour. 
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through the waste just far enough to see the top of the mercury 
column and note the temperature at which the oil will just run 
from one end of the bottle to the other. "Take this point as the 
Cold Test. 


NorEs.—(1) To get comparative results the above directions should be 
followed exactly, and even in this case there is a considerable personal factor 
entering into the determination. 

(2) The 4-ounce oil bottles used should be cut off as near the neck as pos- 
sible, each one having a mark on the side indicating how much oil is to be 
taken for the cold test. Determine the position of this mark by placing 
28 cc. of water in the bottle and making a mark at the upper surface of the 
water. Be sure the bottle is on a perfectly level place when the mark is 
made. 


Viscosity.— Determine the viscosity with the Saybolt Uni- 
versal Viscosimeter. The temperature is generally specified 
for different grades of oils. Unless otherwise requested, the 
following temperatures are to be employed: 

212° F.—Calender, Crane, Crank Case, Cylinder (Steam) and 
Valve Oils. 

180° F.—Black (Dark Lubricating Oil), Air Compressor and 
Journal Oils. 

100° F.—Automobile, Crusher, Cutting, Dynamo, Engine, 
Froth, Governor, Loom, Machinery, Shafting, Sperm, Spindle, 
Transformer, Turbine, and Whale Oils. 

MANIPULATION.—Have the viscosimeter level. Bring the 
water bath of the viscosimeter to the required temperature. 
Strain the oil through muslin into a tin cup and heat in the cup 
to the required temperature, stirring with the thermometer. 
Clean out the tube of the instrument with some of the strained 
oil to be tested, using the plunger. 

Place the cork in the lower outlet coupling tube just far enough 
to make it air-tight but not so far as nearly to touch the small 
outlet jet of the tube proper. Between $ and ¿ inch should be 
enough. Pour the heated oil from the tin cup through the 
strainer into the tube of the viscosimeter until it overflows into 
the oil cup up to and above the upper edge of the tube proper. 
Again note that the water bath is at the proper temperature. 
Stir the oil in the upper tube with the thermometer until it is 
exactly at the correct temperature, then remove the thermometer 
and draw off from the overflow tube with a pipette all surplus 
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oil down to and below the upper edge of the inner tube. This 
always insures the same starting head of oil. Place the 60-cc. 
flask beneath and directly in line with the outlet jet and as close 
to the tube as is practical to permit of room for drawing the cork. 
Hold a stop watch in the left hand, and with a twisting motion 
remove the cork quickly with the right hand, starting the watch 
simultaneously. Stir the water in the jacket during the test and 
move the flask, if necessary, so that the stream of oil strikes the 
side of the neck and does not cause foaming. Note the exact 
instant at which the oil rises to the 60-cc. mark in the flask, and 
stop the watch. The time elapsed for 60 cc. of oil to flow from 
the viscosimeter is its viscosity at the given temperature. 
Express results in seconds. 


NomEs.—(1) Before each test clean out the tube of the instrument with 
some of the oil to be tested, always straining the oil first, and before remov- 
ing the cork note that the oil and bath are at the proper temperature and 
that the 60-cc. flask is free from oil. 

(2) The Universal instrument is not intended to be used on oils at tem- 
peratures below 100° F. (see p. 245). 


Saponifiable Oil.—Ordinarily this determination is unneces- 
sary except on cylinder oils or other compounded oils. It should 
always be run in duplicate together with duplicate blanks of 
the alcoholic KOH. 

For cylinder oils and other heavy, dark-colored oils weigh out 
2 portions of about 20 grams each in a 300-cc. Erlenmeyer flask. 
Add to each flask 25 ec. (see note 2) of approximately 0.5 N 
alcoholic KOH, accurately delivered from a pipette. Connect 
the flask with a clean cork stopper to a Soxhlet extractor and 
pour into the extractor just enough pure benzene to fill the 
extractor and cause it to siphon over, and about 5 cc. additional, 
then connect the Soxhlet extractor to a reflux condenser. The 
benzene is not absolutely necessary but often makes it easier 
to determine the end-point in titrating with heavy dark-colored 
oils. If the benzene is not used, the flask may be connected 
directly to the reflux condenser (see notes 1 and 2). 

Into 2 other similar clean flasks run from the same pipette 
25 cc. of alcoholic KOH solution for blanks. If benzene is used 
in the determination, add the same amount of benzene to the 
blanks. 
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After connecting the flasks to reflux condensers, boil gently 
with a low flame for at least 16 hours, agitating frequently. 
The agitation is important, especially if benzene is not used, 
to insure mixing and prevent caking. Then remove the flasks 
rinsing into them with a few cc. of neutral alcohol any liquid that 
may have spattered up on the tip of the condenser or extractor. 
Titrate each while hot with 0.5 N acid and phenolphthalein until 
the pink color disappears permanently. The absence of the 
pink eolor may be determined by letting the solution stand at 
rest for about 1 minute and noting the color of the lower layer. 
From the average titration required by the 2 blanks subtract 
the titrations required by each of the other solutions, respectively. 
The difference represents the amount of KOH absorbed by the 
saponifiable oil. Report the Saponification Value (milligrams of 
KOH per gram of oil) and also the percentage of Saponifiable Oil. 

CALCULATIONS.—1 cc. 0.5 N acid = 28.05 mg. KOH. 

=0.144 gram tallow oil. 


Notrs.—(1) Ordinary benzene (benzol) may be purified for use as follows: 
Add a stick of KOH to 1 liter of the benzene and boil under a reflux condenser 
for 1 hour. Cool and transfer to a large separatory funnel. Add enough 
water to form 2 layers and draw off the lower layer. Wash the benzene 
layer once with water, transfer it to a distillation flask and distill up to 
82? C., discarding the residue. 

(2) The above details are for heavy cylinder oils containing up to 1095 
of tallow oil. Lighter oils do not need to saponify so long, and the benzene 
may be omitted. The blanks in this case should also have benzene omitted. 
For a light cutting oil 1-2 hours is sufficient. For oils containing more than 
10% saponifiable, use less than 20 grams for the determination. With a 
little experience the analyst can judge about how much oil to weigh out and 
how long to saponify it. 

(3) It is customary to calculate the saponifiable oil in cylinder oils to 
tallow oil (saponification value 195) although sometimes other oils are used. 
With the exception of wool grease, however, their saponification numbers 
are approximately the same and the above calculations will show the amount 
present. In the case of wool grease (average saponification value 102) the 
following factor should be used: 


1 cc. 0.5 N acid =0.275 gram wool grease. 


Wool grease may be recognized by its characteristic odor on heating. 
If, in compounding the oil, a mixture of wool grease and some other fatty 
oil is employed, it is impossible by analysis to determine the relative propor- 
tions, and the titration should be caleulated both as wool grease and as 
tallow oil. "The actual amount present will lie between these figures. 
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(4) The saponification may be conducted in pressure flasks instead of 
by the above procedure. In this case weigh the sample into the pressure 
flask, add the alcoholic KOH (but not benzene), clamp tightly, and place 
the flask in a steam or hot-water bath. Eight hours are sufficiently long 
for a cylinder oil. A blank should be run in a separate pressure flask. 
Cover the flasks with a heavy cloth to prevent accident and do not open 
them until they are cold. 

(5) In the case of oils containing wool grease, the saponification should 
always be conducted in a pressure flask* to obtain accurate results, as by 
the ordinary method it is very difficult to saponify the wool grease completely. 


Residue Insoluble in Gasoline.—Unless otherwise specified 
carry out this test on cylinder oils as follows: Shake 5 cc. of the oil 
with 100 ec. of ordinary gasoline and let stand for 1 hour. There 
should be no deposit or precipitation of tarry or other foreign 
matter. 

The quantitative estimation is carried out as follows: Weigh 
out approximately 5 grams of oil into a small beaker. Transfer 
by means of 86? Bé. naphtha to a 100-cc. graduated cylinder. Fill 
to the mark with 86° Bé naphtha. Agitate several times until 
the oil and naphtha are thoroughly mixed. Stopper and let 
stand for whatever time is specified (generally 1 hour). Filter 
through a filter paper which has been dried at 100? C. for 2 
hours, cooled and weighed in a weighing bottle. Wash the 
cylinder out with 86? Bé naphtha and pour the washings through 
the filter paper. Wash the paper thoroughly with the naphtha 
to remove all traces of oil. Dry in the air and then at 100? C., 
cool in a desiccator and weigh in the weighing bottle. (If desired 
it may then be ignited and weighed to determine the amount of 
mineral matter, dirt, etc.) | 


Norr.—86° naphtha is highly inflammable and must not be used in the 
same room with any flame. 


Mineral Acid.—Weigh 25-50 grams of oil into a 500-cc. sepa- 
ratory funnel, add 300 cc. of hot distilled water, recently boiled, 
and shake thoroughly. Tuitrate the water while still hot with 0.1 
N NaOH and phenolphthalein. Run a blank on the same 
amount of hot water and subtract the blank titration from the 
previous. Calculate the difference to H5SO,. 


* See page 361. 
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CALCULATION.—1 cc. 0.1 N NaOH =0.0049 gram H5S0,. 

Total Acid.—Weigh approximately 10 grams of the oil into a 
flask and add 50 cc. of a mixture of equal volumes of water and 
95% alcohol which has been neutralized with very dilute NaOH 
solution. Heat to boiling, agitate the flask thoroughly, and 
titrate while hot with 0.1 N NaOH. For ordinary oils phenol- 
phthalein may be used as an indicator, but with dark-colored 
oils the end-point is more easily determined by means of alkali 
blue 6 B. 

Free Fatty Acid.—Calculate the number of cc. of 0.1 N NaOH 
required for 1 gram of the sample in the Total Acid determination 
and also in the Mineral Acid determination. Subtract the latter 
from the former and calculate the difference to oleic acid. 

CALCULATION.—1 cc. 0.1 N NaOH =0.0282 gram Oleic Acid. 

Corrosion Test.—Heat to redness in a Tirrill flame a clean strip 
of pure copper about 0.5 inch wide and 2 inches long and while 
red hot drop into alcohol. Then let the strip dry asquicklyas 
possible in the air and drop it into a sample of the oil contained 
in a test-tube. About 3 the length of the Cu strip should be 
submerged. Close the test-tube with a stopper and let stand 
for 24 hours. At the end of this time remove the Cu strip and 
wash clean with neutral gasoline. Then compare it with a 
similar strip freshly cleaned as previously described. No discolor- 
ation of the test strip should be shown by this comparison. 

Heat Test.—This test is particularly for transformer oils. 
Place 100 ec. of the oil in a 300-cc. beaker and heat with a Tirrill 
burner gradually and uniformly at the rate of 8-10? F. per minute 
until a temperature of 450° F. is reached. Then let the oil cool 
and pour the contents of the beaker, after stirring thoroughly, 
into a 100-cc. cylinder. Let stand for 12 hours at room tempera- 
ture, then hold toward a strong light and examine for deposit, 
giving the cylinder a slight rotary motion. If there is a trace of 
deposit it will be seen to rise from the bottom. 

Emulsification Test.—Certain oils, which otherwise have good 
lubricating properties, exhibit the property of emulsifying with 
hot water or steam to an extent which may seriously interfere 
with their suitability for lubrication. It is often important, 
therefore, to determine the resistance to emulsification. A simple 
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apparatus* for making the test is shown in Fig. 18. G is a liter 
round-bottomed flask heated from below with a Tirrill burner. 
D is a 1 by 8 inch test-tube graduated in cc. from 20 to 50 cc. 
The 2 jars E and H are glass battery jars of 3-liter capacity (or 
gallon bottles with the top cut off). The end of the glass tube 
dipping into the test-tube should be cut off at an angle of 30 deg. 


Screw 
“Pinch Cocks 


3093. 


End of Steam Pipe 


Fro 18.—Apparatus for Emulsification Test of Oils. 


PROCEDURE.—Generate steam in the flask G, carefully fill the 
bath H with water, and keep the temperature at 200-203? F. by 
means of steam. Fill the other bath E with approximately 3 
liters of water and adjust the temperature to 67? F. Place 20 
cc. of the oil to be tested in the graduated test-tube at room 
temperature and place the tube in the holder M of the bath E. 

Steam out the tube C until condensation disappears; then place 
the cork containing the steam tube and thermometer J in the 
test-tube, with the steam tube touching the bottom of the test- 
tube and the thermometer 1 inch from the bottom. Admit 
steam through the steam tube, and control to maintain the 
emulsion temperature at 190-195? F. This control is effected by 
manipulating the escape valve L. The steam cock in line C 
must be wide open to prevent possible sucking back and the steam 


* Proc. Am. Soc. Testing Materials, 20, 1, 418 (1920). 
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supply must be sufficient to cause a generous discharge at L. 
Continue steaming until the total volume in D is between 37-43 
cc.* The time required for such steaming must not be less than 
4 minutes. If condensed water amounts to 20 cc. in less than 4 
minutes, it indicates wet steam or incomplete steaming-out of the 
line. The usual time required is 4.5-6.5 minutes, depending on 
the quality of the oil, altitude, etc. 

Remove the cork and attachments and transfer the test-tube 
D and contents rapidly to the separating bath (at 200-203? F.). 
It is extremely important that the bath temperature be kept 
below 203? F. Take the time on a stop watch at the instant of 
immersion and observe the progress of separation through the 
walls of the bath. Examine every 30 seconds until 20 cc. of oil 
have separated in the top layer. If 20 cc. of oil have not sepa- 
rated in 20 minutes, read the volume of separated oil at that time 
to the nearest 0.5 cc. 

INTERPRETATION OF RuESULTS.—In interpreting results ob- 
tained above, assumption is made that the rate of emulsion 
separation is directly proportional to the Resistance to Emulsifi- 
cation of the tested oil. In order to establish a basis for compari- 
son, a definite value of 100 is assigned to an oil which, under the 
conditions of test, separates completely from emulsion in 1 
minute. This is equivalent to an emulsion separation rate of 
0.33 cc. per second or 20 ec. per minute, and was assigned after 
experiments demonstrated that the results so obtained were 
pertinent and relative through a wide range of tests. The value 
assigned is denoted “Resistance to Emulsification” or "RE: 
Value" of the oil. 

The Resistance to Emulsification (R.E.) of any oil may be 
found by substituting in the following formula: 


ec. of separated oil X 5 


R.E. = number of minutes 


NomE.—For other emulsification tests see Bur. Mines Tech. Paper 323A 
(1924). 


Color (Iodine Method).—The color of petroleum oils may be 
determined by the following method: 


* The apparent volume in the tube near the end of the steaming opera- 
tion is approximately 12 cc. greater than the actual volume. 
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Dissolve 10 grams of iodine and 20 grams of KI in water and 
dilute to 1 liter. Preserve in a glass-stoppered bottle. For very 
dark oils dilute 1 cc. of the oil with 10 cc. of colorless benzene and 
then dilute 1 cc. of this solution to 100 ce. with benzene. This is 
conveniently done in a glass-stoppered, color-comparison tube. 
In another similar tube place 1 cc. of the standard iodine solu- 
tion. Dilute with water until the color matches the solution of 
the oil. 

CALCULATION.— 

Let A =mg. of iodine per 100 cc. of water in the tube containing 
the standard solution: 

and B — ec. of benzol to 1 cc. of oil; 

then, Color 2 A(B 4-1). 

For lubricating oils and yellow oils a dilution of 1:100 with 
benzene is sufficient. For nearly colorless oils such as kerosene 
make the comparison directly without dilution with benzene. 

Table XIV shows the National Petroleum Association Stand- 
ards for lubricating oils and the equivalent iodine colors expressed 
in milligrams of iodine per 100 cc. of solution. 


Taste XIV—N.P.A. COLOR STANDARDS FOR PETROLEUM OILS 


N.P.A. Todine 
N.P.A. Standard Cdlor COP 
A Cylinder, extra light filtered............... E 50 (diluted) 
ner Metteg A 100 (diluted) 
. E Cylinder, medium filtered................% e 500 (diluted) 
LE EI Witte rar ter: o. Soie toi ROME 1 2.8 
ToGreamiwhttedeos Ke E ERR 1i Od 
IDWxtra pale. ce 1 ADAM m EE 2 10.8 
JE Uri lemonspale m RN HT TIT T 20.1 
LE e DA dr 3 o2] 
NEXT orange PAC a ee hs 38.4 
MOranga: palara Mss GE 4 70.7 
Ee Ae 112.0 
OM lightred taa. E eee ET 5 195.0 
PDA dr ta lor oa E 6 300.0 
OPCION A A en etree 460.0 
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REFERENCES.—Gill: “Oil Analysis;' Lewkowitsch: “Chemical Tech- 
nology and Analysis of Oils, Fats and Waxes," 1; American Society for Test- 
ing Materials: Standards; Bur. Mines, Tech. Paper 323A (1924). 


CARBON RESIDUE IN AUTOMOBILE AND GAS-ENGINE OILS 


General.— The amount of “free carbon" or “carbon residue" 
is an important quality in oils which are to be used for lubrication 
of gas engines or automobile engines. The method in common 
use is that of Conradson as described below. The determinations 
should always be carried out in duplicate. 

Apparatus.— The apparatus is shown in Fig. 19 and consists 
of: 

(a) A porcelain or glazed 
silica crucible, wide form, 
glazed throughout, 25 — 26-cc. 
capacity, 46 mm. in diameter. 

(b) A Skidmore iron cru- 
cible, 45-cc. capacity, 65 mm. 
in diameter, 37-39 mm. high 
with cover, without delivery 
tubes, and with one opening 
closed. 

(c) A wrought-iron crucible 
with cover, about  180-cc. 
capacity, 80 mm. in diameter, 
58-60 mm. high. At the bot- 
tom of this crucible a layer ` 
of sand is placed about 10 Fre. 19.—Conradson Apparatus for Deter- 

. mining Carbon Residue in Oils. 
mm. deep, or enough to bring 
the Skidmore crucible with cover on nearly to the top of the 
wrought-iron crucible. 

(d) A triangle, pipe-stem covered, with a projection on the side 
to let the flame reach the crucible on all sides. 

(e) A sheet-iron or asbestos hood provided with a chimney 
about 2-21 inches high, 21-21 inches in diameter, to distribute 
the heat uniformly during the process. 

(f) An asbestos or hollow sheet-iron block, 6-7 inches square, 
11-11 inches high, provided with an opening in the center 3j 
inches in diameter at the bottom and 3i inches in diameter 
at the top. 


340 TECHNICAL METHODS OF ANALYSIS 


Determination.— Weigh 10 grams* of the oil in the porcelain 
or silica crucible, place the latter in the Skidmore crucible and 
place the 2 crucibles in the larger iron crucible, being careful to 
have the Skidmore crucible set in the center of the iron crucible 
with covers over each. Place on the triangle and a suitable 
stand with the asbestos block, and cover with the sheet-iron or 
asbestos hood in order to distribute the heat uniformly during 
the process. i 

Apply heat from a Tirrill burner or burner with a high fiame 
surrounding the large crucible, as shown in Fig. 19, until the 
vapors from the oil start to ignite over the crucible. Then slow 
down the heat so that the vapor (flame) will come off at a uniform 
rate. The flame from the ignited vapors should not extend over 
2 inches above the sheet-iron hood. After the vapor ceases to 
come off, increase the heat as at the start and continue for 5 
minutes, making the lower part of the large crucible red hot, after 
which let the apparatus cool somewhat before uncovering the 
crucible. Remove the porcelain crucible, cool in a desiccator 
and weigh. 

The entire process should require about 0.5 hour to complete 
when the heat is properly regulated. The time will depend some- 
what upon the kind of oil tested, as a very thin, rather low flash- 
point oil will not take as long as a heavy, thick, high flash-point 
oil. 


REFERENCES.—American Society for Testing Materials: Standards, 620 
(1918); U. S. Bur. Mines, Tech. Paper 323A. 


UNSAPONIFIABLE MATTER IN OILS 


General.— The determination of unsaponifiable matter in oils 
falls into 2 general classes: (1) mineral oil in mixtures of mineral 
and fatty oils; (2) the natural unsaponifiable matter occurring 
in animal and vegetable oils. Methods which would give satis- 
factory results for the first class would hardly be sufficiently 
aceurate to be applied to the determination of the small amount 
of unsaponifiable matter in the second class. Below are given 
3 methods: 

* This amount is for oils yielding not over 1.5% of carbon residue. For 


oils giving 1.5-3.0%, weigh 5 grams; and for those giving over 3.0%, 
weigh 2 grams. 
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Method 1 is the ordinary routine method applicable to mixtures 
of fatty oils with mineral oil. 

Method 2 is the method of the Committee on Analysis of 
Commercial Fats and Oils of the Division of Industrial Chemists 
and Chemical Engineers of the American Chemical Society, 
adopted April 14, 1919. It is intended “to aid in determining 
the commercial valuation of fats and fatty oils in their purchase 
and sale, based on the fundamental assumption commonly 
recognized in the trade, namely, that the product is true to 
name and is not adulterated.” It includes “those substances 
frequently found dissolved in fats and oils which are not saponi- 
fied by the caustic alkalies and which at the same time are soluble 
in the ordinary fat solvents. The term includes such substances 
as the higher alcohols, such as cholesterol which is found in 
animal fats, phytosterol found in some vegetable fats, paraffin and 
petroleum oils, etc." This method should be employed in the 
analysis of commercial oils sold as such. 

Method 3 is to be used where a very accurate determination 
of unsaponifiable matter naturally occurring in animal or vege- 
table oils is desired. 

Method 1.—Weigh out 3-5 grams of the sample into a 300- 
ec. Erlenmeyer flask, add 50 cc. of 0.5 N alcoholic KOH and 
saponify under a reflux condenser for several hours. Add a few 
drops of phenolphthalein to make sure that there is an excess of 
alcoholic KOH. In case there is not an excess, add 25 cc. more 
and resaponify. Transfer the contents of the flask to a beaker 
and evaporate off the alcohol on the steam bath. Dissolve the 
residual soap in about 50 cc. of hot water and transfer to a 
separatory funnel, using about 20-30 cc. of water for rinsing 
the beaker. The total volume should be kept below 100 cc. to 
minimize the tendency to form emulsions. Cool, add 50 ec. of 
ether, and shake thoroughly. If the solution does not separate 
well, add a few cc. of alcohol. Run off the lower soap solution 
into another separatory funnel. Wash the ether solution with 
water made slightly alkaline with NaOH. Run the washings 
into the soap solution in the other separatory funnel and shake 
this out with a fresh portion of 50 ec. of ether. Repeat the 
process once again. Combine the 3 ethereal extracts and wash 
twice with about 15 cc. of water to remove any dissolved soap. 
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Transfer the washed extracts to a weighed Soxhlet flask, distill off 
the ether on the water bath and dry the residue at 100? C. to 
constant weight. As many of the hydrocarbon oils are volatile 
at 100? C., do not dry any longer than necessary. 


NomEs.—(1) If it is suspected that the unsaponifiable matter is contam- 
inated with soap, dissolve it in ether. Transfer to a porcelain or platinum 
dish, evaporate off the ether and ash the residue. Then titrate the ash with 
0.01 N acid and methyl orange and calculate the amount of soap present. 

CALCULATION.—1 cc. 0.01 N acid =0.0032 gram potash soap. 

(2) Troublesome emulsions sometimes form during extraction. In such 
cases it will be found convenient to add a little alcohol or glycerol after shak- 
ing, and then impart a slight rotary movement to the separatory funnel 
without, however, agitating it. In other cases the addition of a little 
NaOH will break up the emulsion. Sometimes a flocculent layer will appear 
between the ether solution and the solvent. This, however, does not inter- 
fere with the correct determination of the unsaponifiable matter and should 
be drawn off and considered as soap. 

Another method of breaking emulsions is to apply suction. Insert a one- 
hole stopper with a glass tube in the neck of the funnel and apply suction 
gently, increasing slowly until the ether boils. Take care not to boil the 
ether too violently and to avoid sucking back when the suction is released. 

(3) Petroleum ether, prepared as described under Method 2 below, 
may be used in place of ordinary ether. In certain cases, notably with 
tallow, ordinary ether sometimes fails to extract all the unsaponifiable 
matter. 


Method 2.—Weigh 5 grams (within 0.2 gram) of the sample 
into a 200-cc. Erlenmeyer flask, add 30 cc. of redistilled ethyl 
alcohol and 5 ec. of 50% KOH solution and boil the mixture for 
1 hour under a reflux condenser. Transfer to a special extrac- 
tion cylinder (see below) and wash to the 40-cc. mark with 
redistilled 95% alcohol. Complete the transfer, first with warm, 
then with cold water, till the total volume is 80 cc. Cool the 
cylinder and contents to room temperature and add 50 cc. of 
petroleum ether (see below). Shake vigorously for 1 minute 
and let settle until both layers are clear. The volume of the 
upper layer should be about 40 cc. Draw off the petroleum 
ether layer as closely as possible with a slender glass siphon into 
a 500-cc. separatory funnel. Repeat the extraction at least 
4 times more, using 50 cc. of petroleum ether each time. (More 
extractions than 5 are necessary where the unsaponifiable matter 
runs high, over 5%, and also in some cases where it is lower than 
5% but is extracted with difficulty.) 
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Wash the combined extracts in a separatory funnel 3 times with 
25-cc. portions of 10% alcohol, shaking vigorously each time. 
Transfer the petroleum ether extract to a wide-mouthed, tared 
flask and evaporate on the steam bath in a eurrent of air. Dry to 
constant weight, preferably in a vacuum oven (see p. 314). 
For ordinary purposes the residue may be dried in a well-venti- 
lated air oven at approximately 105? C. 

Test the final residue for solubility in 50 cc. of petroleum ether 
at room temperature. If there is any insoluble residue, filter 
and wash with petroleum ether and again evaporate and dry the 
residue. 


NomES.—(1) Extraction Cylinder.—Use a glass-stoppered cylinder about 
1$ inches in diameter and 12 inches high and graduated at 40 ce., 80 cc. and 
130 cc. 

(2) Petroleum Ether.—Use redistilled petroleum ether, boiling under 75? C. 
A blank must be made by evaporating 250 cc. with about 0.25 gram of stearin 
or other hard fat (previously brought to constant weight by heating) and 
drying as in the actual determination. The blank must not exceed a few 
milligrams. 

(3) In order to secure accurate results the extraction must be accompanied 
by thorough and vigorous shaking and the 2 phases brought into the most 
intimate contact possible, otherwise low and disagreeing results may be 
obtained. 


Method 3(Boemer).— To 100 grams of the oil in a 1000-1500-ce. 
Erlenmeyer flask add 60 cc. of an aqueous solution of KOH 
(200 grams dissolved in water and diluted to 300 cc.) and 140 cc. 
of 95% alcohol. Connect with a reflux condenser and heat on 
the water bath, shaking at first until the liquid becomes clear. 
Then heat for 1 hour with occasional shaking. Transfer while 
yet warm to a 2000-ec. separatory funnel, to which some water 
has been added, and wash out the Erlenmeyer flask with water, 
using in all 600 ce. Cool, add 800 cc. of ether, and shake vigor- 
ously for 1 minute. In a few minutes the ether solution separates 
perfectly clear. Draw off the soap and filter the ether (to remove 
the last traces of soap) into a large Erlenmeyer flask. ` Distill off 
the ether, adding, if necessary, one or two pieces of pumice stone. 
Shake the soap solution three times with 400 cc. of ether, which 
add to the first ether extract. To the residue left after distilling 
the ether add 3 cc. of the above KOH solution, and 7 cc. of 95% 
alcohol, and heat under a reflux condenser for 10 minutes on the 


344 TECHNICAL METHODS OF ANALYSIS 


water bath. Transfer to a small separatory funnel, using 20-30 
cc. of water and, after cooling, shake out with 2 portions of 100 cc. 
of ether. Wash the ether three times with 10 cc. of water. 
After drawing off the last of the water, filter the ethereal solution 
so as to remove the last drops of water, distill off the ether, and 
dry the residue in a water oven to constant weight at 100° C. 


REFERENCES.—Lewkowitsch: ‘‘Chemical Technology and Analysis of 
Oils, Fats and Waxes," 1, 364-367; Boemer-Ubbelohde: * Handbuch der 
Ole. u. Fette," 261-262; Association of Official Agricultural Chemists, 
* Methods of Analysis," 295 (1925). 


CASTOR OIL 


General.—Pure castor oil is nearly colorless or pale greenish, 
very viscous and of high sp. gr. It has also a very high acetyl 
value, and is strongly dextrorotary. Its saponification value is 
comparatively low. It is miscible in all proportions with glacial 
acetic acid and with absolute alcohol. The “constants” of a pure 
oil should come within the following limits: 


Speer tala di dira 0.958-0.970 
Saponification number.............. 176-187 
Roding nut Der D SECURA ARE 81-91 
Acetyl Vales Sou ENG In SENE Dd. ee about 150 
Brocfátiyraetd a) Decent GRUT EEG about 1% 


Analysis.—The procedures for the determination of each of the 
above constants are given on pages 298—320. 

Solubility Tests.—(a) In glacial acetic acid. 

(b) In absolute alcohol. 

Mix in 2 test-tubes equal parts of the sample with each of the 
above reagents, respectively. In each case the oil should dissolve 
completely and show no turbidity. 


Notr.—Castor oil is generally not adulterated. Adulteration with 
blown oils (linseed, rape, cottonseed, ete.) would be detected by turbidity in 
the solubility tests. In the ease of suspected addition of rosin oil, determine 
the unsaponifiable matter, which in pure castor oil is less than 1%. All adul- 
terations would lower the acetyl value. 


COD LIVER OIL 


General.—Genuine cod liver oil is obtained from the liver of 
the codfish. The commercial oil often has a dark color and 
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disagreeable odor and taste. The best medicinal oil is termed 
"steam liver oil" and is made by heating absolutely fresh livers 
in jacketed vessels heated by hot waterorsteam. Crude medic- 
inal oil is filtered and bleached by treatment with Fuller's 
earth and by exposure to the action of sunlight. Cod liver oil 
must not be confused with cod oil which may or may not be made 
from the cod livers. 

The color of pure medicinal cod liver oil is pale yellow or light 
yellow and the best qualities have only a slightly fishy, but not 
rancid, odor and a not unpleasant taste. The “constants” 
of pure cod liver oil are as follows: 


Jtt E EN S Cm ros GC 0.923-0.930 
SOLU yino ONIN ae qoe a. tates, Co eee eru s UE 
Saponiticationevaluey E ook eee 168-193 
Todine values Ns a O ETE 135-181 
Rtetracttveundexatd5:52! Qs cot ms o9. 2124800244852 
Mammen GE EE a ora 113-116? C. 


The U. S. Pharmacopoeia, Ninth Edition, requires the following 
constants for medicinal oil: 


Sin 27 OA HO taba tee Oh OLS 0.929 
Saponidentionvswaluedee Eeer Eeer 180—190 
eben Huer, st tence tren tet cis ae AO 140-180 


A good medicinal oil should have a Reichert-Meissl number less 
than 0.5; and a higher number, especially one exceeding 1.0, 
would indicate that the livers employed for the extraction of the 
oil were not perfectly fresh. Such an oil would have an unpleas- 
ant taste. 

It is also generally considered that, other things being equal, 
the higher the iodine value the better the oil. The average 
iodine value of a good medicinal, non-congealing oil is about 167. 
The amount of unsaponifiable matter should not, as a rule, 
exceed 1.595. Larger amounts, in the absence of mineral oil, 
indicate admixture with other liver oils, such as shark liver oil. 

Solubility.—Cod liver oil is slightly soluble in alcohol and 
soluble in ether, CCl, C8» and ethyl acetate. 

Specific Gravity.—See page 298. 

Saponification Value.—See page 309. 

* Equivalent to 0.924-0.928 at 15.5° C. 
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Iodine Value.—See page 310. 

Refractive Index.—See page 299. 

Maumené Test.—Follow the procedure on page 351. Since, 
however, cod liver oil has a very high Maumené test, it should be 
diluted with an equal volume of pure olive oil and the test run on 
50 grams of the mixture. Determine separately the Maumené 
value of the olive oil and calculate the Maumené value of the 
cod liver oil as follows: 


Let X =Maumené of cod liver oil; 
A — Maumené of mixture; 
and B=Maumené of olive oil. 
Then X =2(A —0.5B). 


Free Fatty Acids.—See page 311. 

Color Tests.—(1) A solution of 1 drop of the oil in 1 cc.of CHCl; 
when shaken with 1 drop of conc. H2SO, should acquire a violet- 
red tint, gradually changing to reddish-brown. 

(2) Let 2 or 3 drops of fuming HNO; (sp. gr. about 1.44) flow 
alongside 10-15 drops of the oil on a watch glass. A reddish or 
purplish color should be produced at the zone of contact. On 
stirring the mixture with a glass rod, this color should become 
bright rose-red. This test distinguishes cod liver oil from seal 
oil, which shows no change in color, and from other fish oils, 
which become blue. 


RzrrRENCES.—Lewkowitsch: “Chemical Technology and Analysis of 
Fats, Oi's and Waxes,” 2, 348-370; U. S. Pharmacopoeia, 9th ed., 297. 


SULFONATED OILS 
(TurKEY Rep Ors) 


General.—Sulfonated or sulfated oils are made by treating 
various oils with H,SO,. The excess of acid is then neutralized 
with alkali and a certain amount of water added. Formerly 
castor oil was supposed to give a better sulfonated oil than any 
other but this is now open to dispute, as many other oils have been 
sulfonated and the resulting product is satisfactory for many 
purposes. Among them may be mentioned olive oil, maize oil, 
cottonseed oil, red oil, lard oil, and rosin oil. Sulfonated rosin 
oil especially has found considerable use in cutting oils. It is to 
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be noted that the amount of oil in commercial sulfonated oils is 
generally considerably overstated. A so-called “50% oil" will 
not generally contain more than 40% of oil, and a 70% oil from 
60-65 % of oil, ete. 

Moisture.—Weigh out 30-40 grams and determine the mois- 
ture by the Xylol Method as described on page 358. 

Ash.—Weigh a convenient quantity (5-10 grams) into a dish 
or crucible, ignite gently, allowing the oil to burn, and finally 
heat at a dull red until all the carbon is consumed. Cool in a 
desiccator and weigh. 

Unsaponifiable Matter (Mineral Oil, etc.).—Weigh approxi- 
mately 10 grams into a 300-cc. Erlenmeyer flask. Add 5 ec. of 
approximately normal alcoholic KOH solution. Boil for 1 hour 
with a reflux condenser. Add 40 cc. of water and cool, transfer to 
a separatory funnel and shake out at least three times with 
petroleum ether (naphtha), using 50 ec. each time. Wash the 
ether layer at least three times, first with slightly alkaline 50% 
alcohol and then twice with water. If emulsions are formed, add 
a little alcohol to break them. Finally evaporate the petroleum 
ether extract in a tared vessel, dry, cool, arid weigh. 

Nore.— The petroleum ether should have a boiling point of 40-75? C. and 
should leave no residue when evaporated on the steam bath. During the 
saponification, if the contents of the flask bump violently, turn out the flame 
and let the solution cool, and then add 25 ce. of the petroleum ether and con- 
tinue the boiling. 


Total Alkali.—Weigh 10 grams into a 250-cc. Erlenmeyer flask, 
dissolve in 150 ec. of water (warm if necessary), add 30 grams of 
granulated NaCl, 25 cc. of ether, and 5 cc. of methyl orange 
indicator and titrate with 0.5 N acid. Calculate to mg. of KOH 
per gram of sample. Call this A. 

CALCULATION.—1 cc. 0.5 N acid —28.05 mg. KOH. 

Free Sulfur Trioxide.—Weigh out approximately 4 grams 
in a separatory funnel, add sufficient petroleum ether to dissolve 
it and shake out several times with 25-cc. portions of a conc. 
NaCl solution, free from sulfates. Combine the washings, dilute, 
filter, and determine the SO; in the filtrate (salt solution) in the 
usual way with BaCl,, finally weighing as BaSO,. Calculate to 
SOs. 

CALCULATION.—Ba80,X 0.3430 = SOs. 
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Combined Sulfur Trioxide.*—Weigh 8 grams into a 300-ce. 
Erlenmeyer flask and boil 1 hour under a reflux condenser with 
25 cc. of 1 N H$3SO,. Use glass beads to prevent bumping and 
shake frequently. Wash the condenser into the flask. To the. 
cooled mixture add about 20 cc. of ether, 100 cc. of water, 30 
grams of granulated NaCl, and 5 cc. of methyl orange indicator. 
Titrate with 0.5 N NaOH. Stopper the flask and shake fre- 
quently during the titration. Deduct the amount of HSC, added 
from the equivalent of the amount of NaOH required to neutral- 
ize and calculate the difference to mg. of KOH per gram of sample. 
Call this F. 

Percentage of combined SO; —0.1427(F +4). 

Ammonia.— Weigh 8 grams into a 500-cc. beaker, add 50 cc. of 
95% alcohol and several drops of phenolphthalein indicator. 
Titrate to neutrality with 0.5 N NaOH; boil gently till no more 
NH; is given off (as shown by moist litmus paper), cool, add 
0.5 N NaOH again till the pink color persists; again boil to drive 
off any remaining NH; and titrate to the end-point after cooling. 
Record the total number of cc. of 0.5 N NaOH required. Add 
150 cc. of water and 5 cc. of methyl orange indicator and titrate 
to the acid end-point with 0.5 N acid. The number of cc. of 0.5 
N acid required for this titration corresponds to the combined and 
free fatty acids. Calculate to mg. of KOH per gram of sample. 
Call this B. 

The number of cc. of 0.5 N acid minus the total number of ee. 
of 0.5 N NaOH used to make alkaline corresponds to the alkali 
minus the NH;. (In the case of the presence of NH, salts this 
may be a negative quantity.) Preserve the sign and calculate 
to mg. of KOH per gram of sample. Call this C. 

Percentage of NH;=0.03036(A — C). 

Free and Combined Fatty Acids.—B — free and combined fatty 
acids, expressed in mg. of KOH per gram. 

Percentage of free and combined fatty acidst =0.5031B. 

B — A —free fatty acids, in mg. of KOH per gram. 

Percentage of free fatty acidst —0.5031(B — A). 


* This refers to SO; combined with the oil and not to SO; present as neutral 
NaSO, or (NH4)sSO,. k 
f Calculated as oleic acid. 
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Norr.—Other computations may be obtained from the above data as 
follows: 

(1) Percentage of NaSO, in ash due to combined SO;=0.1268 
(C--F4-A). When C is greater than (F 4- A), substitute (F--A) for C. 

(2) Percentage of NaCO; in ash due to fixed alkali combined as soap = 
0.0946 [C — (F 4-A)]. When the latter term is negative, there can be no 
carbonate in the ash. 

(3) Percentage of Na combined as Soap —0.041C. 

(4) Percentage of salts and mineral impurities = Ash —Na,SO4—Na,CO». 

(5) Percentage neutralized combined SO; —combined SO; x 1.49. 


Total Fatty Matter.—Calculate the total fatty matter by sub- 
tracting from 100% the sum of the percentages of Moisture, 
Unsaponifiable, NH;, Sodium as Soap, Neutralized Combined 
SO;, and Salts and Mineral Impurities. 


Nors.—If an actual determination of the approximate amount of total 
fatty oil is desired, save the soap solution left after extracting with petroleum 
ether in the determination of unsaponifiable matter. Add an excess of HCl 
to it and shake out with ether 3 times. Wash the ether extracts with water, 
evaporate the ether in a tared flask, dry and weigh as fatty acids. 


Neutral Fat.—Subtract the percentage of Free and Combined 
Fatty Acids, calculated as oleic acid, from the Total Fatty Matter 
and report the difference as Neutral Fat. 


Norrs.—(1) Report results only to 1 decimal place. 
(2) The above (except Free Sulfur Trioxide) are the official methods of 
the American Leather Chemists’ Association. 


LARD OIL 


General.—Lard oils are generally graded as follows: 

1. Prime Lard Oil.—Is prepared from prime steam lard and 
is light straw colored. Also known as Extra Winter Strained. 
Acidity is low; railroad specifications usually allow 2% oleic acid. 

2. Pure Lard Oil.—Also a light-colored oil, made from No. 1. 
lard and white grease. 

3. Extra No. 1 Lard Oil.—Somewhat darker oil than the above; 
made from light yellow grease. Specifications generally require 
not over 10% oleic acid. 

4. No. 1 Lard Oil.—Deep yellow; made from yellow grease. 
This grade varies considerably; the oleic acid may run 15% or 
less, or may go as high as 20%. 
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5. No. 2 Lard Oil.—Brown colored, prepared from brown and 
gut greases. 

6. Crackling Lard Oil.—Cheapest grade and made from 
crackling grease. 

For the “constants” of pure lard oil, see page 302. 

Specific Gravity.—See page 298. 

Saponification Number.—See page 309. 

Iodine Number.— See page 310. 

Free Fatty Acid.—See page 311. 

Cold Test.—When it is desired to determine the cold test use 
the procedure described on page 330. Some specifications call 
for a cold test below 45? F. between October 1 and May 1. 


OLIVE OIL 


General.— Olive oil is obtained from the fruit of the olive tree 
and its quality depends upon the care with which it is prepared. 
The best grade of edible oil is known as Virgin Oil. Lower grade 
oils are frequently known as Salad Oil or Ordinary Table Oil. 
A still lower grade is used for soap-making. The color varies 
considerably, commercial oils being of shades from colorless to 
yellow and the lower grades generally quite green due to dis- 
solved chlorophyll. The “constants” vary somewhat with the 
grade of oil but generally are within the following limits: 


Sp. 21. at 15.0 O eee E os Ue Oot 
Saponification number.............. 185-200 
Tadine number. A 77-93 
Acety value E 5-30 


Unsaponifiable matter 


The iodine number of high-grade oils should be generally 
between 81 and 85 and the free fatty acid less than 1%. 

Several tests have been recommended for detection of mixtures 
of other oils with olive oil. Some of these tests depend upon the 
production of a characteristic color. Such tests, however, should 
be used with caution and always should be accompanied by a 
blank test on olive oil of known purity and also on pure olive oil 
containing varying amounts of the suspected foreign oil. 

On account of the high duty on imported edible oil, it is 
customary to “denature” commercial olive oil which is to be 
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used for manufacturing purposes. The denaturing is accom- 
plished generally by the addition of a small amount of oil of 
rosemary which gives it a characteristic odor and unpalatable 
taste. The amount added is usually too small to have any appre- 
ciable effect on the constants of the olive oil. It may be removed 
if desired by steam distillation or by heating and stirring the oil. 

Specific Gravity, Saponification Number, Iodine Number, and 
Free Fatty Acid.—See pages 298-311. 

Elaidin Test.—Place in a test-tube 10 grams of the oil, 5 grams 
of conc. HNO; and 1 gram of mercury, and dissolove the latter 
by shaking continuously for 3 minutes. Let the mixture stand 
for 20 minutes and again shake for 1 minute. The behavior 
of different oils after that time is recorded in the following table: 


Tae XV—ELaAIpIn Test or OILS 


Kind of Oil Consistence 

Casu ut vae sree MT Solidified after 60 minutes 

Arachis (ECA). score ee se. oe Solidified after 80 minutes 
EE EE TEE Solidified after 120 minutes 

e E ee E EPIIT. Solidified after 185 minutes 
@olzanCRape) te. Me EE es Solidified after 185 minutes 

insceds v cav xn Ld ve Forms red, dough-like seum 

GONE o EE Becomes doughy, red and forms scum 
VV AO 3222995 eeh $ Remains unchanged 

Hempisced aes EE Remains unchanged 


Nores.—(1) The test must be made at a temperature not lower than 
25? C. and the temperature must be uniform throughout the experiment. 

(2) The length of time required for solidification is of far greater impor- 
tance than the ultimate consistency of elaidin formed. 

(3) The test cannot be made quantitative. The age of the oil and the 
length of time it has been exposed to air and light have an important bearing 
on the results. It is necessary to carry out the test side by side with an 
* oil of known purity under exactly similar conditions. 


Maumené Test.—Weigh accurately 50 grams of the oil into a 
250-cc. beaker. Have ready a bottle of conc. H$;8O,, the exact 
strength of which has been determined by titration.* Place the 
bottle of acid and the beaker of oil in a large vessel of water until 
both have acquired the same temperature, which should be about 


* The strength of the acid should be as near 94% as possible. 
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20° C. Remove the beaker of oil, wipe the outside and place in a 
“nest” of cardboard having hollow sides stuffed with cotton 
wool, or in a large beaker lined with cotton wadding. Immerse 
the bulb of a centigrade thermometer in the oil and note the tem- 
perature. Then pipette 10 cc. of conc. H;SO, and let it run 
rapidly into the oil. The time allowed for emptying of the pipette 
should be only 1 minute. During this time, stir the oil with the 
thermometer and continue stirring until no further rise of temper- 
ature is observed. Record the highest point, which is easily 
noticed, as the temperature remains constant for some little time 
before it begins to fall. 

The influence of the concentration of the acid on the result is 
shown in the following table: 


"Dapp XVI—ErrkEcCT OF STRENGTH OF ACID ON MAUMENÉ TEST 


Rise of Temperature Observed with Acid 


Kind of Oil Containing Per Cent of H;SO, 


97.38 %96 .71%|95.72%|94.72 %93 .75% |92. 7399, 91.85% 


Olive, genuine. .| 42.25 | 42 39 36.5 34.50 | 31 28.00 
ASAD nes e A REN e E 29.25 

Rape, genuine..| 62 61 58 54 50.25 | 47 40.5 
OS ll LAC ANEN ee E HMM o 43.0 

Olive, impure. .| 48.5 47.0 | 43.75 | 40.25 | 38.5 3515 32.5 
TE d 47.5 | 44.25 | 40.75 | 39.0 xd in 


Color Tests.—Halphen Test for Cottonseed Oil, see page 321. 
Baudoin Test for Sesame Oil, see page 324. 
Villavecchia Test for Sesame Oil, see page 324. 

Bellier Test for Sesame Oil, see page 324. ; 
Probable Adulterants.—Cottonseed Oil.—Shown by high iodine 
value (100-117), high Maumené figure (variously given from 

61 to 84), and positive Halphen Test. 

Peanut Oil.—Shown by high iodine value (96-109) and isola- 
tion of arachidie acid by Renard Test (see page 322). 

Rape Oil.—Shown by high iodine value (94-105) and low 
saponification value (167-179). 
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Sesame Oil.—Shown by Baudoin Test. 

Poppy-seed Oil.—Shown by high iodine value (134-142) and 
high Maumené figure (74—78). 

Norr.—Olive oil is characterized by low Maumené and iodine numbers 
and by solid elaidin. 

REFERENCES.—Gill: “Oil Analysis," 5th ed.; Lewkowitsch: “Chemical 


Technology and Analysis of Oils, Fats and Waxes;" Allen: “Commercial 
Organic Analysis." 


OLEIC ACID 
(Rep Orr) 


Oleie Acid, Olein, Elain or Red Oil is the name applied to the 
liquid fatty acids separated by processes similar to those used in 
candle making. Saponification oleic acid is obtained by refrig- 
eration and pressing; distilled oleic acid by the distillation process 
which, when conducted in contact with the air, partially decom- 
poses it into hydrocarbons. It is largely used in soap-making 
and for wool oils. It has also recently found considerable use 
for sulfonating. 

The “constants” are as follows: 


Pure Commercial 
O 52 C AM HUM UH OI MACS te, 0.898 | 0.890-0.910 
Melte pombe ME ons mad oM qid ENSEM 
IMolecularawetne ibis oe d t rone doe s ber eee WAV C3 am ribera 
llodinegnutmbecreco tek o O O aao: 90 30-96 
¡Retractiveander ar Ee ti em sona E E T 
Igea EE eine, regele lb SE 85-98 % 
Saponifieation value anise, sete ek TRES 198.7 175-205 


Commercial oleie acid varies considerably according to the 
method of preparing it, but as a general rule the constants 
should come within the above limits. For determination of 
the sp. gr., iodine number, saponification value and free fatty 
acids, see pages 298-311. 


STEARIC ACID 


General.—Stearic acid or Stearin is the name applied to the 
mixture of solid fatty acids obtained by processes similar to those 
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used in candle making. It is a mixture of stearic acid (Ci; Has: 
COOH) and palmitic acid (Ci;sH31,COOH) and sometimes also 
contains oleic acid (C1;H3;COOH). As the molecular weight of 
palmitic is considerably less than that of stearic acid, samples 
of commercial stearic acid will often show on analysis more than 
100% of stearic acid. 

The “constants” of pure stearic acid are as follows: 


` 3 80? C. 

Sp. gr. at oy e a 0.8886 
Melo pont EE E 69.3" C. 
Molecular weie Dt aana nee te oe ANTE 284.3 
lodne number rao Ae E RES ene 0 
Refraetveundexeat2s0d QNEM MERE 1.4300 
Saponification number see ET XXE IEEE 197.3 


Specific Gravity.—It is not generally necessary to determine 
the sp. gr., but if desired, this may be done by the usual methods. 
It may be noted that at 11? C. the sp. gr. of stearic acid is the 
same as water. 

Solubility Tests.—Stearic acid should be completely soluble in 
twenty-five times its weight (or more) of alcohol and in a 5% 
solution of NasCO;. It is only slightly soluble in petroleum 
naphtha. 

Iodine Number.—Determine the iodine number as on page 
310. Although pure stearic acid has no iodine number, the 
commercial article often shows an appreciable absorption, 
generally due to the presence of more or less oleic acid and, in 
the absence of other impurities, the percentage of oleie acid càn 
be calculated directly from the iodine number. As the iodine 
number of pure oleic acid is 90, the iodine number of a mixture 
of oleic and stearic acids multiplied by 1.11 will give directly 
the percentage of oleic acid. 

Free Fatty Acids.— Determine the free fatty acids as on page 
311 and calculate as stearic acid. 

CALCULATION.—1 cc. 0.1 N NaOH =0.02843 gram stearic acid. 

The percentage of free fatty acids calculated as above generally 
varies between 95 and 100% in commercial stearic acid. 

Soap and Mineral Impurities.—Ignite 5 grams of the material 
in a platinum crucible. Weigh the ash, dissolve it in water and, 
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if alkaline to methyl orange, titrate with 0.1 N HCl. Calculate 
to sodium stearate. 

CALCULATION.—1 cc. 0.1 N HCl 2 0.0306 gram sodium stearate. 

Saponification Number.— It is not generally necessary to deter- 
mine the saponification number. If desired, follow the procedure 
on page 309. Mineral oils and unsaponifiable matter would be 
indicated by incomplete solubility in alcohol or NaCO; solution 
as well as by a low fatty acid content. 


TALLOW 


General.—Tallow is the fat of beef or sheep. There is, how- 
ever, very little pure beef or mutton tallow on the market; most 
tallow is a mixture of the two. We have prepared in this labora- 
tory samples of pure mutton tallow and pure beef tallow which, 
on analysis, showed the following results: 


Mutton Beef 
Meltimg-point (open tube)... sss osos 502-C. 39° C. 
(dina EE qe reos 32 51 
Saponiication numbers e M. EH Dio certe 198 DE 
Ier (EE D Ee DEE e E Ee 0.48% 1.16% 
ASIN UM e wate Jo E ELE les None None 
¡OS CUECA e e a mcs assi ss mes None None 


Color.— When it is desired to determine the color, melt some of 
the sample in a flat Petri dish and let cool quietly so that it will 
form a cake with a smooth flat surface. Measure the color with 
the Ives colorimeter or tintometer, specifying in the report which 
instrument was used. 

Melting Point.—Determine the melting point by the open- 
tube method. Take a small glass tube about 20 mm. long and 
1.5 mm. inside diameter, open at both ends. Partly fill the tube 
by pushing one end of it into the tallow. Wipe any tallow off the 
outside and have the contents flush with the bottom of the tube. 
Fasten the tube to the mercury bulb of a thermometer by means 
of rubber elastics and suspend the thermometer in a beaker of 
water. The bottom of the thermometer should be 0.5 inch above 
the bottom of the beaker and there should be sufficient water to 
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completely cover the tube. Heat the water slowly and note 
when the tallow just begins to melt and draw up from the bottom 
of the tube. Report this temperature as the Melting Point. 

Iodine Number.— Weigh out 0.4—0.5 gram into a wide-mouthed, 
glass-stoppered bottle, and determine the iodine number by the 
Wijs method, as described on page 310. 


NomE.—lt is convenient to weigh the tallow on a small watch crystal 
which can then be placed directly in the bottle. 


Saponification Number.—Pour about 2 grams of the melted 
fat into a weighed Erlenmeyer flask of about 300-cc. capacity. 
Then take the exact weight of the flask and tallow. Determine 
the saponification number as on page 309. 

Free Fatty Acid.— Weigh 10 grams into an Erlenmeyer flask as 
above. Add 60 cc. of ethyl alcohol, previously neutralized with 
0.1 N NaOH and phenolphthalein. Warm for 0.5 hour on the 
steam bath with occasional shaking.  Titrate with 0.1 N NaOH 
and phenolphthalein with vigorous shaking until the pink color 
persists for 1 minute. Calculate the percentage of oleic acid. 

CALCULATION.—1 cc. 0.1 N NaOH — 0.0282 gram oleic acid. 

Moisture.—Melt some of the tallow in a clean, dry test-tube 
and heat until it begins to smoke. If any appreciable amount of 
moisture is present, the melted fat will be turbid and will crackle. 
In such case, determine the moisture by the Xylol Method (see 
p. 358). 

Ash.—ignite 2-5 grams gently in a weighed platinum dish, 
cool in a desiccator and weigh the ash. For accurate results do 
not let the fat take fire and burn. 

Soap.—Dissolve the ash obtained above in water and titrate 
with 0.1 N HCl and methyl orange. Calculate the titration (if 
any) to sodium stearate. 

CALCULATION.—1 cc. 0.1 N acid=0.0306 gram Na stearate 
(soap). 

GREASES 


Types.—Commercial greases may be divided into the following 
classes: 

A. 'TALLow Tyrr.—These greases are made up of tallow and 
more or less of an alkali soap, commonly the Na or K soaps of 
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palm oil, mixed with a smaller amount of mineral oil. "These 
were the principal types of lubricating grease some years ago, but 
to-day are less used than the greases of type B. 

B. SOAP-THICKENED MINERAL-O1L Typr.—These are the most 
common journal greases to-day, and are composed of mineral oil 
of various grades made solid by the addition of Ca or Na soaps. 
The former soap is more commonly used. 

C. PIGMENTED GREASES.— Types A or B with the addition of 
a mineral lubricant, usually graphite, mica or tale (asbestine). 

D. Rosin-oIL Type.—These consist of rosin oil thickened by 
CaO, or less commonly, by PbO, to which is added more or less 
mineral oil, either paraffin or asphalt oils being used. These are 
sticky, usually contain 20-30% of water, and find their chief 
application as gear greases, where true lubrication is not so essen- 
tial as prevention of wearing and rattling of the gears. Some 
very heavy bearings are occasionally lubricated with this type of 
grease. Tar, pitch, graphite and such fillers as wood pulp and 
ground cork are often put into these gear greases. 

E. Now-FLurD Orrs.—TThese are thin greases stiffened to some 
extent with aluminum oleate or a mixture of soaps, as for instance 
Na and Ca soaps. 

F. SPECIAL GREASES, such as a mixture of wood pulp and 
graphite; thin greases of any of the above types mixed with wool 
or eotton fibers; freak greases containing rubber, etc. 

Of the above types A, B, C and E are the most important as 
lubricants. 

General.—Note first the odor and the color. 'The grease 
should melt to a clear homogeneous fluid and the oil should not 
melt away from the soap. 

Melting Point.— Use an open tube with an interior diameter of 
4 mm. and about 80 mm. long. Plunge this into the sample so 
that a plug of grease about 1 cm. long is left in the glass tube. 
Then attach the latter by a rubber band to an accurate thermom- 
eter, with the grease opposite the mercury bulb. Immerse 
the thermometer with the tube attached in a beaker of water so 
that the bottom of the grease is about 5 em. below the surface. 
Heat the water slowly at the rate of about 3-4? C. per minute. 
When the melting point is reached, the plug, which is under a 
pressure of 5 em. of water, will slide up in the tube. 
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Norr.—If the grease cannot be melted in hot water, use a heating liquid 
with a higher boiling point. For this purpose glycerine may be added to 
the water, or a neutral salt such as sodium sulfate dissolved in it. 


Moisture (Xylol Method).-—Weigh out 10 grams of the grease 
on a balanced filter paper and place the grease and paper in a 
300-cc. Erlenmeyer flask. Add to this 75 cc. of xylol which has 
previously been saturated with water, as follows: 

A convenient quantity of commercial xylol, say 500 cc., is 
shaken up in a separatory funnel with water and the xylol drawn 
off and distilled slowly from a distillation flask. From this dis- 
tillate a small amount of water will separate. The xylol standing 
above the water is poured off into a glass-stoppered bottle, with 
a tightly fitting stopper, and preserved for use in moisture 
determinations. 

Connect the flask containing the grease and xylol with a 
condenser, which must be perfectly dry. Heat the flask gradu- 
ally in a bath of cylinder oil and distill the xylol and water slowly 
until the xylol comes over clear, collecting the distillate in a 
funnel tube with a stem graduated to 0.1 cc. The bulk of the 
water comes over with the first 10 cc. of distillate. After the 
distillation is completed, wash down the condenser with water- 
saturated xylol and tap the funnel tube gently until any small 
drops of water clinging to the sides are brought down to the 
bottom. Read the volume of water. Using a 10-gram sample, 
each 0.1 cc. is equivalent to 1% of water in the grease. 


Nortr.—lIf the mixture gives trouble from frothing, on account of the soap 
present, add sufficient dry fused and powdered KHSO, to decompose the 
soap before distilling. 


Free Fatty Acid.— Dissolve or disintegrate 5-10 grams of the 
grease in 50 cc. of ethyl alcohol (or No. 30 specially denatured 
alcohol) which has previously been neutralized with phenol- 
phthalein and 0.1 N NaOH. Digest on the water bath until the 
alcohol beings to boil. Titrate with 0.1 N NaOH until a pink 
color persists after vigorous shaking. Calculate to oleic acid. 

CALCULATION.—1 cc. 0.1 N NaOH — 0.0282 gram oleic acid. 

Ash.—Ignite 2 grams in a porcelain crucible, gently at first 
and finally at a higher heat, until the ash is as nearly white as 
possible. Cool in a desiccator and weigh. 
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Soap.— To the ash add a few cc. of water and a drop of methyl 
orange and titrate with 0.5 N HCl. Test this solution qualita- 
tively for Pb, Ca, K and Na (seealso p. 369), and then calculate the 
titration to the proper soap by using one of the following factors: 

1 cc. 0.5 N HCl=0.161 gram K stearate. 
—0.153 gram Na stearate. 
— 0.152 gram Ca stearate. 


If the grease contains a Pb soap, the Pb may be determined 
by decomposing the grease by boiling with a mixture of H3SO, 
and HNOs, evaporating to strong fumes of SOs, cooling, diluting 
with water and alcohol and weighing as PbSO, (see p. 276). In 
the case of à pigmented grease determine the Pb in the ash. 
(PbSO,X 2.55 = Pb Stearate.) 

If a rosin soap is present, the figures obtained by using the 
above factors will be somewhat low, depending upon the amount 
of rosin soap present, because-of the higher combining weight of 
abietic acid; but for ordinary purposes they will be sufficiently 
accurate. 

Mineral Matter.—The amount of ash other than the alkalies 
from the soap may be determined by the difference between the 
total ash and the alkali found by titration. In this case the alkali 
should be calculated to K3CO;, Na;CO; or CaCO;,* as the case 
may be. 

In the case of greases of type C, shake about 5 grams of the 
grease with ether in a glass cylinder andthen centrifuge. Repeat 
with a fresh portion of ether. This removes free oils and fats. 
Decant the ethereal solutions through a filter paper which has 
previously been dried and weighed. Wash twice with ether by 
decantation. Shake the residue in the cylinder with alcohol 
and filter through the same filter paper. Wash with alcohol. 
This removes alcohol-soluble soaps. Transfer all the residue to 
the filter paper by means of alcohol. Dry the paper and residue 
at 100? C., cool in a desiccator and weigh. This gives the total 
amount of pement ft If graphite is present, ignite the residue 

* The lime will be present in the ash as CaCO; rather than CaO on account 
of the large amount of organic matter, unless ignited over a blast. 

+ This figure includes any alcohol-insoluble soaps. If it is desired to 
correct for these, acidify with dil. HCl and shake out with ether. Filter 
the ether solution of the combined fatty matter, wash free from acid, evapo- 
rate off the ether and weigh the fat. Calculate to the appropriate soap. 
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in a weighed porcelain crucible and subtract this final residue 
from the total pigment for the amount of graphitic carbon. In 
general, however, this last step is unnecessary, as all that is 
desired is the total amount of graphite. 

The above determinations are, as a rule, all that is necessary 
in an examination of the ordinary types of grease. It may be 
desirable, however, at times to make further determinations and 
these are given below: 

Unsaponified Oil and Fat.—The unsaponified oil may consist 
of mineral oil together with unsaponified saponifiable oil or fat. 
This may be determined by extracting 5-10 grams of the grease 
with neutral ether. If it is desired to know its nature, the ether 
extract may be subjected to an examination for saponification 
number, iodine number, etc. In most cases where grease con- 
tains unsaponified saponifiable matter, or free fat, it has been 
made by a partial saponification of the fat in question; hence the 
original grease may be saponified GUY and the total fatty 
acids examined. 

Unsaponifiable Mineral Oil, etc. we will be found in the 
ether extract of the grease, together with the free fat, and the 
proportions of the two can be ascertained by a determination 
of the saponification number, or by shaking out with ether after 
saponification (see p. 340). 

Reporting Results.—Under ordinary circumstances report 
results as follows: 


Type. 

Melting point (? F.). 

. Moisture (%). 

. Saponifiable oil (%). 

. Mineral oil (%). 

Total mineral matter (%). 
Soap (kind and %). 

. Pigment (% and nature). 


ON AA RWN ES 


Ordinarily the mineral oil is taken “by difference” after adding 
together items 3, 4, 7 and 8. 


Nortr.—For specifications for greases see Bur. Mines Tech. Paper 323A, 
DLE 
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DEGRAS (WOOL GREASE) 


General.—The term Degras in its present commercial sense 
refers to crude or recovered wool grease. It is in no way related 
to the older types, of a similar name, which are now called 
French Degras—sometimes Sod Oil. 

Crude wool grease contains, besides the grease arising from 
sheep's wool, an indefinite amount of fatty acids recovered from 
the soap used in washing the wool and obtained in the same 
operation to which the wool grease is subjected. It is also the 
Custom in many foreign mills to treat the wash waters, arising 
from the scouring of cloth or yarn with soapy water, at the same 
time that the wool scourings are treated. It is obvious that 
the grease obtained as a result of these methods will in all cases 
contain some free fatty acid from soap; and in case cloth and yarn 
waters are mixed before treatment, there will also be a certain 
further amount of fatty acid. In addition there may be a neutral 
oil or even a mineral oil which comes from the cloth or yarn scour- 
ing. It is apparent, therefore, that no standard composition can 
be ascribed to degras. 

A considerable number of samples from various sources 
analyzed in this laboratory shows the following range in 
composition: 


Maximum | Minimum | Average | 
Water.. : c OE RE 5.9% None 1.0% 
Fatty or? (as WS be CUP Ne a tan a a 47.3% OA 18.4% 
Mineral acid (as H3804). ............ 0.19% None 0.07% 
Saponification number............... 131 80 105 


Water.—Determine water by the Xylol Method described on 
page 358, using a 20-gram sample. i 

Free Fatty Acid and Mineral Acid.—Follow the procedures for 
lubrieating oils on page 334. 

Saponification Number.—Introduce two 5-gram portions, 
accurately weighed, into separate pressure flasks; add 50 cc. of 
0.5 N alcoholic KOH to each; clamp the stoppers tightly and 
heat the flasks in a steam or hot water bath for at least 8 hours. 
Run a blank in a separate pressure flask on 50 cc. of the alcoholic 
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KOH for the same length of time. Keep the flasks covered with 
a heavy cloth while heating to prevent accident and do not open 
them until cold. Titrate the solutions in the flasks when cold 
with 0.5 N HCl and phenolphthalein. Subtract the number of 
cc. of acid used to neutralize the excess KOH after saponification 
from the amount required by the blank, multiply the difference 
by 28.05 and divide by the weight of sample taken. The result 
is the Saponification Number. 


Norrs.—(1) If the sample contains an appreciable amount of free 
mineral acid, correct the saponification number above obtained by subtract- 
ing 1.1 for each 0.1% of H;SO,, and report as “saponification number 
corrected for mineral acid.” 

(2) Qualitative Test for Mineral Oil.—To the solution after titrating for 
the saponification number add a small piece of KOH, evaporate nearly to 
dryness on the steam bath, take up the residue with water, transfer to a 
separatory funnel and shake out the unsaponifiable matter* with ether. 
Draw off the ether solution and evaporate off the ether. In the absence of 
mineral oil the residue should be completely soluble in hot 95% alcohol. 


BEESWAX 


General.—The common adulterants of beeswax are rosin, 
paraffin, ceresin, stearic acid, spermaceti, and Japan and carnaiiba 
waxes; while to a less extent are used tallow, starch, sulfur, and 
mineral fillers. Any appreciable amount of water must also be 
looked upon as an adulterant. 

Preliminary Tests.—As a preliminary test for the detection of 
adulterants, dissolve a portion of the sample in cold CHCI;. 
Ceresin, paraffin wax, carnaüba wax, and wool wax are not com- 
pletely soluble and any considerable quantity may thus be 
detected qualitatively, as well as starch and mineral matter. It 
should, however, be borne in mind that bleached white beeswax 
is not readily soluble in CHCl;. Pure beeswax should also be 
completely soluble in turpentine. 

Specific Gravity.—Melt the wax and drop it by means of a 
stirring rod upon a moist, cold, porcelain surface in such a manner 
as to obtain globules of about $ inch in diameter. Let cool for at 
least 2 hours, and then place in a glass cylinder of about 200-cc. 
capacity, and add a mixture of 35 cc. of alcohol and 65 cc. of 
water. If the globules sink in this mixture, add water; if they 

* For the determination of unsaponifiable matter, see page 340. 
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rise, add alcohol. Add water or alcohol with rapid agitation 
until the globules neither rise nor sink but remain suspended in 
the liquid at exactly 15.5? C. Then take the sp. gr. of the liquid 
at this temperature with the Westphal balance. This gives the 
sp. gr. of the beeswax at 15.5? C. 

Melting Point.—Thinly coat the bulb of an accurate thermom- 
eter with the wax and let stand 24 hours. Place the bulb of the 
thermometer in a large test-tube, holding it in place by a cork 
stopper grooved on the sides so as to allow free access of air. 
Immerse the test-tube containing the thermometer in a beaker of 
warm water and raise the temperature very gradually.(1? C. 
in 2-3 minutes). The temperature at which a transparent drop 
forms on the end of the thermometer is taken as the melting point. 

lodine Number.—Determine the iodine number by the Wijs 
method as described on page 310. 

Acid Number.—Weigh 8 grams into a 500-cc. Erlenmeyer flask 
and add 70 cc. of neutral alcohol. Heat on the water bath until 
the mixture isentirely melted. Thenadd 1 cc. of phenolphthalein 
solution and titrate the mixture quickly with 0.5 N alcoholic KOH 
solution, keeping it hot. Calculate the number of milligrams of 
KOH required to neutralize the free acid in 1 gram of wax. 

CALCULATION.—1 cc. 0.5 N alkali — 28.05 mg. KOH. 

Norz.—Instead of titrating with 0.5 N alcoholic KOH, the determination 
may be made with 0.5 N or 0.1 N aqueous KOH. In this case, however, it is 
necessary to dilute with about 200 cc. of hot neutral alcohol before titrating 
and to keep this solution hot during titration. In any case the wax must be 
in à melted state during titration. 


Saponification Number.—Saponify about 2 grams of wax 
(accurately weighed) for at least 3 hours with 25 cc. of 0.5 N 
alcoholic KOH, as described on page 309. Calculate the saponi- 
fication number. 

Ester Number and Ratio Number.—Subtract the acid number 
from the saponification number. The difference is the Ester 
Number. Divide this by the acid number. The quotient is the 
Ratio Number. For pure beeswax the ratio number lies in the 
neighborhood of 3.8. 

NorE.—l1f the saponification number of the sample is below 92 while the 
ratio number is normal, then paraffin or ceresin must be present. If the ratio 


number exceeds 3.8, then adulteration may be suspected with Japan wax, 
tallow, insect wax, carnaüba wax, or spermaceti. If, however, the acid 
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number is much below 20, Japan wax is absent. If the ratio number is less 
than 3.8, stearic acid or rosin may be present. 


Moisture.—Determine moisture by the Xylol Method as 
described on page 358. 

Rosin.—Test qualitatively for rosin as follows: Heat 1 gram 
of wax for a few minutes with 1 ec. of 50% alcohol (alcohol of this 
strength will not extract stearic acid if present), cool and filter. 
Evaporate the filtrate to dryness on the water bath and add 5 ce. 
of acetic anhydride. Heat to boiling, cool thoroughly, and then 
carefully let 1 drop of conc. H2SO, flow into the solution. Rosin 
will develop a fugitive violet color. 

Fatty Adulterants.—Japan wax and other fatty substances 
(such as tallow, ceresin, stearic acid, etc.) may be detected by 
boiling 1 gram with 1.5 grams of borax and 20 cc. of water, where- 
upon the aqueous solution will become milky or gelatinous when 
cooled. With pure beeswax it remains clear or becomes but 
slightly turbid. Carnaüba wax and rosin behave similarly to 
pure beeswax. 

NormE.— The above determinations are generally sufficient to determine 
whether a sample is adulterated or not. It must be borne in mind, however, 
that beeswaxes from different localities vary somewhat in composition, also 
that the sp. gr. of white bleached beeswax is somewhat higher, whereas the 
other "constants" may be either raised or lowered according to the method 
employed in bleaching. Indian beeswax (Ghedda wax) is softer and more 
plastic than normal beeswax from European and domestic sources. It has a 
very low acid number, and high ester number, and it is said to be rarely 


adulterated. Care must be taken not to confuse specimens of this wax (and 
also Chinese beeswax) with adulterated beeswax. 


The following table gives the approximate figures which an 
unadulterated sample should show: 


TABLE XVIl—CoNsTANTS op ORDINARY AND INDIAN BEESWAX 


Ordinary Beeswax| Indian Beeswax 


S CARAT TRO OMe ns OO c eed 0.958-0.970 0.958-0.970 
MEDE ME 62-67° C. 60-68? C. 
(AO rere ENS 8-11 5-11 
Saponification number.............. 90-104 76-130 
Ree numbers wee Ae 17-21 4.5-10 
Estermumber E remee: 13-87 69-123 


Estiomumbers E E 9.6-3.8 7.4-17.9 
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In an adulterated sample the following tests will be found 
useful: 

Stearic Acid.—Boil 3 grams of wax for several minutes with 
10 ec. of 80% alcohol and let cool to 18-20? C. to form a thick 
paste. After standing 1 hour, filter into a 200-cc. cylinder and 
dilute the filtrate with water to about 200 cc. If stearic acid is 
present, it separates into flakes and collects on the surface. The 
test is sensitive to 1%. If from 7-8% are present, a thick 
creamy mixture results. Pure beeswax should show no appreci- 
able deposit after standing 1-2 hours. 

Paraffin.—Melt 2-10 grams of wax in a porcelain dish, then add 
an equal weight of finely powdered KOH. Continue heating for 
a few minutes with continual stirring. Cool and powder the 
hard mass and mix the resulting powder with three times as 
much potash lime (1 part KOH :2 parts CaO) as wax used. Then 
introduce this mixture into a thick-walled tube, immerse in an oil 
bath and heat to about 250° C. for 3-4 hours. After cooling, 
finely powder the tube with its contents, place the mass in a 
Soxhlet apparatus and extract with 86° Bé naphtha for several 
hours. Evaporate off the naphtha, dry the residue at 100° C. 
and weigh. (Make sure the naphtha itself leaves no residue at 
100° C.) By this treatment esters are converted into alcohols 
and these alcohols on heating with potash lime are in turn con- 
verted into the respective acids, while hydrocarbons present are 
not affected and will extract with the naphtha. Pure beeswax 
contains naturally 12.5-14% of hydrocarbons and any adultera- 
tion with paraffin or allied bodies will increase this percentage. 

Norr.—For further information in regard to analysis of doubtful samples, 
see Allen and Lewkowitsch. 

REFERENCES.—Lewkowitsch: “Chemical Technology and Analysis of 


Oils, Fats and Waxes,” 2, 751. Allen: “Commercial Organic Analysis," 
4th ed., 2, 242-270. U.S. Dept. of Agr., Bur. Chem., Bull. 150, 49. 


PARAFFIN WAX 


General.—For ordinary white paraffin wax the only necessary 
determination is the melting point. Yellow waxes and paraffin 
scale, however, often contain a considerable amount of oil. In 
reporting results of melting point determinations the method used 
should be stated. It is customary in the trade to use the Fah- 
renheit scale, 
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Melting Point.—CapPILLARY Tube MerHoD.—Take a piece of 
capillary tubing about 1 inch long, soften the wax in the fingers 
if necessary and push one end of the tube into it, filling the 
tube about 0.25 inch from the end. Fasten the tube to a ther- 
mometer with a rubber band so that the wax is opposite the bulb. 
Immerse the thermometer bulb and tube in a beaker of water (it 
will save time if the water is previously warmed to about 90* F.). 
Heat slowly with a low flame without stirring and note the tem- 
perature at which the wax melts and runs out of the tube. 

‘““ENGLISH 'CTresT."— The English Test gives in reality the 
solidifying point. Stir the melted wax in a small cup, about 2.5 
inches in diameter by about 2 inches deep, until the latent heat 
given up by the crystallization of the wax arrests the fall of the 
mercury column momentarily. Take this reading as the melting 
point. 

“AMERICAN Test.” —Tbhis gives results about 3? F. higher 
than the English Test and is determined as follows: 

A hemispherical cup, 3.75 inches in diameter, is ¿ filled with 
melted wax, which is allowed to cool without stirring until a 
thin film forms on the top and extends from the sides to a ther- 
mometer with a round bulb, 0.5 inch in diameter, suspended 
so that the bulb is $ immersed in the center of the cup. 

Norr.—As the American Test is slow, it is sometimes customary to take 
the English Test and add 3? F. for the American. 

Oil.— Chill the wax and powder it as finely as possible. Weigh 
out about 1 gram and digest for 1-2 hours in 10 cc. of acetone at 
ordinary temperature. Mix well, then place in a freezing bath 
and cool to —15? C. (5? F.) orlower. Filter through cotton wool 
in à funnel surrounded by a freezing mixture and wash with 
acetone which has been well chilled. Evaporate the filtrate, 
dry at not over 100° C. and weigh the oil. 

Rerrerences.—J. Soc. Chem. Ind., 25, 139 (1906); Rogers-Aubert: 


“Industrial Chemistry," 527 (1912). See also American Society for Testing 
Materials, Standard D87-22. 


SOAP 
GENERAL.—Soaps used for washing purposes are the alkali 


salts of fatty acids. They always contain more or less water and 
small amounts of impurities incidental to manufacture. In com- 
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mercial soaps certain other substances are often present, such 
as rosin, as a substitute for part of the fats; sodium carbonate, 
borax, and other salts for increasing hardness and detergency; 
sand, pumice, ete., for scouring; and cheapening fillers, such 
as mineral oil, wax, sodium silicate, tale, etc. Hard soaps 
are made from soda or a mixture of soda and potash, whereas soft 
soaps are potash soaps (unless the softness is merely caused by 
an excess of water). The potash soaps are more easily soluble. 
Liquid soaps are usually water solutions of a neutral cocoanut-oil 
potash soap, containing glycerol, alcohol, or sugar to prevent 
cloudiness and foaming. 

There are three general methods of soap making: 

(a) The Boiling process, where the fats are boiled with the 
alkali and the resulting soap separated from most of the liquid 
which contains the glycerol and impurities. This allows recovery 
of glycerol. 

(b) The Cold process, where the melted fat is mixed with conc. 
alkali and no outside heat is used. 

(c) The Half-boiling process, which is similar to (b) except 
that the ingredients are mixed hot. In this process, as well as 
in (b), there 1s no separation of the soap from the liquid and it 
contains all the glycerol and impurities. It also frequently 
contains unsaponified fat. 

The general composition of some typical soaps is indicated in 
Table XVIII, most of the data being taken from government 
specificauons. : 

The following procedures cover the analyses of (a) ordinary 
solid soaps, hard or soft; (b) scouring soaps; (c) liquid soaps. 


SOLID Soars 


Preparation of Sample.— The preparation of the sample 
requires considerable care, since the moisture content of the outer 
layer may be very different from that of the interior of the cake. 

If the sample is comparatively dry, it is well to run it through a 
meat chopper and reduce to fine particles, repeating theoperation 
several times in order to obtain a homogeneous sample. If the 
soap is too soft to permit this procedure, eut the cake in two 
diagonally, and take thin shavings from fresh surfaces, being 
careful to cut entirely across in order to obtain a fair proportion 
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of the outer and inner parts. The sample in either case should 
be thoroughly mixed and kept in a tightly stoppered bottle. 
Samples for analysis should be weighed out as soon as possible. 
Moisture and Volatile Matter.—Weigh out 20 grams of the 
sample and dissolve in about 150 cc. of hot water. Transfer 
the solution while still hot to a 250-cc. volumetric flask and 
dilute to the mark. Mix thoroughly, pipette 25 cc. of the hot 
solution immediately* into a weighed platinum dish and evapo- 
rate to dryness on the steam bath. Then dry to constant weight 
at not over 105? C. The percentage of solid matter subtracted 
from 100 gives the percentage of moisture and volatile matter. 


NomEÉs.—(1) The loss as determined above may also include alcohol and 
essential oils, if they are present in the soap; also naphtha or other volatile 
substances. In such cases the true moisture may be determined by the 
Xylol Method, page 358, using about 20 grams of soap and acidifying with 
an excess of powdered anhydrous KHSO, before distilling. 

(2) For the most accurate work the drying should be conducted in vacuo 
or in an inert atmosphere. 


Total Alkali.— METHOD I.—Ignite the residue from the 
moisture determination at a low red heat until all carbonaceous 
matter is burned off. Weigh the mineral residue, which con- 
sists of Na;CO; or KCO; (also SiO, NaCl, etc., if present). 
Pour boiling water into the dish and warm until the residue is 
dissolved. Cool, and titrate with 0.1 N acid and methyl orange. 
If the residue is not completely soluble in water, the insoluble 
matter should be filtered off and the filtrate evaporated to 
dryness, ignited, and weighed before titration. 

The alkali by titration, calculated either to Na;CO; or K;5CO;, 
should check with the weight of soluble ash as above determined. 
If it does not, the presence of both Na and K is indicated (pro- 
vided NaCl, etc., are absent). To confirm the presence of both 
elements, take an amount of ash the size of a pinhead, dissolve 
in a few drops of HCl, put 1 drop on a microscope slide, evapo- 
rate to dryness over a micro burner, and draw across it with a glass 
rod a drop of saturated uranium acetate solution made slightly 
acid with acetic acid. If Na is present, clear-cut, light-yellow 
tetrahedra of sodium uranium acetate wil appear. Put another 


* If the total fatty matter is to be determined, pipette the 200-cc. aliquot 
for that determination also before the solution is allowed to cool. 
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small drop on a slide and run in from the side a smaller drop of 
H;,PtCl, solution. Potassium will give yellow octahedra. 


CALCULATIONS.—1 cc. 0.1 N acid =0.005300 gram NazCOs3. 
— 0.006910 gram KeCO:. 
=0.003100 gram Na,O. 
=0.004710 gram K50. 
NaCO; X 0.5849 = Na20. 
K.CO; X 0.6816= K.,0. 

Meruop II.—The following method is more convenient when 
it is not necessary to determine total fat. Dissolve 5 grams of 
the soap in 100—150 ce. of hot water. Add 40 cc. of 0.5 N HCl. 
Heat on the steam bath until the fatty acids have collected in a 
clear layer. Cool by placing the beaker in cold water, break 
the cake of fatty acids and filter the aqueous liquid, leaving. 
as much of the fatty acids as possible in the beaker. Thoroughly 
wash the beaker, fatty acids and filter paper with water, unite 
the filtrate and washings, add methyl orange and titrate the 
excess of acid with 0.1 N NaOH. Calculate the amount of 0.5 N 
acid consumed in terms of Na20 or bah, 

Total Fatty Matter.—Pipette 200 cc. of the original hot soap 
solution (see Moisture) into a beaker,* add dil. HNO; until 
slightly acid, heat on the water bath until the fatty acids have 
collected in a clear layer on top and the solution below is per- 
fectly clear. Cool in ice water or let stand overnight. Remove 
the layer of fatty acids to a beaker. Shake out the remaining 
liquid in à separatory funnel with 2 portions of 50 cc. each of 
CHCl; to remove the rest of the fatty matter. Transfer the 
CHCl; extract to the beaker containing the fatty cake and dissolve 
the latter. Transfer the CHCl; solution to a separatory funnel, 
rinsing the beaker with CHCl;. Wash the CHCl; extract with 
2 portions of 20 cc. of water. Evaporate off the CHCls, dry at 
100°C. to constant weight and weigh as Total Fatty Matter. 


Nortrs.—(1) The fatty matter is determined above as fatty acids, where- 
as it exists in the soap as anhydrides, which for ordinary soap materials 
equals acids X 0.9673.{ Usually analyses are reported giving the total 


*'Time may be saved, if necessary, by pipetting directly into the sepa- 
ratory funnel; then acidify, and shake thoroughly before adding CHCI;. 

| Lewkowitsch: “Chemical Technology and Analysis of Oils, Fats and 
Waxes," 624 (1895). 
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fatty matter as fatty acids, since small losses are almost inevitable in this 
determination and for commercial analyses the direct figure obtained is 
usually the most satisfactory. 

(2) The total fatty matter as determined may include fatty acids, uncom- 
bined fat, rosin, and hydrocarbons. If it is desired to determine only the 
combined acids, the determination should be made on a portion of the dry 
soap previously extracted with ether or 86? Bé gasoline, as described later 
under Total Unsaponified Matter. 

(3) If the fatty acids are liquid at ordinary temperature, a known weight 
of beeswax or stearic acid may be added to the hot liquid before chilling to 
form a solid cake. "The weight of wax added should be about equal to that 
of soap employed and should be deducted of course from the weight of the 
cake. Excess of water may be removed by pressing between filters, the 
cake dried in a desiccator (or in vacuo) and weighed. 

(4) Cocoanut and palmnut oil soaps yield a fatty acid soluble to a slight 
extent in hot water. In such cases the separation of fatty acids should be 
made in as concentrated a solution as possible, saturated with common salt. 
'The washing of the fatty acids should be limited and drying carried on with 
as little exposure to heat as possible. 

(5) If it is necessary to determine the soluble fatty acids, consult Allen's 
“Commercial Organic Analysis," 4th ed., 2, 432. 


Free Caustic Alkali or Free Fatty Acids.— Dissolve 5 grams of 
soap in hot 95% alcohol which has been freshly neutralized to 
phenolphthalein with 0.1 or 0.5 N NaOH. Filter, using a hot- 
water funnel;* wash free from soap with hot neutral alcohol; 
titrate the filtrate with 0.1 N acid and phenolphthalein and 
ealeulate to NaOH or KOH, as the case may be. 

If the filtrate is acid, titrate with 0.1 N NaOH and calculate to 
oleic acid. 


CALCULATION.—1 cc. 0.1 N acid =0.00400 gram NaOH. 
— 0.00561 gram KOH. 
1 ec. 0.1 N NaOH — 0.0282 gram oleic acid. 


NomEs.—(1) The presence of free caustic alkali may be detected by treat- 
ing a freshly cut surface of the soap with a few drops of phenolphthalein 
solution. If no red coloration appears, it may be assumed that free caustic 
alkali is absent. Either free caustic or sodium silicate will give a bright 
red coloration. In the presence of excess moisture, however, Na:CO; will 
also give this color. 

(2) If the soap contains both free alkali and free fat, the above method is 
open to objection, since during heating with alcohol the free alkali will 
saponify some of the free fat. In cases where great accuracy is required, 
Devine’s method should be used. For details see J. Am. Chem. Soc., 22, 
693. 


* See also Insoluble in Alcohol and Insoluble in Water. 
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Insoluble in Alcohol.—If it is desired to determine the amount 
of material insoluble in alcohol, make the filtration of the alco- 
holic solution in the Free Caustic Alkali determination on a tared 
filter paper or a weighed Gooch crucible; dry at 100-105* C. 
for 3 hours, cool in a desiecator and weigh. 

Free Sodium Carbonate.— Dissolve the residue from the alco- 
holie solution in the above determination by pouring boiling 
water through the filter. Wash, cool the solution, and titrate 
with 0.1 N acid and methyl orange. Calculate to NasCO; or 
K35CO;, as the case may be. (It is well to test the residue in a 
flame with a platinum wire before dissolving it.) 

CALCULATION.—1 cc. 0.1 N acid —0.005300 gram Na;CO;. 

— 0.006910 gram K;CO;. 

Norr.—TIf borax or sodium silicate is present, it is sufficiently accurate for 
commercial purposes to assume that they will remain insoluble in alcohol and 


be titrated with the free carbonate. In this ease corrections should be 
made on the methyl orange titration of carbonate as follows: 


Lee 0.1. N acid 20.013 gram Na;Si,0,.* 
=0.0191 gram Na3;B4O;-10HO. 

Insoluble in Water.—If the amount of material insoluble in 
water is desired, proceed as in the determination of Insoluble in 
Alcohol and wash the residue thoroughly with water at 60? C. 
(If the matter insoluble in water is all inorganie, boiling water 
may be used as under Free Sodium Carbonate.) Dry the insolu- 
ble residue for 3 hours at 100-105? C., cool in a desiecator and 
weigh. 

Combined Alkali (Na;O or K;0).— Calculate the free caustic 
and free carbonate to NaO or KO and deduct from the total 
alkali calculated as NaO or K;O0s. The difference will be the 
combined alkali (provided sodium silicate and borax are absent). 

CALCULATIONS.— NaOH X 0.7748 = Na,O. 

KOH X0.8394=K,0. 
NaCO; X 0.5849 = Na,O 
K.CO; X0.6816 — bal, 

Sodium Silicate.— The presence of sodium silicate is generally 
indicated by the fact that the weight of the ash is appreciably 

* Theoretically, 1 cc. of 0.1 N acid =0.01511 gram Na»Si¿Oo, but commer- 


cial silicate varies somewhat in composition and 0.013 is taken as being 
nearer the actual average titration. 
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greater than the weight calculated from the titration (provided, 
of course, that insoluble abrasives are not present). The amount 
of sodium silicate may be ascertained by determining SiO; in the 
ash after titration for total alkali. Add a slight excess of HCI, 
evaporate to dryness, and bake for 1 hour at 130? C. Take up 
with HCl, dilute with hot water, filter, wash, ignite very strongly 
and weigh as SiO». Calculate to Na2SiOs. 

CALCULATION.—SIO2X 1.258 = Na2SisOo. 

Notr.—If the soap contains insoluble silicious matter, make a water 
solution, filter, evaporate the filtrate, burn off the organic matter, and 
determine SiO; as above directed. 

Borax.— Weigh 10 grams of soap (or 5 grams, if more than 5% of 
borax is suspected) into a platinum dish and add 2.15 grams of a 
fusion mixture consisting of 200 grams of Na;CO; and 15 grams 
of SiO, finely powdered. Then add 15 cc. of alcohol, mix with 
the aid of a glass rod, and, after washing the rod with a little 
alcohol, evaporate the mass to dryness on the water bath. Ignite 
until combustible material is destroyed, cover the dish with a 
piece of platinum foil and fuse. Completely disintegrate the 
fusion by boiling with water and transfer the solution to a 250-cc., 
round-bottomed flask. Acidify with 20 cc. of dil. HCl (1:1). 
Heat nearly to boiling and add à moderate excess of dry precipi- 
tated CaCO;. Connect with a reflux condenser and boil vigor- 
ously. Filter out the precipitate through a folded filter, and 
wash several times with hot water, keeping the total volume of 
liquid below 100 cc. Return the filtrate to the flask, add a pinch 
of CaCO; and again boil under the reflux condenser. Remove 
the flame and connect the top of the condenser with a suction 
pump. Apply suction until boiling has nearly ceased, cool to 
ordinary temperature, add 1 gram of mannite or 50 cc. of neutral 
glycerol,* and titrate the solution with 0.1 N NaOH (free from 
carbonate) and phenolphthalein. After the end-point is reached, 
add 1 gram more of mannite or 10 cc. more of neutral glycerol 
and again titrate. Repeat this process until the addition of 
mannite or glycerol causes no further action on the end-point. 
Calculate the titration to crystallized borax. 

CaLcuLATION.—1 cc. 0.1 N NaOH =0.00954 gram Na2B¿07- 
10H50. 


* Mannite gives a sharper end-point than glycerol. 
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Nores.—(1) This method is described in J. Ind. Eng. Chem., 5, 645 
(1913). 

(2) It is always advisable to test the soap qualitatively before under- 
taking a quantitative determination. 


Qualitative Test for Borax.—Place about 1 gram of the soap in 
a test-tube with 10 cc. of dil. HCl. Heat the mixture to boiling, 
which causes the fatty acids to rise to the surface. Cool under 
the tap and filter through a wet filter paper. Immerse a strip of 
turmeric paper in the mixture and dry it. If borax is present, the 
paper will aequire a deep red color when dry and this color will 
change to blue or green when treated with NH4OH or Na2CO; 
solution. The test is sensitive to about 0.05% of borax in the 
soap. 

Chlorides (Salt). —Meruop I.—Evaporate the filtrate from the 
fatty acids, separated by HNOs, to about 100 cc. Neutralize 
carefully with CaCO;, and titrate with 0.1 N AgNO;, using 
KCrO; as indicator (see p. 687). 


CALCULATION.—1 cc. 0.1 N AgNO; —0.00585 gram NaCl. 
= 0.00746 gram KCl. 


Meruop II.—Dissolve 5 grams of the soap in 300 cc. of water. 
Boil if necessary to get all soluble matter into solution. Add 
an excess of neutral chlorine-free Mg(NO;)s solution. About 
25 cc. of a 20% solution is usually sufficient. Without cooling 
or filtering, titrate as above with 0.1 N AgNO; solution, using 
KCrO, indicator. 

Glycerol.— Dissolve 20-25 grams of soap in hot water, add a 
slight excess of HS0; and heat on the water bath until the fatty 
acids separate in a clear layer. Remove the fatty acids and filter 
the acid solution into a volumetric flask. Remove chlorides and 
soluble fatty acids by adding crystals of Ag;SO,. Cool, make up 
to the mark, mix, let settle and filter through a dry filter paper. 
Place an aliquot portion corresponding to about 5 grams of soap 
in a 100-ec. volumetric flask, dilute slightly, add a little silver 
oxide, let stand 10 minutes, and add a slight excess of basic lead 
acetate. Make up to the mark, filter through à dry paper, and 
place 25 cc. of the filtrate in a perfectly clean beaker. Add first 
12 drops of dil H.SO, (1:4) to precipitate the Pb, and then an 
accurately measured amount (40-50 ec.) of a solution of bichro- 
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mate (made by dissolving 74.56 grams of pure KCrO; in water 
and diluting to 1000 cc., the exact strength then being determined 
against pure iron or ferrous ammonium sulfate), and then 15 cc. 
of conc. H;SO, Cover the beaker and heat for 2 hours in 
boiling water; then cool. Add an excess of standard ferrous 
ammonium sulfate solution and titrate back with standard bichro- 
mate solution containing 7.456 grams per liter. (The ferrous 
ammonium sulfate solution should contain about 240 grams per 
liter.) 1 cc. of the stronger bichromate solution corresponds to 
0.01 gram of glycerol. 

In the presence of sugar the above method is not reliable, 
since sugar will also reduce bichromate. Consequently, when 
sugar is present, remove the fatty acids as before, neutralize an 
aliquot with milk of lime, evaporate to about 10 cc., add 2 grams of 
sand and milk of lime containing about 2 grams of Ca(OH)», and 
evaporate almost to dryness. Treat the moist residue with 5 ce. 
of 95% alcohol, rub the whole mass into a paste, heat the mixture 
on the water bath, stirring constantly, and decant the liquid into 
a 250-cc. volumetric flask. Wash the residue five or six times 
with small portions of alcohol, adding the washings to the flask. 
Cool the contents of the flask to 15° C., fill to the mark with 95% 
alcohol, mix, and filter through a dry paper. Evaporate 200 cc. 
of the filtrate to a syrupy consistency on the water bath, transfer 
to a stoppered cylinder with 20 cc. of absolute alcohol, add 3 
portions of 10 cc. each of absolute ether, mixing after each addi- 
tion; let stand until clear, pour off through a filter, and wash 
the contents of the cylinder on the filter with a mixture of 2 parts 
of absolute alcohol and 3 parts of absolute ether. Evaporate to 
a syrup; dry for 1 hour at the temperature of boiling water, weigh, 
ignite, and weigh again. The loss multiplied by 1.25 is the 
weight of glycerol in the aliquot taken. (Instead of weighing the 
glycerol it may be titrated with bichromate after driving off 
the alcohol and ether.) 

NorE.—According to Hoyt and Pemberton, * by using the proper amounts 
of K;Cr;O; and HSO, in excess both the glycerol and the sugar can be 
completely reduced. The amount of K;Cr;O; consumed by the sugar can 
be ealeulated from a separate determination of the sugar and then the 
glycerol calculated from the difference. 


* J. Ind. Eng. Chem., 14, 54 (1922). 
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Sugar.—Dissolve 5 grams of soap in water, add an excess of 
HCl, and heat on the steam bath for 30 minutes. Cool and 
filter out the fatty acids, collecting the filtrate in a volumetric 
flask. Nearly neutralize the excess of acid with NaOH, make up 
to volume and mix. For analysis take an aliquot depending upon 
the amount of sugar supposed to be present. The aliquot must 
not contain more than 0.25 gram of sugar calculated as dextrose. 
Determine the total reducing sugars by Allihn’s modification of 
Fehling’s method (see p. 556) and calculate as dextrose. 

Cane sugar = dextrose X 0.95. 

Norr.—Sugar is often found in transparent toilet soaps, especially those 
sold as “glycerin soaps," to the extent of 20-30%. Such soaps also often 
contain alcohol and sodium acetate. 

Total Unsaponified Matter.—MxrrHop I.—Dry 10 grams of 
soap and extract in a Soxhlet extractor* with absolute etheror 
naphtha (boiling below 60° C.). Transfer the extract to a 
separatory funnel and wash twice with water. Evaporate off 
the solvent, dry at 100—105° C. and weigh. 

Meruop II.—Dissolve 10 grams in about 200 cc. of water. 
Extract in a separatory funnel with 2 portions of 100 cc. each 
of ether. After shaking with the ether add a few cc. of alcohol 
and give the funnel a whirling motion to obtain a clear solution. 
Combine the ether extracts, wash twice with water, evaporate off 
the ether and weigh the unsaponified matter. 

Unsaponifiable Matter.—To the total unsaponified matter as 
determiued above add 25 ec. of approximately 0.5 N alcoholic 
KOH, boil under a reflux condenser for 1 hour, evaporate to 
dryness, dissolve in water, transfer to a separatory funnel, 
shake out with ether, wash the ether free from alkali, evaporate 
off the ether in a weighed dish or flask, dry at 100? C. and weigh. 

Notre.—The unsaponifiable matter thus obtained is the natural unsaponi- 
fiable matter of the oils or fats together with any wax or heavy petroleum 
hydrocarbons non-volatile with steam. 

Unsaponified Saponifiable Matter.—Subtract the unsaponi- 
fiable matter from the total unsaponified matter. 

* À convenient way to do this is to dissolve the soap in a small amount 
of hot water and pour it slowly upon a layer of ether-extracted sand in a 


flat-bottomed evaporating dish. Then evaporate on the steam bath and 
finally dry at 105? C. and transfer to the extractor. 
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Naphtha.—For the determination of naphtha or other hydro- 
carbons volatile with steam, place in a liter round-bottomed wide- 
neck flask about 400 cc. of water and add about 50 ce. of dil. 
HS0; (1:1). After cooling the solution, if necessary, introduce 
about 100 grams of soap, weighed to 0.1 gram, into the flask. 
The soap should be weighed as one piece and cut quickly into 
as large pieces as will go through the neck. Then introduce 
into the neck of the flask a 2-hole rubber stopper connecting 
through one hole by a bent glass tube to a condenser. Through 
the other hole run a glass tube nearly to the bottom of the flask. 
This tube is for admission of steam. Connect the outlet of the 
condenser by means of an adapter to a long tube graduated to 
0.1 cc. A gas burette with a good-sized bulb at the bottom is 
satisfactory. By means of a rubber tube connected to the bot- 
tom of this burette water can be drawn off as it accumulates with- 
out disturbing the upper layer of naphtha. Surround the 
graduated tube with ice water. Heat the solution in the flask 
to boiling and then pass in steam. Continue the steam distilla- 
tion until the condensate comes over perfectly clear. This 
generally requires 1-2 hours. Have sufficient water in the 
measuring tube so that the upper layer of naphtha remains in 
the graduated portion, carefully drawing off the underlying 
water as fast as necessary. 

After completing the distillation, let the contents of the tube 
come to 60° F. and read the volume of the upper layer. Then 
determine the sp. gr. at 60° F. of the volatile distillate. From 
this calculate its weight. Transfer the entire volatile distillate 
to an Erlenmeyer flask. Add 25 cc. of alcohol which has been 
neutralized (hot) to phenolphthalein, warm on the steam bath 
about 15 minutes and titrate with 0.1 N NaOH and phenol- 
phthalein. This gives the fatty acids volatile with steam. Cal- 
culate the total weight of fatty acids as oleic acid and subtract 
from the weight of the volatile distillate. Figure the difference 
to percentage of naphtha by weight. 

CALCULATION.—1 cc. 0.1 N NaOH =0.028 gram oleic acid. 

Norz.—lf the volatile fatty acids amount to more than a few tenths of a 
per cent, it is more accurate to redistill the first steam distillate by means of 
steam after adding a liberal excess of 10% NaOH solution to neutralize the 
fatty acids, collecting the distillate as before in a graduated tube surrounded 
by ice water. 
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Examination of Fatty Acids.—(a) SEPARATION AND PREPARA- 
TION.— Method I (for Ordinary Soaps).—Dissolve about 50 grams 
of the soap in 500 cc. of hot water, add 100 cc. of 30% HSC, 
heat until the fatty matter collects in a clear layer, draw off the 
acid layer and wash the fatty matter free from HSO, with hot 
water. Decant the fatty matter into a dry beaker, filter through 
a hot-water funnel and dry for 20 minutes at the temperature 
of boiling water. 

Method II (for Toilet Soaps and Soaps Containing Volatile Fatty 
Acids).—Dissolve about 50 grams of the soap in 300 cc. of hot 
water, transfer to a separatory funnel and add 150 cc. of approxi- 
mately 2 N H;SO,. Cool somewhat, add 120 cc. of ether, shake, 
draw off the acid layer and wash the ether layer free from acid 
with strong NaCl solution. Draw off the aqueous layer as com- 
pletely as possible, transfer the ether layer to a flask, add 20-30 
grams of anhydrous Na2SOu., stopper the flask, shake and let 
stand at a temperature below 25° C. until the ethereal liquid 
becomes perfectly clear, indicating that the NaSO, has absorbed 
all the water. Filter through a dry paper into another Erlen- 
meyer flask and completely evaporate off the ether by passing 
through the flask a current of dry air and heating the flask to a 
temperature not above 50° C. 

(b) TITER TEsT.—See page 312. 

(c) Aci» NumBER.—See page 311. 

Rosin.—(a) TwicHeLL Mrtruop.—Dissolve 3 grams of the 
separated and dried fatty acids in 30 cc. of absolute alcohol in a 
flask and pass dry HCl gas through the solution in a moderate 
stream. Keep the flask cool by placing it in a vessel of cold water. 
Continue passing the gas until the esters separate and no more 
HCl is absorbed, which usually requires about 45 minutes. Let 
the flask stand about 1 hour until the acid solution is clear and 
the esters containing the rosin float on top. Transfer to a separa- 
tory funnel, wash the flask out with 50 cc. of gasoline (about 74? 
Bé). Run off the acid solution, wash the gasoline solution once 
with water, treat with a solution of 0.5 gram of KOH and 5 ec. 
of alcohol in 50 ce. of water, and shake. Rosin is immediately 
saponified and 2 layers will separate completely. Draw off the 
lower solution of rosin soap into another separatory funnel, 
acidify with dilute acid and shake out three times with ether. 


ANALYSIS OF OILS, FATS, WAXES, AND SOAPS 379 


Wash the combined ether extract twice with water, draw into a 
weighed flask, evaporate off the ether, dry the rosin at 100? C. 
and weigh. 

Norr.—The above method is described in J. Soc. Chem. Ind., 804 (1891), 
and depends upon the fact that aliphatic acids are converted into ethylic 
esters by HCl in alcoholic solution, whereas rosin remains unchanged. 

(b Worrr Meruop.*—Dissolve 5 grams of soap in 100-200 
ec. of hot water, add a slight excess of dil. H;SO,, heat until the 
fatty acids collect in a clear layer, cool to room temperature, 
extract with a small amount of ether, draw off the aqueous layer 
and wash the ether solution free from mineral acid with water. 
Transfer to a 200-cc. Erlenmeyer flask, evaporate off the ether 
and dry for 1 hour at 105? C. Cool and dissolve in 20 ce. of 
absolute alcohol. Then add 10 cc. of a mixture of 1 volume of 
conc. H,SO, and 4 volumes of absolute alcohol and boil 4 minutes 
under a reflux condenser. Remove from the steam bath and 
add to the liquid about five times its volume of NaCl solution 
(7-10%). Shake out the aqueous solution with 3 portions of 
ether, combine the ether solutions and wash with NaCl solution 
until the washings are neutral to methyl orange. Add 30 cc. of 
aleohol neutral to phenolphthalein and titrate the rosin acids 
with 0.1 N NaOH and phenolphthalein. 

CALCULATION.—1 cc. 0.1 N NaOH =0.0346 gram rosin. 

=0.0377 gram Na resinate. 


Miscellaneous Substances.— Metallic substances such as Pb, 
Hg, Cu, and Zn will be found in the filtrate from the SiO» deter- 
mination and may be determined by the usual methods. 

Dextrin, starch, gelatin, etc., are sometimes present in soap and 
they may best be determined in aliquot portions of the filtrate 
from the total fatty matter. In this case, however, H50, or 
HCl should be used in place of HNO; to separate the fat. 

Carbolic acid and coal tar products may be determined by the 
method described in Allen's “Commercial Organic Analysis,” 
4th ed., 2, page 420. 

SCOURING Soap 


General.—The methods for scouring soaps are similar to those 
given above, with the following exceptions: 
* Bur. Standards, Bull. 129. 
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Insoluble Siliceous Material.—In the case of scouring soaps 
the material insoluble in water should be reported as Insoluble 
Siliceous Material. 

Feldspar and Quartz.—The approximate amount of feldspar 
contained in the abrasive material of scouring soap (when it is 
known to contain nothing but feldspar or quartz or a mixture of 
the two) may be determined by decomposing about 0.5 gram of 
the abrasive material with HF, taking up the residue in water 
and HCl and determining the Al;O; by precipitation with 
NH,OH. This weight, multiplied by 5.48 and divided by the 
weight of sample, gives the approximate percentage of feldspar 
in the abrasive material. 

Total Alkali.— The total alkali should be determined by 
Method II as previously given and not by titrating the ash, since 
the alkali of the soap will fuse the mineral silicate when the mate- 
rial is ashed. 

LIQUID Soap 


General.—Except as indicated below, the methods of analysis 
for liquid soaps are similar to those for hard soaps, bearing in 
mind that the liquid soaps contain a large amount of water. 

Total Anhydrous Soap and Alkali Combined as Soap.*—Dis- 
solve 10 grams of the sample in 100 cc. of water in a 250-cc. 
Erlenmeyer flask. Add a slight measured excess of 0.5 N HCI, 
insert a small funnel in the neck of the flask and heat at a tem- 
perature not exceeding 60? C. until the fatty acids separate as a 
clear layer. Transfer to a separatory funnel, draw off the acid 
layer into à second separatory funnel, and shake the acid aqueous 
liquid with two 20-ce. portions of ether. Dissolve the fatty acids 
in the ether used for washing the aqueous liquid and shake with 
10-cc. portions of water until no longer acid to methyl orange. 
Unite the water portions used for washing and shake with 20 cc. 
of ether, washing this ether until the wash water is neutral to 
methyl orange. Unite the ether solutions (filter if necessary, 
washing the paper with ether) in a suitable weighed vessel. Add 
100 ec. of neutral alcohol, free from CO», and titrate to exact 
neutrality to phenolphthalein with standard KOH solution. 
Evaporate off the alcohol, dry to constant weight at 105? C., 
weigh as K soap, and calculate the percentage. 

* Bur. Standards, Circ. 24, 
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The soap thus formed includes any mineral oil and neutral 
fat which, if determined separately, must be deducted from the 
result to obtain the true soap. Calculate from the amount of 
standard KOH the amount of K;O (combined as soap) added 
and deduct this from the weight of K soap to obtain the fatty 
anhydrides. 


Norrs.—(1) Liquid soaps are generally solutions of potash soap. If the 
soap is known to be a soda soap, the fatty acids may be titrated with NaOH 
instead of KOH, or the proper correction may be made by calculation. 

(2) If the sample shows an excess of free fatty acid, proper corrections 
must be made in calculating the combined alkali in the original soap. 

(3) A blank test should be made on the standard caustic solution for 
neutral salts and the proper corrections made if necessary. 


Free Carbonate Alkali.— Warm together all the acid aqueous 
liquids from the determination of Total Anhydrous Soap to 
drive off dissolved ether. Cool, add methyl orange, and titrate 
the excess acid with 0.5 N caustic for the amount of acid con- 
sumed by the sample. Calculate the total alkali as K,.O. 
Subtract the amount of KO combined as soap and as free KOH 
and calculate the difference to K;CO;. 

CALCULATIONS.—1 ec. 0.5 N acid =0.02355 gram K,0. 

KOH X 0.8394 = K50. 
K307 1.4671 = K3CO;. 

Free Caustic Alkali or Free Fatty Acid.— Digest hot 10 grams 
of the sample with 200 cc. of freshly boiled, neutral ethyl alcohol 
(9495 or stronger). Filter and wash the precipitate with freshly 
boiled, hot, neutral alcohol until free from soap; unite the filtrate 
and washings, add phenolphthalein and titrate with 0.1 N HCl 
or NaOH. Calculate the percentage of free caustic as KOH or 
of free acid as oleic acid. 


SOAP POWDERS AND SCOURING COMPOUNDS 


Soap powders are generally mixtures of powdered soap with 
soda ash (NasCO3), “monohydrate” (NazCO3'H20), or sal soda 
(NasCO;:10H5;O0). Sometimes part of the alkali is replaced by 
NaHCO;, borax, or NazPO,; and some of the “stronger” and 
less desirable powders contain NaOH. Scouring compounds 
also contain an insoluble abrasive such as pumice, feldspar, etc. 
or a “carrier” like corn meal. 
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The methods of analysis are similar to those for soap. If the 
sample contains insoluble matter, treat 10-20 grams with hot 
water, filter through a tared filter or Gooch crucible and wash 
with hot water, collecting the filtrate in a volumetric flask. 
Dry and weigh the residue; then ignite and again weigh. 

Make the filtrate up to volume. LEvaporate an aliquot repre- 
senting +; of the total to dryness, ignite and weigh the ash. 
Dissolve it in water and titrate for total alkali with 0.5 N acid. 
Determine the fat in another aliquot representing $ of the 
sample. Determine moisture on 2-5 grams of the original 
sample, then determine free alkali on this same portion as 
deseribed under Soap, titrating with 0.5 N or N acid. 

If the sample does not contain insoluble matter, determine 
the fat directly on a 20-gram portion; moisture, ash, and total 
alkali on à 2-gram portion; and free alkali on another 2-gram 
portion. 

If it is desired to determine merely the proportions of 
anhydrous soap and alkali, extract 5 grams in a thimble in a 
Soxhlet extractor with neutral alcohol, or dissolve in about 
200 cc. of neutral alcohol, freshly boiled, filter and wash with 
hot, freshly boiled, neutral alcohol. Add to the alcoholic solu- 
tion 2 or 3 drops of phenolphthalein solution. If free caustic is 
present, titrate it with 0.1 N HCl. Evaporate the alcohol and 
weigh the dry soap, correcting for the NaCl formed from the 0.1 
N HCl added. (1 cc. 0.1 N HC1- 0.0058 gram NaCl.) 

The free carbonate, etc. is left in the thimble or on the filter. 
Dissolve it in hot water, cool, and titrate with 0.5 N or N HCl 
and methyl orange. 


CHAPTER VIII 


ANALYSIS OF WOOD, PAPER, AND PAPER-MAKING 
MATERIALS 


CELLULOSE IN WOOD 


Sampling.—Samples are best obtained from green wood. If 
the wood is dry it should be soaked in water. Place the wood ina 
vise and rasp across the grain with a woodworker's rasp, with the 
object of obtaining the sample in as fibrous a condition as pos- 
sible, like mechanical pulp. Dry the rasped wood at 98-100? C. 

Total Cellulose.—Weigh out samples of 5 grams each into 500- 
ce. casseroles. Add 200 cc. of 1% NaOH solution to the fiber, 
cover with à watch glass and boil gently for 0.5 hour, washing 
the fiber down from the sides of the vessel several times. Filter 
with suction on a l-inch perforated plate placed in a 5-inch 
funnel. A little of the fiber will run through the plate at first 
and must be poured back after a good mat, like an asbestos 
filter, is formed. In order to hold the plate firmly in the funnel 
during filtration and the subsequent manipulations, pass a piece 
of fairly stiff silver wire up through one of the holes in the center 
of the plate and securely fasten it by bending the end down. Let 
the silver wire extend down through the stem of the funnel, pro- 
jecting $ inch beyond the end. By putting one or two slight 
bends in this wire it can be made to bear against the inside walls 
of the stem, holding the filter plate firmly in place. 

Wash the boiled wood with a good volume of hot water, suck 
dry, loosen up the fiber with a sharp-pointed glass rod, and attach 
the stem of the funnel to the rubber tube leading from a chlorine 
generator under a good hood. Cover the funnel with a watch 
glass and pass a stream of washed chlorine gas up through the 
fiber at the rate of 1-2 bubbles per second. Continue the 
chlorination for 1 hour. Loosen the fiber every 15 minutes and 


break up the lumps with the pointed rod. 
383 
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After chlorination return the funnel to the suction flask and: 
wash with hot water to remove HCl. Place 150 cc. of 2% Na2SO; 
solution in a wash bottle. Invert the funnel over a 500-cc. 
casserole, push on the silver wire until the main mass of the fiber 
with the filter plate drops into the casserole, turn the funnel 
right side up and wash out all the fiber with a stream of Nas80; 
solution from the wash bottle. Wash the wire and plate and add 
the remaining Na:SO;. Bring the mixture to a boil, add 3 cc. of 
10% NaOH and boilfor5 minutes. Again collect the fiber on the 
filter plate, wash with hot water until the washings are colorless, 
loosen up and expose to Cl as before. 

With the wood of some broad-leaved species all of the lignin 
is removed by the first chlorination and, instead of coloring yellow 
the second time in Cl gas, the fiber bleaches to a pure white. 
With most coniferous woods the fiber turns yellow when exposed 
to Cl the second time. In that event continue the chlorination 
for 0.5 hour, wash the fiber and boil in alkaline NazSO; solution 
as before, and again expose to Cl gas. Except in very unusual 
cases the fiber will bleach when exposed to Cl the third time. 

At whatever stage the fiber bleaches white, remove it immedi- 
ately from the generator, wash on the filter plate with a large 
amount of water, transfer with the aid of water to a casserole, 
let stand under water for a short time, collect in a large-sized, 
tared Gooch crucible, and wash well with alcohol and finally 
with ether. Dry the product, at first at a gentle heat, and finally 
at 100-105? C. until the weight is constant or begins to increase. 


NomEs.—(1) It is almost impossible to wash out the last traces of acid, 
and unless the fiber is washed with alcohol and ether, the slow drying with 
the concentration of acid at the drying surfaces will cause a browning of the 
edge of the cellulose. 

(2) If for any reason there should be any mineral matter present which 
would not be removed by the treatment, ignite the dried product and sub- 
tract the weight of the ash to obtain the pure cellulose. 


Alpha, Beta, and Gamma Cellulose.—In certain individual 
uses of cellulose products, as for instance the manufaeture of 
rayon (artificial silk) from wood-pulp, the suitability of the raw 
material is largely judged by the amount of alpha cellulose it 
contains. "This is an empirical term used to designate that form 
of cellulose which is most resistant to the action of caustic alkali, 
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as distinguished from the less resistant forms designated as beta 
and gamma cellulose. The procedure for determining Alpha 
Cellulose in materials like wood-pulp is as follows: 

Weigh out duplieate samples of 5 grams each of the air-dry 
pulp cut into small pieces, place in a 400-cc. beaker, and add 50 cc. 
of 17.5% NaOH solution at 20? C. Determine the strength of 
the NaOH solution by careful titration and adjust it so that it 
contains 17.5% (+0.1%) of actual NaOH, since Na.CO; does 
not react.* Let stand a few minutes until the pulp has absorbed 
the caustic solution, disintegrate thoroughly with a flattened 
glass rod and add 50 cc. more of the NaOH solution. Let stand 
for } hour from the time the NaOH was first added, holding the 
temperature at 20° C. Add 300 cc. of water and filter through a 
washed linen filter cloth, using a 4-inch Büchner funnel and a 
large suction flask. (Save the filtrate.) Wash with 1 liter of 
water at 20? C., followed by 100 ce. of dil. acetic acid (1:4). 
Transfer the filtrate and washings to a 2-liter beaker and save 
for the determination of beta cellulose. 

Wash the alpha cellulose on the filter cloth with 1 liter of 
boiling water, discarding these washings. Place the funnel con- 
taining the residue in the oven and when partly dry remove the 
linen filter and carefully scrape off the cellulose, transferring it 
to a weighing bottle. Dry in the weighing bottle at 105° C. 
for 2.5 hours, cool in a desiccator and weigh with the bottle 
tightly stoppered. Return to the oven and weigh at half-hour 
intervals until the cellulose gains in weight. From the lowest 
weight calculate the alpha cellulose in the air-dry pulp. Deter- 
mine the moisture on a separate portion of the pulp by drying at 
105° C. to constant weight and calculate the percentage of alpha 
cellulose on the bone-dry basis. 

Determine Beta Cellulose in the filtrate from the alpha cellulose 
contained in the 2-liter beaker. Acidify the filtrate with acetic 
acid, digest on the water bath until the precipitate coagulates 
sufficiently to be collected by filtering under suction on a linen 
cloth filter. Wash with hot water until free from acid, transfer to 
a weighing bottle and dry until it begins to gain weight as described 
under Alpha Cellulose above. Calculate the weight of beta 
cellulose to percentage of the bone-dry sample. 

*See p. 31. 
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Caleulate Gamma Cellulose by subtracting the sum of the 
percentages of alpha and beta cellulose from the percentage of 
total cellulose, all on the bone-dry basis. 


NomE.—As the distinction between alpha, beta, and gamma cellulose is 
entirely empirical, the above directions must be followed exactly in order to 
obtain concordant results. 


WOOD PULP SAMPLING AND TESTING 


General.—The following procedures for sampling and testing 
wood pulp have been used in this laboratory for many years. 
The method for sampling machine-dried pulp in bales was 
originally developed in this laboratory and has been adopted as 
the official method of the American Pulp and Paper Association, 
the Association of American Wood Pulp Importers and the 
Technieal Association of the Pulp and Paper Industry. A 
résumé of the requirements of the above Associations is given at 
the end of this method. At the present writing no method for 
sampling wood pulp in laps has been officially adopted for general 
use in this country, but the strip and wedge methods as here 
deseribed are extensively used. 

Wood pulp is produced and marketed under such a variety of 
conditions that it is impossible to have one method of sampling 
applicable to all forms. The strip method is well adapted for 
sampling at the pulp mill; the augur method is suitable for sam- 
pling baled pulp, but not for wet lap pulp. No method which 
involves the opening of the bales is suitable for sampling at the 
docks in transit, since the transportation companies will not 
handle broken bales. Accuracy in sampling depends more upon 
taking sufficient samples from individual units to secure a fair 
average of the lot than upon any partieular method of cutting 
the samples. 


SAMPLING 


Machine-dried Pulp in Bales (Augur Method).—Sample only | 
sound and intact bales. Weigh each bale before sampling and 
reject any abnormal bale. A bale is to be considered abnormal 
when it shows any indication of having been damaged or opened 
or when it differs from the standard mill weight by more than 
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10%. If the standard mill weight is 450 pounds, for example, 
reject any bales weighing more than 495 or less than 405 pounds. 
Take the sample by boring into the bales to a depth of 3 inches 
with a special auger bit or with a machine cutter, using a single 
knife. (A sampler which has been found satisfactory is shown 
in Fig. 20.*) Remove the discs, which are approximately 4 
inches in diameter, and take 10 of them as a sample, these to be 
selected as follows: One dise from the second 
sheet of the wrapper, 2 discs from a depth of 
1 inch, 3 discs from a depth of 2 inches, and 
4 discs from a depth of 3 inches. Sample 
at least 5% and preferably 10% of all the 
bales in a lot, but in no case sample less 
than 15 bales to represent 1 lot of pulp. 

Have the holes bored so located that in 5 
successive bales they will represent a por- 
tion extending diagonally across the bale; 
the first hole to be bored at the corner, the 
edges of the cut being at a distance of 1 inch 
from the edge of the bale; the second cut 
half-way between the location of the first 
and the center; the third at the center, and 
so on until the fifth bale is sampled in the 
opposite corner in a position corresponding ~~ 
to the first. a Apu 

Pulp in Rolls.—Sample at least 20% and 
preferably more of the rolls. Weigh the entire shipment if 
possible. 

(A) AUGER MerTHoD.—Take the sample by boring into the 
rolls in the same manner as for pulp in bales. Take the first 
sample so that the edge of the disc is within 1 inch of the end of 
the roll; the second half-way between the first and the center; 
the third at the center, and so on. 

(B) Strip MrETHOD.—Cut a strip of definite width across the 
face of the roll from the second layer and 4 other similar strips 
from layers located at least 1.5 inches or farther from the outside 
layer. In the case of large lots a 1-inch strip is satisfactory; for 
small lots, however, the strips should be 3 inches wide. 

* These may be obtained from the Millers Falls Co., Millers Falls, Mass. 
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Wet Pulp in Laps.—(A) Sp Metuop.—(1) Cutting of Sam- 
ple.—Take the sample by cutting a strip about 1 inch* wide from 
the center of the folded section to the middle of the outside edge, 
making the cut in each case half-way through thelap. Have the 
cuts made so located that in 4 successive laps they will represent 
a cross having its center at the center of the top face of thelap 
and each arm terminating in the center of one of the 4 edges (see 
Fig. 21). Sample the fifth lap in the same way as the first, and 
80 on. 


STRIP METHOD 


FE AN. 


First Lap SecondLap ThirdLap Fourth Lap 
WEDGE METHOD 


Lg 


First Lap. Secondlap Third Lap Fourth Lap 
Fra. 21.—Methods of Sampling Pulp in Laps. 


(2) Selection of the Laps.—When the pulp is loose in laps, sam- 
ple not less than 1 lap in every 2000 pounds of wet pulp. In 
sampling from a car, take care that the sample laps fully represent 
every portion of the car. With loose pulp it is necessary to weigh 
the whole carload or shipment. 

When the laps are bundled together in bales, ascertain the 
total number of bales and weigh and sample not less than 2.5951 
of this number. Open each bale to be sampled and withdraw 1 
lap. Cut the samples from these laps as above described. 
Select the laps from the bales as follows: 

From 20% of the bales sampled withdraw the middle lap. 

From 40% of the bales sampled withdraw the lap halfway 
between the outside and the center. 

From 35% of the bales sampled withdraw the lap next to the 
outside. 

From 5% of the bales sampled withdraw the outside lap. 

* A narrower or wider strip may be adopted, provided the same width is 
cut from every bale sampled. 

t It is convenient to work with a multiple of 20, 
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In the case of those laps which are withdrawn from the outside 
of the bales, cut the sample on that side which formed the outer 
surface of the bale. 

(B) WEDGE MzrROp.—The procedure in this method is similar 
to that in the strip method above, except that, instead of cutting 
strips a wedge is cut from each bale, the angle of the wedge being 
exactly 9 deg. and the wedge cut from the center of the lap to the 
edge. Make the depth of the cut half-way through the lap. 
The position of each cut is similar to that of the strip method, as 
shown in Fig. 21. 


Notr.—The wedge method theoretically is more accurate than the strip 
method as the wedges contain more nearly the correct proportion of wet edge 
than the strips. It has been our experience, however, that the strip method 
in the hands of the average sampler gives fully as reliable results. One 
objection to the wedge method is the tendency of breaking off the point of 
the wedge and consequent loss of some of the sample. 


Machine Pulp at Mill.—In sampling pulp at pulp mills where 
it is coming from the wet machines, cut a strip 2 or 3 inches* wide 
across the entire width of the web, taking at least 1 such strip 
for every 2000 pounds of production. 'The total amount of 
pulp eovered by the test should be weighed immediately after 
coming from the machines. 

In the case of pulp coming from dryers in a continuous web, 
eut a similar strip representing at least every fifth bale or roll of 
production. 

For wet pulp coming from the Rogers wet machine cut a 
2- or 3-inch strip through the center of the sheet, alternating 
with and across the machine run. The sampling should be con- 
tinuous through the lot and should give a total weight of sample 
of at least 1 kilogram for every 15 tons. 


TESTING OF SAMPLES 


Place all samples immediately upon being taken in a suitable 
air-tight container, the cover of which must not be removed 
until after weighing. Then dry the samples in a suitable oven 
provided with good ventilation, at a temperature of 204-220” F. 
(95-105° C.) until successive weighings in a closed container, 
made after an interval of not less than 3 hours’ drying, do not 

* The strips must be the same width throughout the sampling. 
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show a variation greater than 0.1% of the original wet weight of 
the sample. Take the minimum weight as the final bone-dry 
weight. From the loss thus obtained calculate the total percent- 
age of moisture. The difference between this and 100% will 
represent the percentage of bone-dry pulp. Air-dry pulp is 
understood to consist of 90% of absolutely dry pulp and 10% 
of water. The percentage of air-dry pulp is therefore calculated 
by dividing the bone-dry percentage by 0.90. 

The scales used for weighing the samples must be accurate 
and sensitive to 1 gram or less. (If avoirdupois scales are used, 
they should be capable of weighing to 0.03 ounce or less.) 


OFFICIAL METHOD OF AMERICAN PULP AND PAPER ASSOCIATION 
AND ASSOCIATION OF AMERICAN Woop PULP IMPORTERS 


General.—All tests must be made by a chemist duly authorized 
and approved by the Joint Committee representing the Associa- 
tion of American Wood Pulp Importers and the American Pulp 
and Paper Association, and must be made strictly in accordance 
with the following instructions—otherwise the Committee reserves 
the right to withdraw the approval of any chemist at any time. 

On retests in case of disputes not less than one-half of the parcel 
in question must be available for sampling.* 

Chemists must have proper and adequate equipment for weigh- 
ing and sampling the bales and for the weighing and drying of 
samples. 

All sampling of pulp must be done by or supervised by the 
approved chemist personally, or by his competent bona fide 
assistants. 

Each chemist must file with the Committee a complete list of 
his bona fide assistants, who will do the sampling, such list to have 
the approval of the Committee. The chemist will be held respon- 
sible for the correct sampling by his approved assistants. 


* In ease of dispute, a retest shall be made either by one chemist acting 
for and mutually agreed upon by both parties, or a “joint (re-)test" shall 
be made by chemists representing both parties. In the latter case only one 
set of samples shall be obtained from the bales weighed and these samples 
shall be dried in an oven approved by both chemists. Retests coming 
within 1% of the original air-dry weight of pulp as invoiced will be deemed 
to uphold the original invoice. 
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The Committee shall at any time have the privilege of investi- 
gating the sampling done by chemists or their assistants. 

Every test certificate shall clearly state the name of the person 
who did the sampling. 

The test certificates shall be uniform and in aecordance with 
forms to be approved by the Committee, a sample draft of which 
will be furnished by the Committee to each chemist. 

Number of Bales to be Sampled.— Except by previous agree- 
ment, not less than 10% of the entire shipment, and not less than 
15 bales, shall be sampled; samples to be drawn only from sound 
and intact bales, from different sections of the entire shipment, 
and the analyst shall be careful to observe that no unusual condi- 
tions prevail in the selection of the bales. The accurate weight 
of all bales sampled is to be ascertained by a competent weigher 
before sampling. All bales weighed and no others are to be 
sampled, and whenever bales are numbered, the number is to be 
given in addition to the weight. 

Method of Sampling.—The method of sampling is the same as 
previously described. 

Weighing of Samples.—All samples must be either weighed 
by accurate scales immediately after being drawn from the bales 
or, where this is impracticable, must be put into air-tight metal 
cans; and due care must be used in the transportation of such 
samples until they can be properly weighed at the laboratory 
of the chemists. The entire bulk of samples selected from the 
bales must be dried out for the test. The temperature in the 
drying oven shall be as near to 212° F. as possible, but shall not 
exceed 220° F., nor be less than 204? F. Two successive weighings 
at least 2 hours apart should not show a variation of more than 
0.1% of the wet weight and the minimum of these weights is to 
be taken as the final bone-dry. 


SULFATE COOK LIQUOR 


General.—In the usual sulfate process for making wood pulp 
the principal ingredients of the liquor used for cooking the wood 
are NaOH, Na;SO,, NasCO;, and NaS. The active agents in 
the digestive process are NaOH and NaS, and it is stated that 
these combine with roughly 50% of the weight of the dried wood 
to form soluble organic sodium salts, The liquor used for cooking 
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wood is generally referred to as White Liquor, the residual liquor 
after the cooking as Black Liquor. 

'The waste sulfate liquor (Black Liquor), obtained from cooking 
pulp materials by the sulfate process, contains in addition to small 
amounts of silicate, various organic salts of sodium and also vary- 
ing proportions of Nach, Nach, Naël, NaOH and  NasCO;. 


BLACK Liquor 


Specific Gravity.— Determine the sp. gr. at 15.5? C. with the 
Westphal balance and calculate the gravity Baumé. 

Total Solids.— Weigh out 100 grams of the material and dilute 
to 1 liter with water in a volumetric flask. Mix thoroughly and 
pipette into a weighed platinum dish 50 cc. (equivalent to 5 
grams). Evaporate on the steam bath and then dry to con- 
stant weight at 105? C. There will be some loss of H:S but the 
result will be approximately correct. 

Ash.—Ignite the above residue until the carbon is burned off. 
In ease it 1s not possible to burn off all the carbon, dissolve in 
water and filter through an ashless filter into a beaker. Ignite 
the filter paper in the same platinum dish. Cool and add the 
filtrate to the dish. Evaporate to dryness, ignite gently, cool in 
3, desiccator and weigh. 

Silica.—Moisten the ash above obtained with cone. HCl, 
warm, add a few cc. of water, evaporate to dryness on the steam 
bath, bake at least 1 hour at 120-140? C., take up with dil. HCl, 
heat to boiling, filter through a quantitative filter, wash with hot 
water, ignite strongly in a platinum dish and weigh as SiO». 
Save the filtrate. 

Sodium Sulfate.— Pipette 25 cc. of the original sample into a 
beaker, add about 100 ce. of distilled water, make slightly acid 
with HCl and heat to boiling. Add 10 ec. of hot BaCl, solution 
slowly, drop by drop, boil for 0.5 hour, filter and wash with hot 
water. Ignite in a weighed platinum crucible. On account of 
the organic matter present, some of the BaSO, is likely to be 
reduced to BaS. Moisten the precipitate in the crucible with 
a few drops of dil. H;SO,. Again ignite, cool and weigh as BaSO,. 
Calculate to Na,SO, and also to Na50. 

CALCULATION.—BaSO, x 0.6086 = Naël, 

Dach, x 0.2656 = Nach, 
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Total Sodium.—To an aliquot of the original solution corre- 
sponding to 5 grams of the sample add an excess of HCl, evaporate 
to dryness and ignite to a dull red heat.* All the sodium salts 
except the sulfate are decomposed to NaCl. 'The temperature 
must be kept low to avoid volatilization of the latter. Leach 
out the residue with hot water and filter. Cool and titrate the 
NaCl with 0.1 N AgNO; solution in the usual way, using Na;CrO, 
as an indicator. 

It is necessary to leach the residue thoroughly with small por- 
tions of hot water and to remove all the particles from the dish. 
For accurate work it is desirable to filter and ignite the residue on 
the filter gently in a platinum dish and again leach with water. 
The leaching should be continued until the filtrate gives no reac- 
tion with AgNO;. Calculate the titration to Na.O. 

CALCULATION.—1 cc. 0.1 N AgNO;-0.003100 gram Na. 

The sum of the Naz0 thus found and the Na;O found present 
as sulfate gives the total sodium as NaO. 

Sodium Sulfide (Volumetric Zinc Method).—SoLUTIONS.— 
(a) Standard Zine Solution.—Dissolve 16.75 grams of pure, 30- 
mesh zinc in a small excess of HNO;. Add sufficient NH,OH 
to redissolve all the precipitate formed and then 50 cc. excess. 
Dilute to 2000 cc. (If any precipitate forms after dilution, insuf- 
fieient NH4OH was added.) r 

(b) Ammoniacal Nickel Sulfate Indicator. —Make an approx- 
imately 10% solution of nickel ammonium sulfate and add a 
slight excess of NH4OH. 

'TrrRATION.—From the solution previously prepared for Total 
Solids pipette out 100 cc. (equivalent to 10 grams of the original). 
Dilute to about 250 cc. in a beaker with distilled water and run 
in from a burette the standard zinc solution. The end-point 
is reached when a drop of the solution in the beaker added to 3 
drops of the nickel sulfate indicator tested on a white spot plate 
no longer forms a black precipitate. From the number of cc. 
of zinc solution required calculate the amount of Nach, 

CALCULATION.—1 ec. zine solution 20.0100 gram NaS. 

Total Available Alkalinity.—Evaporate 25 cc. of the original 
sample to dryness in a platinum dish, ash over a Tirrill burner 


* If SiO; has been determined, evaporate the filtrate there obtained to 
dryness, ignite gently, dissolve in water and titrate the NaCl. 
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(it is unnecessary to burn off all the carbon), and leach out the 
soluble salts with hot distilled water as in the determination of 
Total Sodium above. Cool the filtrate and titrate with 0.5 N 
acid and methyl orange. Calculate the titration to Naz0 
and also to NaOH. This gives the alkalinity available for 
recovery. 


CALCULATION.—1 cc. 0.5 N acid =0.01550 gram Na;O. 
=0.02000 gram NaOH. 


Free Caustic Soda.—Pipette 100 cc. of the black liquor (cal- 
culate the weight from its sp. gr.) into a 500-cc. volumetric flask 
and add 50 ce. of 10% BaCl, solution. Shake and dilute to the 
mark with distilled water, freshly boiled and free from CO». Let 
settle clear. Pipette 50 cc. of the clear supernatant liquor (equal 
to 10 cc. of the original) into a beaker and titrate with 0.1 N HCl 
and phenolphthalein. Calculate to NaOH. 

CALCULATION.—1 cc. 0.1 N acid =0.004001 gram NaOH. 


Norrs.—(1) The above determination must be corrected for NaoS, if 
present, as the latter reacts to phenolphthalein when it is half neutralized, 
according to the reaction : Na2S + HCl =NaSH+NaCl Hence 1 ce. 0.1 N 
HCl =0.007806 gram NaS. To apply the correction, therefore, calculate 
the weight of Na»S which would be present in the amount of liquor taken for 
titration and divide by 0.007806. This will give the number of cc. of 0.1 N 
HCl required by the NaS. Subtract this from the total titration and cal- 
culate the difference to NaOH. 

(2) If the liquid is too dark to obtain a satisfactory end-point, the phenol- 
phthalein indicator solution may be used as an outside indicator on a white 
porcelain ti'e. Place 1 or 2 drops of phenolphthalein in each depression in 
the spot plate and during the titration mix 1 drop of the liquid with the 
indicator until the point is reached where no pink color develops within 
2 minutes after mixing. 

(3) According to Sutermeister,* the above method gives somewhat low 
results for free caustic on account of occlusion of the latter by the barium 
precipitate. He recommends adding 25 cc. of the black liquor to 400 cc. 
of water and 15 cc. of 40% BaCl: solution in a beaker and titrating directly 
with standard acid without filtering. 


Sodium Carbonate.—Pipette 25 cc. of the original liquor into 
a white casserole and add 200 ec. of water. Titrate with 0.5 
N HCl and methyl orange. This titration gives the alkalinity : 
due to Na;,CO;, NaOH, and Na;S.[ Subtract the equivalents 


* “Chemistry of Pulp and Paper Making," 139 (1920). 
T Also one-half of Na.SOs, if the latter is present. 
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of NaOH and Na;S previously determined and calculate the 
difference to NasCO;. 

CALCULATION.—1 ec. 0.5 N HCl=0.02650 gram Nas;CO;. 

Sodium Silicate.— The sodium silicate may be approximately 
calculated by multiplying the amount of SiO; by 1.258. This is 
for the formula Na»SiOy. In the presence of considerable 
amounts of sodium silicate the method of analysis is complicated 
and results by the above procedures are not strictly correct as 
regards NaOH and Na;CO;. 

Total Alkalinity.— The total alkalinity of the liquor itself is 
obtained by direct titration with standard acid and methyl orange 
as described under the determination of Sodium Carbonate. 
Calculate the titration as Na;O and also as NaOH. 


CALCULATION.—1 cc. 0.5 N acid =0.01550 gram Na. 
— 0.02000 gram NaOH. 


WHITE LIQUOR 


General.— The determinations of total solids, ash, total sodium 
and available alkalinity are not generally required on white liquor, 
but, if desired, may be made by the same procedures as described 
under Black Liquor. 

Specific Gravity.— Determine as under Black Liquor. 

Sodium Silicate and Silica.—Pipette 50 cc. into a platinum 
dish, add cautiously an excess of HCl, evaporate to dryness, and 
then bake for 1 hour or more at 120-140? C. Take up with HCl, 
dilute with water, filter, wash with hot water, ignite the residue 
in platinum with a blast lamp and weigh as SiO». An approxi- 
mation of the sodium silicate (Na2Si409) present may be obtained 
by multiplying the SiO; thus found by 1.258. 

Sodium Sulfate.— Determine as under Black Liquor. 

Sodium Sulfide.—Pipette 25 cc. of the liquor into a dry 
beaker of about 300-cc. capacity. Do not dilute with water. 
Run in from a burette an amount of ammoniacal AgNO; solution 
as close to the saturation point as can be estimated. (This 
can be done from a preliminary titration.) Then shake the con- 
tents of the beaker rather vigorously for 2 or 3 seconds. This 
causes the black Ag;S to separate in thick lumps from the clear 
solution. Add another drop of the AgNO; solution from the 
burette. If this forms a heavy precipitate where the drop comes 
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in contact with the solution, add a few more drops, give the beaker 
a shake and repeat the additions until only a faint cloud appears 
in the clear solution. If the beaker is held over a white sheet of 
paper, the end-point may be easily determined within a single 
drop. The last drop necessary to complete the precipitation 
forms only a faint cloud in the clear solution. If then another 
drop is run in after shaking, instead of forming a faint dark cloud, 
it will remain as a clear colorless spot surrounded by the faintly 
distributed precipitate in the pale brownish solution. 


NorE.—l1f the silver solution is added in excess, it will all be distributed 
evenly through the solution and no amount of shaking will cause the Ag.S 
to separate in lumps. 


Ammoniacal Silver Nitrate Solution.—Dissolve 55.29 grams of 
pure metallic Ag in pure HNOs, or dissolve 87.07 grams of 
pure AgNO; in water. Then add 250 ec. of conc. NHsOH and 
dilute to 1 liter. (Keep protected from strong light and away 
from heat.) 1 cc. of this solution is equivalent to 0.02 gram of 
NaS. 

Alkalinity.—(1) Toran ALKALI EXPRESSED IN TERMS OF 
Naz0.—Pipette out 25 cc. of the liquor and titrate with 0.5 N 
acid and methyl orange. The number of cc. of acid used (call 
this A) represents the alkali existing in the solution as NasCOs, 
NaOH, NaS, and one-half NasSOz. Calculate it in terms of 
N 290. 

CALCULATION.—1 cc. 0.5 N acid =0.01550 gram Na. 

(2) Sopa as NaOH+Na.S8.—Pipette 25 ce. of the sample 
into a 100-cc. volumetric flask. Add 25 cc. of a 10% solution of 
BaCl and make up to the mark with freshly boiled distilled 
water. Shake for a few minutes and let settle. Cool and draw 
off 50 cc. of the clear liquid and titrate with 0.5 N acid and methyl 
orange. The number of ec. multiplied by 2 indicates the amount 
of acid necessary to neutralize the NaOH and NasS in the sample. 
(Call this B.) The difference between A and B represents the 
number of cc. required to neutralize the Na;CO; and 4 the Nas- 
5SOs, barium sulfite being practically insoluble. 

(3) Sopa As SULFIDE, SULFITE AND "TurosuLFATE.—Make 
a rough titration of 10 cc. of the liquor with 0.1 N iodine, after 
acidifying with acetic acid. Then run out from a burette 0.5 ec. 
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less than the required amount of iodine into a beaker containing 
about 200 cc. of distilled oxygen-free water. Pipette into this 
10 ec. of the liquor, make acid with acetic acid and complete 
the titration with 0.1 N iodine, using starch as indicator. This 
titration indicates the amount of Nach, Na2S203 and Na.SO; 
in the sample. (Call this titration C.) 
CALCULATION.—1 cc. 0.1 N iodine 20.003903 gram NaS. 
— 0.003100 gram Na;O. 

(4) SoniruM THIOSULFATE AND SuLrITE.—Pipette 50 cc. of 
the liquor into a 250-ce. volumetric flask. Add an excess of 
alkaline ZnCl, solution (made by adding NaOH to a ZnCl, 
solution in sufficient excess to redissolve the precipitate formed). 
Make up to the mark, shake for a few minutes and let settle. 
Draw off 100 cc. of the clear solution with a pipette and neutralize 
with 0.1 N H;SO, using methyl orange. This converts the 
sulfites present into acid sulfites. When acid sulfites are titrated 
with iodine the following reaction takes place: 

NaHS0O;4-H30 +I: - NaHSO,4-2HI. 
Hence 1 molecule of acid sulfite on titration with iodine liberates 
acid equivalent to 3 molecules of NaOH. 

Titrate the neutralized solution with 0.1 N iodine solution and 
starch. (Call this D.) Then decolorize with 1 drop of 0.1 N 
thiosulfate solution and titrate till neutral with 0.1 N NaOH. The 
number of cc. of NaOH, multiplied by 0.0042, gives the amount of 
NasSO;in the aliquot; and this figure, divided by 0.0063, gives the 
number of cc. of 0.1 N iodine to which it is equivalent. Subtract 
this from the iodine titration previously obtained. Calculate the 
difference to Nas850;. 

CALCULATION.—1 cc. 0.1 N iodine=0.01581 gram Na;S83;0;. 


D "es ' 
(5) FINAL CALCULATIONS.—C — gives the cc. of iodine equiv- 


alent to the Na2S. (This is a check on the Na;8 by ammoniacal 
AgNOs.) 
A— B gives the number of cc. required by the Na;CO; and 
one-half the Na:50;. 
1 ec. 0.1 N iodine = 0.003903 gram NaS. 
1 cc. 0.5 N acid —0.02650 gram Na2CO3. 
— 0.01550 gram Na3O. 
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The titration B, expressed as Naz0, minus the sodium sulfide 
titration (with ammoniacal AgNO;), expressed as Naz0, gives the 
Na) present as NaOH. Calculate this to NaOH by multiply- 
ing by 1.291. 

Notr.—The above methods under Alkalinity are those of Otto Kress, pub- 
lished in Paper, 17, No. 24, 30 (1916). 

REFERENCES.— The method for Sulfide in White Liquor is described by 
Carl Moe in Paper, 14, No. 22, 19 (1914). See also article by Otto Kress 
in Paper, 17, No. 24, 30 (1916); and articles by Carl Moe beginning in 
Paper, 18, No. 12, 11 (1916), and by the same author in Paper, 13, No. 24, 
156 (1913). 


BLACK ASH 


General.—Black Ash is the ash recovered after evaporation 
and calcining of the liquor used in the soda and sulfate processes 
of pulp manufacturing. A typical analysis is given* as follows: 


Sodium carbonates NapCOge.. ERE el EE 
Causticisoda, Na ae E PM 1.83 
Sodin sulfate NaDa a T SE 
Sodium sulfide e NS T EE 0.50 
Salt. Nacken. dors heal Me RM Ee EM 6.60 
Carbon C M tite. ie Rari E e GE ag E 4.30 
Silicas Sis MU T D ENT 5.10 
(aleiurxearbonates caos E A 
Undetermined.) RUE DNE REUS. e ATE 0.25 


The following determinations are usually sufficient: 

Carbon and Insoluble Matter.—To 40 grams of the finely 
ground sample in a large beaker add about 500 cc. of water and 
boil gently for about 1 hour. Filter through a filter paper, 
previously dried and weighed in a weighing bottle, collecting the 
filtrate in a liter volumetric flask; wash thoroughly with hot 
water, dry at 100° C. and weigh in the same weighing bottle as 
Carbon and Insoluble Matter. Then ignite in a platinum cru- 
cible until the carbon is completely burned off. Cool in a desic- 
cator and weigh the insoluble matter. Report the loss in weight 
as Carbon. 

Caustic Soda.—Cool the filtrate from the above determination 
to room temperature, dilute to 1 liter and mix thoroughly. Call 
this solution A. Pipette 50 cc. of the solution (equivalent to 2 


* “Standard Methods for Testing Materials in the Pulp and Paper 
Industry," T'ech. Assoc. P.P.I. (1924). 
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grams) into a 250-cc. volumetric flask and precipitate carbonates 
with a slight excess of neutral BaCl, solution. Dilute to the 
mark with freshly boiled and cooled water. Shake thoroughly, 
let settle, pipette out 100 ec. of the clear liquid (equivalent to 
0.8 gram of the original sample) and titrate with 0.1 N HCl and 
methyl orange. From this titration subtract 0.49 cc. for each 
percentage of NaS (as determined below). Calculate the 
difference to NaOH. 

CALCULATION.—1 ec. 0.1 N HC1=0.004 gram NaOH. 

Sodium Sulfide.—To 80 cc. of recently boiled water in a flask 
add 25 cc. of solution A (equivalent to 1 gram of the sample). 
Acidify with acetic acid and titrate at once with 0.1 N Iodine, 
using starch as an indicator. Calculate the titration to Na.S. 

CALCULATION.—1 cc. 0.1 N iodine = 0.0039 gram Nach, 

Sodium Carbonate.—Pipette 25 cc. of solution A into a flask. 
Dilute to about 100 cc. with water and titrate with 0.5 N HCl and 
methyl orange. Subtract from the titration the amount of 0.5 
N HCl equivalent to the NaOH and the NaS Ge, $ of the 
number of cc. of 0.1 N HCl required by the titration under 
Caustic Soda) and calculate the difference to Na;CO;. 

CALCULATION.—1 cc. 0.5 N HCl=0.0265 gram NaeCOs. 

Salt.—Pipette 25 cc. of solution A into a small flask, make 
slightly acid with dil. HNO; and boil to expel Hä Filter and 
wash the residue. Cool the filtrate, add an excess of powdered 
CaCO; and about 1 cc. of chromate indicator solution, and 
titrate with 0.1 N AgNO; solution until a reddish color appears 
and remains after stirring. Calculate to NaCl. 

CALCULATION.—1 cc. 0.1 N AgNO; =0.005845 gram NaCl. 

Sodium Sulfate.— To 500 cc. of solution A add an excess of 
HCl, boil to expel CO», and precipitate while boiling with a slight 
excess of BaCl,, added drop by drop. Boil for 5 minutes, let 
stand overnight protected from SO; fumes, filter, wash thor- 
oughly with hot water, dry, ignite in a weighed platinum crucible, 
cool in a desiccator, and weigh as BaSO,. Calculate to Na:50,. 

CALCULATION.—BaSO, X 0.6086 = Na2SOx. 


SULFITE ACID 


General.—Sulfite Acid or Bisulfite Liquor is the liquid used 
for cooking wood to make pulp by the well-known sulfite 
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process. It consists of an aqueous solution of caleium and mag- 
nesium bisulfites with an excess of sulfurous acid. As the SO» 
gas from which it is made always contains a little SOs, the finished 
acid liquor will contain more or less CaSO, as an impurity. 

Specific Gravity.—Determine with the Westphal balance or 
a pyenometer, preferably the former. 

Total Sulfurous Acid.—Measure out 10 cc. of the acid and 
make up to 100 cc. in a volumetric flask. Pipette 10 cc. of the 
diluted acid into an excess of 0.1 N iodine and titrate with 0.1 N 
thio, using starch solution as an indicator. Calculate the iodine 
consumed to SO». 

CALCULATION.—1 cc. 0.1 N iodine =0.0032 gram SO». 

Free Sulfurous Acid.—Titrate 25 cc. of the diluted solution 
with 0.5 N NaOH, using phenolphthalein as an indicator. Cal- 
culate to SO». 

CALCULATION.—1 cc. 0.5 N NaOH =0.016 gram SO.. 

Sulfur Trioxide.—Measure out 25 cc. of the original solution, 
add 5 ec. of conc. HCl, and boil until theSO; is completely expelled. 
To the boiling solution add 10% BaCl: solution, drop by drop, in 
excess. Boil for 30 minutes, let stand til clear, filter, ignite 
and weigh as BaSO,. Calculate to SO;. 

CALCULATION.—BaSO, X 0.3430 =SOs3. 

Lime and Magnesia.—Pipette out 25 cc. of the original solu- 
tion, add about 1 ec. of conc. H2SO,, evaporate to dryness in a 
platinum dish, ignite carefully, cool and weigh the mixed sulfates 
as CaSO, + MgSO,. 

Dissolve the residue in 25 ec. of dil. HCl, wash the solution 
into a beaker, make alkaline with NH,OH, heat to boiling and 
add enough (NH4);C;O, solution to precipitate completely the 
lime. Continue the boiling for 2 minutes, and let the precipitated 
CaCO50, settle for 4 hour. Filter, wash with hot water, ignite 
in a platinum crucible over a blast lamp to constant weight 
and weigh as CaO. Calculate the CaO to CaSO,, deduct from the 
mixed sulfates and calculate the MgSO, to MgO. 

CaLcuLATION.—CaO X 2.4279 =CaSQ,. 

MgS0,X 0.3349 = MgO. 
NorE.—The Ca and Mg sulfates may also be separated as follows: Add 


10 cc. of water and 1 or 2 drops of HCl, which will dissolve all the MgSO.. 
Add 1 or 2 drops of conc. H;SO, and 25 cc. of 95% alcohol. Let stand for 1 
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hour, filter and wash with 60% alcohol to remove acid. Finally wash with 
40% alcohol as long as anything is dissolved. Ignite and weigh the residue 
as CaSO.. 

Results.—The results should be expressed as follows: 

Sulfurous Acid (S02) 
Sulfurie Acid (SO;) 
Lime (CaO) 
Magnesia (MgO) 

Equivalent to: 

Calcium Sulfate (CaSO,) 
Calcium Bisulfite (CaS50;) 
Magnesium Bisulfite (MgS50;) 
Free Sulfurous Acid (S02) 

The SO; is calculated to CaSO,. The remaining CaO is cal- 
culated to CaS50; and the MgO is calculated to MgS:0s. The 
excess SO» is expressed as Free SO». 

The so-called “Mill Test" is expressed as follows: 

“Free” Sulfurous Acid. 
“Combined ” Sulfurous Acid. 
Total Sulfurous Acid. 

The “free”” sulfurous acid is the actual free SO; plus one-half 
of the SO; in the CaS205 plus one-half of the SO; in the MgS:05, 
and should check approximately with the figure obtained by the 
titration with KOH. Itis, more strictly speaking, the “available 
SO».” The “combined” sulfurous acid is the sum of one-half 
of the SO; in the CaS.O; and one-half of the SO; in the Mea, 

NorEs.—(1) The “free” and “combined” SO; together should be the 
same as the total SO; determined by titration with iodine. 

(2) Griffin and Little* give the following as a typical analysis of a well- 
made liquor prepared from dolomite: 


Siet reen TITTEN 1.0582 
TAO Crociere aede e cos IR A ege 4.41% 
SO) sail AN OT pO a A A ar 2. 0.13% 
do MAMAS. MOV dep LA eos duis 0.95% 
MER MH SLE E NAME CHER ZA d 0.72% 
Combined as: 
Gao DECUS A E eio He me Pla 0.22% 
Cas: SE A E TEE E a GE E E 2 84% 
MESO Sick gees des A Oe E E T 3.04% 
wen Oa. deese tar Sit aac a om eee ee 0.11% 


* “The Chemistry of Paper Making,” 228. 
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This would give a “Mill Test” as follows: 


ET COS e Et o S Ie to c 2.26% 
Comibimred SOn see dieu ea et See ene E 2.15% 
Total Ost cok. a tas Oe eee ee 4.41% 


The tendency today is toward a high “free SO»,” 2.50-3.20%, and a 
lower combined SO», 1.20-1.35%. For cooking dry wood a suitable ratio 
is (approximately): 

Total SO»: “free” SOs: “combined” S05; —4:3:1. 

For wet wood the “combined” SO; should be higher. 


Factors.—The following factors will be found useful in cal- 
culating the final combinations: 


SO; xX 1.700 = Cas. 
CaO X 3.285 = CaS.0s. 
MgO Xx 4.178 = Mg5S:0». 


CaS:0; x 0.6956 = SO». 


ALUM 


General.—This method is for the “alum” used by paper- 
makers, which is not a true alum but a sulfate of alumina, 
Al;(SO4)4: 18H30. 

Insoluble Matter.— Dissolve 25 grams of the sample in about 
200 ce. of boiling water and filter rapidly through a weighed 
Gooch crucible with suction. Wash the residue on the filter with 
hot water, dry at 105? C. and weigh. 

SonLuTrION No. 1.—Collect the filtrate and washings in a 
500-ec. volumetric flask, cool, dilute to 500 ec. and thoroughly 
mix. 

SOLUTION No. 2.— Transfer 100 cc. of Solution No. 1, equiva- 
lent to 5 grams of alum, to another 500-cc. flask, make up to the 
mark with distilled water, and thoroughly mix. 

Alumina.—Pipette out 50 cc. of Solution No. 2, equivalent to 
0.5 gram of alum, and acidify with 10 ec. of cone. HCl and 4-5 
drops of cone. HNO;. Heat to boiling. Add 10 cc. of 10% 
NHACI solution and a pinch of tannic acid on the end of a spatula, 
and then NH,OH until barely alkaline. Boil until there is only 
a faint smell of NH;. Add about one-fourth of a 9-cm. filter 
paper which has been boiled with a little water until the fibers 
are thoroughly disintegrated. (This aids in igniting the precipi- 
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tate by keeping it from drying into a hard, horny mass.) Let 
the precipitate settle, filter and wash free from chlorides. Dry 
the precipitate in the oven in a weighed platinum crucible, then 
ignite over a blast lamp to constant weight, and weigh as Fes03+ 
Al;O; To obtain the amount of alumina, determine the Feat, 
separately as below and deduct from this weight. 

Sulfur Trioxide.—Acidify 100 cc. of Solution No. 2 with HCl 
and heat to boiling. Then add 10% BaCl: solution slowly, drop 
by drop, as long as it produces a precipitate. Boil one-half hour. 
(Or, boil 5 minutes and let stand overnight.) Let the precipitate 
settle completely, filter, wash, ignite and weigh as BaSO.. 
(Test the filtrate with more BaCl, to insure complete precipi- 
tation.) Calculate to SO;. 

CALCULATION.—Ba804,X 0.3430 = SOs. 

Iron.— Transfer 100 cc. of Solution No. 1 to a 200-cc. beaker 
and add 5 cc. of conc. HSO; and 0.1 N KMn0O,, drop by drop, till 
a permanent pink forms. Pass this solution through the Jones 
reductor (see p. 186) and titrate to a faint pink with 0.1 N 
KMnO, solution.* Calculate the iron as Fez03. 

CALCULATION.—1 cc. 0.1 N KMnO,-— 0.008 gram Fe;O;. 


Norer.—In case it is impossible to get the reductor so that a single drop of 
the KMnO, will color the washing solution, run a blank on the reductor, 
using the same amounts of reagents and washings, and subtract the blank 
titration from the titration required by the sample. 


Zinc.—Add (NH4);S in excess to the filtrate from the Al0O0; 
precipitate and let stand some time. Filter, wash with HS 
water, and dissolve the ZnS precipitate in dil. HCl. Make alka- 
line with NH,OH, add 1 drop of litmus solution and HNO; until 
the litmus just turns red. Heat nearly to boiling and add slowly 
ammonium phosphate solution containing a weight of phosphate 
equal to about 12 times that of the Zn to be precipitated. Keep 
the solution just below boiling point for about 15 minutes, or until 
the precipitate has become crystalline. Let the solution cool for 
at least 4 hours and then filter on a Gooch crucible. Wash 
with a 1% solution of ammonium phosphate until free from sul- 


* For alums containing a very small amount of Fe use 0.01 N KMnO, 
for titrating both the sample and the blank. If extreme accuracy is desired 
a larger sample may be used. 
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tate, then wash 5 times with alcohol. Dry at 105? C. to constant 
weight and weigh as ZnNH4PO,. (It may also be ignited and 
weighed as Zn2P207.) 

Complete precipitation of the Zn depends on the neutrality 
of the solution and it is absolutely necessary to test the filtrate 
for Zn by adding NH4OH and a few drops of (NH4)s8 and allow- 
ing it to stand for some time. 


CALCULATION.—ZnN H4PO,X 0.3664 = Zn. 
nz BC Ka 0.4290 = fine 


Lime.—Boil the filtrate from the Zn precipitate to expel HS. 
make alkaline with NH4OH and add (NH4)2C204 solution in 
excess. Filter, wash, ignite in the blast and weigh as CaO. 

Basicity or Acidity.— The following method* is based on the 
fact that an excess of neutral KF decomposes aluminum salts, 
forming two stable compounds reacting neutral to phenolphtha- 
lein, while any free acid remains unaltered, thus: 


Al, (804), + (H580,) +12KF = 2(AIF3:3KF) +3K.80,+ (H3804). 


SOLUTIONS REQUIRED.—(1) 0.1% alcoholic solution of phenol- 
phthalein. 

(2) KF solution, prepared by dissolving 1000 grams of pure 
KF in 1200 cc. of hot CO;-free distilled water, adding 5 ec. of 
phenolphthalein solution and neutralizing if necessary with KOH 
or HSO; (or HF) until about 1 cc. in 10 cc. of distilled water shows 
a faint pink color. Filter out any insoluble matter without 
washing and dilute the clear filtrate to 2000 cc. with CO»-free 
water. Preserve in a wax bottle or a glass bottle coated inside 
with wax. 

(3) Standard 0.5 N HS0, and 0.5 N KOH, free from AlO; 
and similar bases. Standardize the alkali against the acid in 
about 40 cc. of distilled water to which 10 ee. of the above KF 
solution have been added, using phenolphthalein indicator. 

PRocEDURE.—Place exactly 68 ce. of Solution No. 1, equiva- 
lent to 3.40 grams of the sample, in a 4-inch easserole. Add 
about 35 cc. of distilled water and heat to boiling. To the 
solution add exactly 10 ec. of 0.5 N H38O0,. Cool to room tem- 
perature; add 18-20 ec. of KF solution and 0.5 ec. of phenol- 

* J. Soc. Chem. Ind., 30, 184 (1911). 
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phthalein solution. Titrate with 0.5 N KOH (do not use NaOH), 
adding it drop by drop until a slight pink persisting for 1 minute 
is obtained. The titration shows whether the material is basic 
or acid as follows: 

Basic Al;03.—When the KOH back titration is less than the 
amount of HSC added, then 

Percentage of free Al;O; — (cc. of H;SO4—ec. of KOH) X 0.25. 

Free H250,—When the KOH back titration is greater than 
the amount of HSO; added, then 

Percentage of free H2S04¿= (cc. of KOH—ce. of H5804) X 0.72. 

Neutrality.—1f the back titration is equal to the HSO; added, 
then the alum is neutral. 


Norr.—Darkening of the solution during the back titration with KOH 
indicates an insufficient amount of KF added. In such cases repeat the test 
with a fresh solution and a larger amount of KF. Ammonium salts, if 
present, must be expelled by boiling the sample with an excess of standard 
KOH and this excess determined. Also if much iron salts are present, an 
increased quantity of KF solution may be required. 


Calculation of Results.—It is seldom that papermakers’ alum 
contains Zn or more than traces of lime, titanium, etc. Under 
ordinary circumstances the results should be reported as follows: 

Insoluble Matter 

Alumina (Al;O;) (soluble in water) 
Sulfur Trioxide (SO3) 

Iron, calculated as Ferric Oxide (Fez03) 

Equivalent to: 

Insoluble Matter 

Ferrous Sulfate (FeSOx) 
Aluminum Sulfate [Al;(SO4);] 
Basic Alumina (Al;50;)* 
Water (by difference). 

The Pest, is all calculated to FeSO,, although as a matter of 
fact more or less of it is generally present in the oxidized state. 
The remaining SO; is calculated to Al,(SO4)3. Any ALO; left 
over is reported as basic Al;O;. In case the sample contains 
free acid, the Fe;O; is calculated to FeSO, as above, the total 
Al,O; to Alo(SO,)3, and the remaining SO; to free H580,. 

* Or, Free Sulfuric Acid (H580,). 
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Factors.—The following factors will be found useful: 


Fe:0X 1.9020 ss FeSO,. 

Al,O3 3.35062 = Al;(SO4);. 

Al«(SO4); X 0.2980 — Al,O3. 

Fe.03X 1.0028 =SO3; in equiv. am’t of FeSO,. 
SO; X 1.4244 = Al;(SO4)s. 


DYES AND PIGMENT COLORS 


General.—This method is for the testing of aniline dyes and 
pigment colors for use in coloring paper. (See also p. 444.) 

Strength and Brilliancy.—Stocx.—As colors behave differently 
on different fibers, it is advisable when possible to make the 
tests with the stock on which the color is to be used. When 
this is not known, and for routine tests, use bleached sulfite 
made up into stock in the proportions of 1 gram of bone-dry 
fiber to about 300 cc. of water. This is preferably prepared in a 
small beater as follows: Furnish 250 grams of sulfite pulp and 
the required amount of water; brush out for 1 hour; then raise 
the roll and brush again for 4 hour to remove knots. Keep the 
stock in a large, covered jar and make a moisture deter- 
mination each day it is used. 

COLOR SoLUTION.—In the case of dyes dissolve 0.5 gram in 
about 190 cc. of hot (but not boiling) water and dilute to 500 cc. 
in a volumetric flask. For pigments make up 5 grams to 500 cc. 
with hot or cold water. 

Morpants.—Dilute solutions of salt, lead acetate, and soda 
ash are required as mordants for certain colors. 

PROCEDURE.—Weigh out into a 2000-cc. beaker or enamel pot 
an amount of the stock equivalent to 5 grams bone-dry and add 
sufficient water to make the volume about 250 cc. Then add 
5 cc. of a 2% rosin size solution, stir for 5 minutes, add 5 ec. of a 
4% alum* solution, stir for 5 minutes longer and add 10 cc. of the 
color solution. (In testing direct-color dyes, add the dye solution 
first, stir for 5 minutes, add the rosin size, stir 5 minutes and 


* Papermaker's alum, Al;(SO4);- 18H30. 
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finally add the alum and heat the mixture to 120? F.). This 
will give a sheet containing, on the weight of the bone-dry fiber, 
2% of size, 4% of alum and 0.2% of dye (or 2% of pigment color). 

In testing pigments add 0.5 gram of china clay mixed with 50 
cc. of water just before adding the pigment. This produces a 
more uniform coloring of the sheet. Mix the stock well by 
stirring for at least 3 hour (1 hour for chrome and earth pig- 
ments) with a mechanical stirrer or egg beater, or by transferring 
to a quart Mason jar and shaking violently for 5-10 minutes. 
Finally add about 1200 ec. of water, mix and make a hand sheet 
on à suction mold. After forming the sheet, couch it on a strip 
of absorbent paper, fold the absorbent paper over the sheet and 
mark it with the strength of the dye. Squeeze out the surplus 
moisture by passing through a wringer. Remove the dyed sheet, 
punch a hole near the edge, and suspend it on a copper wire or 
glass rod in the drying oven at a temperature of about 85? C. 

Make up a series of sheets from tbe standard color with which 
the sample is to be compared, following exactly the same pro- 
cedure except to vary the percentage of dye. For preliminary 
comparison use 0.15, 0.20 and 0.25% of the standard dye (or 
ten times these amounts of standard pigment). 

After the sheets are dry, compare them for color-strength and 
brilliancy, getting the light from different angles and comparing 
both sides of the sheets. After deciding which of the standard 
sheets most nearly matches the sample, make up another set of 
standards within the range of the one which most nearly matches 
and varying from each other by 0.005% of dye. After having 
obtained a match, calculate the percentage strength of the sample 
as compared with the standard by dividing the strength of the 
standard sheet which the sample matches by 0.2 and multiplying 
by 100. 

Example.—On preliminary test the sample falls between the 
standard sheets containing 0.20 and 0.25% of dye. Make up a 
new series of standards containing 0.205, 0.210, 0.215%, ete. 
The sample is found to match the 0.225% sheet. Then the 


. 0.225 
strength of the sample is 02 X 100 112.5 %. 


NomEs.—(1) A convenient method of permanently marking sample sheets 
is to use an indelible pencil after passing the sheets through the wringer. 
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(2) In testing the yellow dyes, it is a help to add methylene blue or safra- 
nine, using a constant quantity of about 25% of the amount of yellow used. 
Samples so made are compared for shade rather than strength. 


ALTERNATIVE METHOD FOR PIGMENT CoLors.—Weigh an 
amount of the stock fiber equivalent to 10 grams bone-dry into 
a porcelain mortar. Add exactly 0.5 gram of the pigment. (In 
the case of carbon black use only 0.05 gram). Mix the contents 
of the mortar thoroughly with a pestle, adding a little water if 
necessary but keeping the amount at a minimum which will 
allow easy mixing. Stir with the pestle for about 10-15 minutes, 
or until a uniform color is obtained. Transfer to a large 
bottle, dilute to 1 liter with water, add 10 cc. of 2% rosin size 
solution, shake thoroughly, add 10 cc. of 4% alum solution and 
shake again. Form a sheet from this mixture and compare 
with standards as above. 

Fastness.— Expose a portion of the dyed sheet to the ultra- 
violet light or the Fade-ometer and examine for fading at fre- 
quent intervals. A color which shows marked fading within 12 
hours ultra-violet light or 10 hours Fade-ometer exposure is not 
generally considered sufficiently fast for ordinary use; whereas 
one which shows very little fading after 5 hours exposure to 
ultra-violet or 30 hours to the Fade-ometer is considered a 
relatively fast color. 


BLANC FIXE 


General.—Dlane Fixe is generally marketed as a paste of 
BaSO, and water, less commonly in the dry form. The com- 
mercial blane fixe often also contains more or less phosphate and 
impurities such as carbonates, sulfites, organic matter, silica, 
heavy metals and alkali metals. It is quite often the case that a 
blane fixe is practically pure as it leaves the factory but takes up 
impurities on standing in the storage barrels. It is claimed that 
it is bad to store it in oak barrels, as a yellow stain nearly always 
develops. It should preferably be stored in fir barrels. 

Blane fixe in the pulp form (paste) should not contain more 
than 30% of moisture, and both pulp and dry forms should con- 
tain not less than 97.5% of BaSO, on the dry basis. 

As a general rule the determinations of water, organic and 
volatile matter, and total BaSO, are sufficient, but it is sometimes 
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desirable to determine the amount and nature of the impurities 
and accordingly the following complete scheme is given: 

Qualitative Tests.—As the source of raw materials and methods 
of manufacture determine the presence of certain impurities, a 
qualitative analysis should be made before proceeding with the 
quantitative determination. 

Where the blane fixe is intended solely for photographic pur- 
poses, test the sample first with AgNO; as follows: Spread a small 
sample on a glass plate with a spatula and apply a drop of 10% 
AgNO; solution. If a deep brown or blackish stain develops 
within 5 minutes in the dark, the sample is unfit for photo- 
graphie purposes. Failure to meet this test, however, does not 
cisqualify it as a filler or for coating ordinary paper. 

Organic Matter.—A rough qualitative test for organic matter 
is to heat about 1 gram in a test-tube with 5-10 cc. of cone. H5804 
and let settle. If organic matter is present the acid will turn 
brown. 

Silica.—1f a half-gram sample dissolves completely in 5-10 
ec. of hot conc. H2SO,, the absence of SiO» is indicated. 

Lead.—Boil 5 grams with saturated ammonium acetate 
solution and filter. To the filtrate add a solution of K2Cr2O;. 
A yellow precipitate indicates Pb. 

Iron and Alumina.—Heat 5 grams with 25 cc. of dil. HNO; 
(1:1) and filter. Add a slight excess of NH4,OH to the filtrate 
and heat. A flocculent precipitate indicates alumina, if white, 
and iron and alumina, if brownish. 

Alkalies.—Tests for the alkalies and ammonia are made on 
the water solution in the usual way. 

Moisture.— Weigh out rapidly 5 grams of the sample and dry 
to constant weight at 100° C. Report the loss as Moisture. 

Loss on Ignition.—Ignite strongly the residue from the 
moisture determination, cool in a desiccator and weigh. Repeat 
until constant weight is obtained. The loss indicates organic 
and volatile matter. Previous qualitative tests will indicate 
whether a part of this loss is due to carbonate. 

Water-soluble Material.—Digest 5 grams of the sample in 
150 ee. of hot water. Filter and wash with hot water. Evap- 
orate the filtrate to dryness in a weighed platinum dish and dry 
to constant weight at 100° C, 
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Acid-soluble "MMaterial.— Transfer the residue on the filter 
paper from the water-soluble determination to the beaker con- 
taining the remaining residue, and treat the whole with 125 cc. 
of hot dil. HCl (1:3). Filter and wash. Evaporate the filtrate 
and washings to dryness in a weighed platinum dish and dry at 
100° C. to constant weight. 

Iron Oxide and Alumina.—If the acid-soluble material is high, 
the presence of Fez0z, Alt: BaCO; or Ba;(PO4)s is indicated. 
If phosphate is absent, take up the acid soluble residue with a 
little HCl and 100 cc. of water. Make the solution slightly 
alkaline with NH4OH ; boil, filter, wash with hot water, and ignite 
the precipitate, finally with a blast lamp; cool in a desiccator, and 
weigh as Al;O;4-Fe;O;. If phosphate is present, add to the acid 
solution a known amount of Fez0; in the form of chloride or sul- 
fate (see p. 37), then make slightly alkaline with NH,OH and 
proceed as above. Subtract the known amount of Fesch, added. 
The resulting figure will be Fe3O34- Al;034- P?O; in the sample. 
Determine the P.O; on a separate portion by the molybdate 
method as described below under Barium Phosphate, and subtract 
to get Fe3054- AlO;. 

Barium Carbonate (and Phosphate).— To the filtrate from the 
above add a slight excess of HCl, heat to boiling, and then add 
slowly an excess of dil. H;SO,. Boil until the precipitate settles 
clear; filter, ignite, cool in a desiccator and weigh as BaSO,. 
Calcultate to BaCO; or Ba;(PO4)s according to the qualitative 
analysis. 


CALCULATIONS.—BaSO, X 0.8456 = BaCOs. 


BaS04,X 0.8599 = Ba3(PO,)>. 

Lime and Magnesia.—These are not often present in com- 
mercial blanc fixe but may be determined in the filtrate from the 
Barium Carbonate determination above in the usual way. 

Lead Sulfate.—If the qualitative tests showed Pb, boil with 
saturated ammonium acetate solution the sulfate residue from 
the acid-soluble treatment. Filter and wash. Add a few drops 
of acetic acid and then a slight excess of bichromate solution. 
Heat to boiling, filter through a weighed Gooch crucible, wash 
with hot water, dry at about 100? C., set the Gooch crucible in a 
larger platinum crucible, ignite gently and weigh as PbCrO,. 
Calculate to PbSO,. 
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CaLCULATION.—PbCrO, X 0.9383 = PbSO.. 

Barium Sulfate.—Dry the residue from the ammonium acetate 
treatment (or, if Pb is absent, the residue from the acid-soluble 
treatment) to constant weight and calculate its percentage of the 
original sample. Then weigh out 1 gram of this dry residue, 
mix with 5-7 grams of pure Na;CO; and fuse in a platinum 
crucible to a thin liquid. Digest the fusion with hot water until 
completely disintegrated; filter and wash thoroughly with hot 
water. Make the filtrate shghtly acid with dil. HCl, dilute to 
350 cc. and heat to boiling. Then add 25 cc. of 10% BaCl, 
solution, drop by drop from a pipette. Boil for 5 minutes, let 
stand overnight, filter, wash with hot water, ignite and weigh 
as BaSO,. Calculate to the original basis. 

NorEÉ.—In case the complete analysis is not desired, determine BaSO, 
as above, using 1 gram of the dry material from the moisture determination; 
then wash the residue from the fusion with hot water into a beaker and treat 
the filter paper with warm dil. HCl, collecting this in the same beaker. The 
whole precipitate should dissolve completely in HCl. Dilute this solution to 
about 350 cc., boil gently to expel the CO; and add a slight excess of dil. 
HSC. drop by drop. Let stand overnight. Filter out the BaSO,, ignite 
and weigh as usual. 

These two determinations give the total SO; as BaSO, and the total Ba 
as BaSO,; and in a pure blanc fixe they should check closely. An excess of 
total Ba indicates soluble Ba salts [in the absence of Ba;(PO;);] and an 
excess of total SO; indicates other sulfates. 


Barium Phosphate.—Boil 2 grams of the original material with 
150 ec. of water, filter and wash by decantation; return the residue 
to the original beaker and boil with 100 cc. of water and 5 cc. of 
conc. HNOz. Filter and wash with hot water. To the warm 
filtrate add an excess of ammonium molybdate solution. Let 
stand until the precipitate settles clear, then filter and wash 
with a 2% HNO; solution. . Dissolve the yellow precipitate from 
the filter paper with dil. NH,OH. The total volume should 
be between 50 and 100 cc. Add 25 cc. of magnesia mixture, stir 
well and let stand 1 hour. Filter on a weighed Gooch crucible 
and wash with 5% NH,OH. Ignite strongly and weigh as 
Mg»P207. Calculate to P20; and to Bas(POs)2. 

CALCULATIONS.—M g;P$;0; X 0.6379 = P$0;. 

P0; X 4.239 = Baz(PO4)». 
Mg:P:07 x2.704 = Ba3(PO,)>. 
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General Calculations.—If the material contains carbonates 
and phosphates, the acid-soluble Ba may be present in both forms 
and the amounts can be calculated from the total acid-soluble 
Ba and from the P;0;, figuring the latter to Bas(PO4)2 as above 
described and then the excess of Ba to BaCO;. 

If neither phosphate nor carbonate is present, the soluble Ba 
is probably in the form of chloride or sulfide. The Pb should be 
calculated to PbSO,. The Fe and Al may be present as sulfates 
but are generally reported as oxides. 


CALCULATIONS.—Bas(PO4)2 X 1.1630 = BaSO,. 
BaSO,X0.8456 —BaCO;. 
REFERENCE.—This method is based on that described by A. B. Hutchins 


of the Ansco Co., Research Laboratory, published in Paper 20, No. 13, 11 
(1917), somewhat modified by experience in this laboratory. 


BLEACH 
(BLEACHING POWDER AND BLEACH Liquor) 


General.—Bleaching powder, often called in the trade Bleach 
or Chloride of Lime, is made by passing chlorine over slaked 
lime at a temperature of 40-55? C. At higher temperatures 
than this a considerable amount of chlorate may be formed. 
Chemically, bleaching powder is probably calcium chloro-hypo- 
chlorite, CaOCl,. When treated with water it forms chloride 
and hypochlorite according to the reaction: 2CaOCl, = CaCl: + 
Cal, The chlorine from the hypochlorite is the bleaching 
agent and ordinarily the only determination required is that of 
Available Chlorine. 

Available Chlorine.—Mix the whole sample quickly and 
thoroughly, discarding the outside (top layer) which has lost 
more or less chlorine. Weigh out from a weighing bottle* about 
10 grams into a porcelain mortar, add a little water and rub the 
mixture to a smooth cream. Then stir in more water with the 
pestle, let settle for a few moments and pour off through a funnel 
into a liter volumetric flask. Again rub up the sediment with 
water and pour off as before. Repeat the operation until the 
whole of the material has been conveyed into the flask without 
loss and the mortar washed clean. Then fill the flask to the mark 
with water, mix well and pipette out immediately, without allow- 

* Keep the bottle covered while in the balance case as Cl is very corrosive. 
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ing the material to settle, 50 cc. into a beaker. Add 50 ec. of 0.1 N 
arsenious acid. Stir the mixture well and then titrate back the 
excess of As203 with 0.1 N iodine, adding a little starch indicator. 
Duplieate determinations should always be made. From the 
amount of As:O; consumed calculate the available Cl in the 
bleach. 

CALCULATION.—1 cc. 0.1 N As¿03=0.003546 gram Cl. 


Nores.—(1) It is generally specified that a good bleaching powder should 
contain not less than 35% of available chlorine. 

(2) A good bleach, when mixed with water in the proportion of 6 parts of 
bleach to 94 of water and stirred thoroughly for about 20 minutes, should 
settle clear in not more than an hour. 

(3) Bunsen's Method for bleaching powder is as follows: Pipette 25 cc. of 
the bleach solution prepared as above described into a beaker and add an 
excess of a 10% solution of KI. Dilute to about 100 cc., acidify with dil. 
HCl and titrate the liberated iodine with 0.1 N thiosulfate, adding a little 
starch toward the end. The titration gives the amount of available Cl 
directly. This method, however, is not accurate when calcium chlorate is 
present, since it liberates the Cl in the latter which is of no value in bleach- 
ing. If the amount of chlorate is desired, the difference in chlorine obtained 
by the two methods represents the chlorine due to chlorate. If the solution 
is acidified with acetic acid instead of with HCl before titrating, the method 
gives results comparable with the Asch, method. 

(4) Instead of adding an excess of As;O; solution and titrating the excess 
with iodine, the bleach solution may be titrated directly with the Asch 
solution until a drop of the mixture gives no blue stain on starch iodide paper. 
(Mix starch indicator solution with a few drops of 10% KI solution and soak 
in the mixture strips of pure filter paper. Use the paper while still damp.) 


Bleach Liquor.—Bleach liquor or ‘‘ Hypochlorite Solution’’* is 
made from bleaching powder by agitating the latter with water, 
allowing the “mud” to settle and drawing off the clear liquor. 
The liquor generally used for bleaching rags and wood pulp 
ranges from 5-8” Bé., corresponding to 20.5-35.5 grams of avail- 
able chlorine per liter. 

Available Chlorine.—For the determination of available 
chlorine, pipette 10 cc. of the liquor into a 100-cc. volumetric 
flask, about 2 full of water. Dilute to the mark, mix thoroughly, 
pipette 10 cc. of this solution into 25 cc. of 0.1 N As;O; solution 
and titrate the excess of the latter with 0.1 N iodine as described 
previously. Since the aliquot titrated is equivalent to 1 cc. of 


* See also page 42. 
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the original sample, the number of cc. of 0.1 N As2O3 consumed, 
multiplied by 3.546, will give the available Cl expressed in 
grams per liter. 

Notr.—The proportions given above are suitable for ordinary bleach 
liquors. It is necessary, however, in the above procedure that an excess of 
As203 be used. On samples whose history is not known, therefore, it is well 
to make a preliminary titration on 1 cc. of the liquor by the Bunsen method. 
Have about 5 cc. of 10% KI solution in a beaker, pipette into it 1 cc. of the 
bleach solution, dilute to about 100 cc., add a few cc. of dil. HCl and titrate 
the liberated iodine with 0.1 N thiosulfate. From this titration can be 
calculated the amount of 0.1 N As:0; solution necessary to insure an excess. 

REFERENCE.—Sutton: “Handbook of Volumetric Analyses," 10th ed, 
177 (1911). 


BLEACH CONSUMPTION OF PULP 


Weigh accurately 5 grams of the pulp, which should be in the 
air-dry condition. Cut into pieces about an inch square and 
place in a suitable container, such as a granite-ware cup, together 
with sufficient cold water. Thoroughly disintegrate the pulp 
by means of an egg beater, taking care not to lose any by spatter- 
ing. The disintegration should not take more than 5 minutes, 
and should be thorough, or there will be lumps in the test sheets 
subsequently made. 

Transfer the pulp to a funnel containing a perforated porcelain 
plate, rerunning the first portions passing through, which usually 
contain a little fiber. Remove excess water with suction. Trans- 
fer the pulp to a weighed 6-ounce bottle and add about 25 cc. of 
water. Then add the requisite number of cc. of standardized 
bleach solution from a burette. (See Note 1 below.) Place 
the bottle on the scales and add sufficient distilled water to make 
the ratio of air-dry pulp to water 1:20. In other words, the 
weight of the contents of the bottle should be 105 grams, which 
includes pulp, bleach, and water. Stir the contents thoroughly 
with a glass rod, stopper the bottle and place in a water bath 
maintained at 40° C. Let it remain for 4 hours, stirring fre- 
quently. Remove the bottle, and filter the contents through the 
funnel and porcelain plate originally used. Refilter the first 
runnings if necessary. Wash several times, using suction, and 
test the contents of the filter flask for bleach by the addition of a 
crystal of KI. If no yellow color develops, the bleach was com- 
pletely consumed. If a color shows, add acetic acid, and titrate 
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the liberated iodine with 0.1 N thiosulfate, using starch. The 
solution should of course be cool. The back titration, if any, 
expressed in percentage of bleaching powder should be subtracted 
from the bleach originally added. Transfer the bleached pulp to 
a crock or small pan, add a small quantity of water, stir well, and 
make up hand sheets on a suction mold. Compare these 
sheets and ascertain the least amount of bleach required to pro- 
duce a good white. 

The strength of the original bleach liquor is determined as 
follows: Pipette 1 cc. (or an aliquot representing 1 cc.) with a 
standardized pipette into a flask containing about 50 cc. of water 
and a few crystals of KI. Acidify strongly with acetic acid and 
titrate the liberated iodine with 0.1 N thiosulfate. The addition 
of starch is unnecessary; the end-point can be determined by the 
disappearance of the yellow color. 

1 cc. 0.1 N thiosulfate =0.00355 gram chlorine. Assuming 
bleaching powder to contain 33.3% of active chlorine, 

1 ec. 0.1 N thiosulfate 20.01065 gram bleaching powder. 
Express results as percentage of bleaching powder consumed by 
the air-dry pulp. 


Nores.—(1) It is highly desirable that 2, or better 3, parallel tests should 
be carried out simultaneously on the same pulp. Graduated amounts of 
bleach should be used, say 10, 15, and 20%. If preferred, a single test 
of 20% of bleach may first be run; and, depending upon the result obtained, 
2 or more may be subsequently run, to determine more definitely the bleach 
required to produce a good white. 

(2) It is essential that the pulp density or ratio of pulp to water be always 
constant. It should be emphasized that results are without value unless all 
conditions be maintained strictly uniform. 

(3) Care should be taken in the making of the test sheets that they be 
made as nearly the same thickness as possible. It is extremely difficult to 
compare test sheets for color unless the pressure used in drying (e, the 
surface), density, thickness, and in fact all conditions be carefully regulated. 

(4) The assumption of 333% active chlorine in bleaching powder is pos- 
sibly slightly low. It is customary, however, to take this figure in all 
our experimental bleaching operations because the amount of chlorine 

. extracted from bleaching powder in ordinary practice is in all cases less than 
the total available chlorine in the dry powder. With 35% available chlorine 
in the dry powder, about 334% would be actually present in the pulp 
mixture. 

(5) The above method is the result of experimental work done in this 
laboratory by R. B. Roe. 
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CASEIN 


General.—Casein is prepared from milk, either by natural 
souring or by the addition of acid. There are 5 grades of casein: 
(1) Lactic (natural), (2) Muriatic Pressed, (3) Muriatie Cooked, 
(4) Sulfuric Pressed, and (5) Sulfuric Cooked. The properties 
of the different grades are somewhat different, particularly the 
viscosity in alkaline solution. Grades (3) and (5) have the 
highest viscosity, grade (2) next, grade (4) next, and grade (1) 
the lowest. It requires considerable experience to be able to 
distinguish with certainty between the different grades. Usually 
a water extract of sulfuric and muriatic caseins will contain sul- 
fates and chlorides, respectively. 

Always note the appearance and odor of the sample. A good 
casein should have a clean, pleasant odor and should be neither 
moldy, musty, nor rancid. The color should be light yellow 
or cream color and there should be no dark brown portions or 
black specks. Bright orange particles indicate that the casein 
has been burned in drying. 

Moisture.—Weigh 5 grams into a shallow porcelain dish and 
dry to constant weight at 100-105? C. The temperature should 
not be allowed to run over 105? C. 


Norr.—The moisture is not usually determined in casein. On ground 
caseins, however, the maximum allowable moisture is generally considered 
12%. 


Ash.—Weigh 5 grams into a porcelain dish and ignite until the 
ash is white or grayish white. (Casein must not be ashed in 
platinum since it attacks this metal.) Cool in a desiccator and 
weigh. 

Norre.—tThe ash of naturally soured caseins generally runs between 5 and 


8.5%, the ash of acid casein not over 6%. Natural caseins burn to a white 
ash with greater ease than acid caseins. 


Alkali.—Add about 5 ec. of distilled water to the ash and warm. 
Then add 1 or 2 drops of phenolphthalein indicator. If the ash 
is alkaline, titrate it with 0.1 N HCl until colorless, then add two 


drops of methyl orange and complete the titration to a pink color. 
Calculate to Na30. 


CALCULATION. 


1 ec. 0.1 N HCl=0.0031 gram Nah, 


WOOD, PAPER, AND PAPER-MAKING MATERIALS 417 


NorE.—The ash of a pure casein should not be alkaline to phenolphthalein 
or to methyl orange. If it shows alkalinity, test it qualitatively for borax, 
sodium carbonate, and sodium phosphate. 


Starch (Qualitative Test).—Warm a portion of the sample 
with distilled water. Cool, and add a few drops of very dilute 
iodine solution. A blue color indicates starch, 


Notre.—If added alkali has been found in the casein, make the solution 
slightly acid before adding the iodine solution. 


Solubility (“Cutting Test”).—Weigh 50 grams of the ground 
casein into a 350-cc. beaker and add 7.5 grams of powdered 
borax (equivalent to 15 per cent of the weight of the casein). 
Add 250 cc. of water at a temperature of 70° C., and heat for 15 
minutes at this temperature on the water bath, stirring constantly. 
High-grade caseins will dissolve completely. Inferior samples 
will show more or less lumps and mineral impurities. If the 
lumps are brown or orange color, the casein has probably been 
burned in preparation. Grit and dirt will settle to the bottom 
and the approximate amount should be noted. 

In carrying out this test always run at the same time a standard 
high-grade casein for comparison. The Muriatic Flakeless 
Casein of Innis Speiden and Co.* is a satisfactory standard. 
Italian casein is also generally a high-grade casein but gives a 
thinner solution than domestic. Most of the foreign caseins give 
thinner solutions than domestic caseins. 

Clay-carrying Capacity.—Dilute the casein solution obtained 
above with 250 ec. of hot water. 10 ec. of this solution will then 
contain 1 gram of casein. Keep the solution hot during use. 
Weigh out 100 grams of bone-dry clay (standard D. Y. coating 
clay, which has been dried at 105? C., is a suitable clay for this use) 
and mix thoroughly with 65 cc. of water in a small sauce pan or 
casserole. When the mixture is perfectly smooth and free from 
lumps, add 50 ec. of the casein solution. This is equivalent to 
5% of casein on the dry weight of the clay. Stir until smooth. 
Using a paint brush about ł inch wide, remove a brushful of 
the mixture and spread it evenly on one end of a strip of paper 
which should be about 2 feet long and 7-9 inches wide. A 
smooth-surfaced, fairly heavy wrapping paper is suitable. 


* New York City. 
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Add 10 ee. more of the casein solution to the clay and mix 
thoroughly. This will make a mixture containing 6% of casein 
on the weight of the clay. Stir this mixture until smooth and 
brush on the paper as before. Continue in this manner until 
mixtures have been made and applied to the paper which contain 
5, 6, 7, 8, 9, 10, 11, 12, 13, and 14% of casein, respectively, on the 
basis of the weight of the clay. Let the coated paper dry over- 
night at room temperature, or for about 3 hours at 130° F. 
(55° C.). When dry, determine the “critical clay-carrying 
point" in the following manner: 

Soften a piece of sealing wax by heating until it can be easily 
worked with the fingers for a distance of 0.5 inch up the stick. 
A convenient method of accomplishing this is to hold the stick of 
sealing wax about 0.5 inch above an electric hot plate until soft 
and then let it cool for about 15 seconds. When this condi- 
tion is attained, hold the sealing wax 0.5 inch above the hot plate 
for 15 seconds, remove it and press it down for an instant on the 
strip of clay-casein coating which contains 5% of casein. Then 
pull up sharply and observe whether the coating alone comes off 
or whether some fiber from the sheet adheres to it. Heat the 
wax as before for 15 seconds, press down on the strip of coating 
which contains 6% of casein and pull up as before. Repeat until 
that coating is reached which adheres strongly enough to the 
paper so that some fibers pull away from the sheet when the wax 
is pulled up. This is the “critical clay-carrying point." Repeat 
in the same manner, starting from the 14% casein coating and 
running down in the opposite direction, in order to check the 
critical point. If they do not check, the operation should be 
repeated. Report the Clay-carrying Capacity as the number of 
parts of clay which 1 part of casein will carry. This is obtained 
by dividing 100 by the percentage of casein (on the basis of the 
clay) in the coating where the critical point is found. For 
example: If the critical point is found in the coating containing 
9% casein on the basis of the clay, the clay-carrying capacity 
is 100+-9=11.1. 


Notrs.—(1) Always carry out parallel tests on a standard sample of 
casein for comparison as the kind of clay and the kind of paper both influence 
the result obtained. 


.(2) The clay-carrying capacity of a high-grade casein is about 11. 
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Acidity.—Weigh 20 grams of casein into a casserole, and add 
80 cc. of water. Warm, and titrate with 0.5 N NaOH, running 
in a little at a time with alternate warming on the steam bath 
until the end-point is reached. Use strips of litmus paper as an 
outside indicator and apply a drop at a time of the casein solution 
to the blue paper until the red color is faint. Then apply to 
both blue and red paper until the end-point is reached. Report 
the results in terms of cc. of normal caustic solution required to 
neutralize 1 gram of casein. 


NomEs.—(1) This last determination is not usually required. 
(2) The tests for solubility and clay-carrying capacity are of especial 
value in testing casein for use in coating paper. 


CLAY 


(For PAPER MAKING) 


General.—Clay or kaolin for use as a filler in high-grade papers 
or for coating purposes should be pure white and free from 
artificial bluing. It should not have an appreciably gritty feel 
when rubbed between the teeth. The best clays will not show 
more than 1-2% residue by the flotation test nor more than a 
few tenths of 1% grit (generally less than 0.25%) by the 200- 
mesh sieve test. They should not contain an excessive amount 
of free moisture when shipped. 

Moisture.— Dry 10 grams to constant weight at 100—105° C. 
'The loss in weight is considered moisture. 

Grit.—FLOTATION TesT.—Measure a depth of 2 inches from 
the bottom of a 500-cc. beaker and make a mark on the beaker 
to indicate this height. Weigh 20 grams of the clay into the 
beaker, mix thoroughly with water and fill up to the mark. Let 
settle for exactly 1 minute and pour off the milky water. Repeat 
the process until the supernatant water can be poured off prac- 
tically clear at the end of a minute. Place the beaker on the 
steam bath until perfectly dry, brush out the settled grit into a 
balanced watch glass with a camel’s-hair brush and weigh it. 

200-Mrsu Steve TesT.—Place 10 grams of the clay in a 200- 
mesh sieve and wash by means of a slow stream of running water 
and finally with a wash bottle until all the clay has been washed 
through the sieve. Then wash the residue which does not pass 
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through into a small beaker, evaporate off the water on the 
steam bath, brush into a balanced watch glass and weigh 
accurately. 

NorE.—In both grit tests it is permissible and necessary to break up any 
lumps of clay with a rubber “policeman,” but no hard object should be used 


for this purpose which might crush particles of the grit. It is well to examine 
the residues under the microscope. 


Color.—Spread out a small amount of the clay, which has been 
dried at 100-105? C., on white paper by the side of, and in con- 
tact with, a similar amount of a (dried) standard sample. Press 
each down with a spatula to give a smooth surface and compare 
the color. When the clays are of the same color it is impossible 
to see any line of demarcation between them. If a permanent 
record is desired, the color should be measured by a colorimeter 
or tintometer. 


Norr.—Clays used for coating purposes are generally required to be of a 
higher degree of whiteness than those used as fillers. 


Artificial Coloring.—In 1 of 2 similar white porcelain dishes 
place a measured amount of freshly prepared, saturated lime 
water and in the other dish an equal amount of clear, distilled 
or spring water. Then into each of these liquids dust, from the 
end of a knife or spatula, a little at a time, equal amounts of 
clay. If the clay has been artificially blued, the ime water will 
remove the bluing. After letting stand for a few moments 
siphon off the excess liquid and examine the moist clay. If the 
clay has been blued, the residue from the lime-water treatment 
will show the original color, which will be quite different from the 


color shown by the moist clay treated with water alone in the 
other dish. 


Norr.—The so-called “turpentine test" for the presence of artificial 
bluing in clay is unreliable, since certain natural clays when tested with 
turpentine behave similarly to those which have been artificially blued. 


CROWN FILLER 


General.—Crown filler, used as a loading material or paper 
filler, is a special form of hydrated calcium sulfate. 

Total Moisture.—Ignite 2 grams over a Tirrill burner in a 
platinum crucible for 30 minutes, cool in a desiccator and weigh. 
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Repeat until no further loss is obtained.. The loss in weight is 
considered the total moisture in the sample. 

Combined Moisture.— Calculate the amount of water which 
will combine with the residue of anhydrous CaSO,, as found 
above, to form the crystallized form, CaSO,:2H50, by multiplying 
the weight of residue by the factor 0.2647, and report on a per- 
centage basis. 

Mechanical Moisture.—Subtract the combined moisture from 
the total moisture to obtain the free or Mechanical Moisture. 

Notr.—This same procedure may also be applied to Gypsum, Terra 
Alba, Pearl White, Pearl Finish, Alabastine and other calcium sulfate fillers. 


Color comparisons and grit tests may also be made by the methods pre- 
viously described under Clay. 


GLUE 


Moisture.—Weigh 2-3 grams of the glue into a platinum dish, 
add 10-15 cc. of hot water, mix thoroughly with a small stirring 
rod and rinse the rod off into the dish with a wash bottle. Evap- 
orate on the steam bath to dryness and then dry to constant 
weight at 105? C. The loss in weight of the original glue repre- 
sents the moisture. A good glue normally contains not less than 
8% nor more than 16% of moisture. Low moisture may indicate 
overheating in the manufacture. The moisture content, however, 
varies with the humidity of the atmosphere. 

Ash.—Ignite the above residue in the platinum dish. Use a 
low heat at first, as too rapid burning will make it very difficult to 
get rid of the last of the carbon. Then raise the heat and ignite 
to constant weight at the full heat of a Tirrill burner. Report 
the residue as Ash. 

Note whether the ash fuses or not. If it fuses and its aqueous 
solution is neutral and contains phosphates and chlorides, the 
glue is probably made from bone, especially if the ash is over 3%. 
On the other hand, most hide glues give an ash which does not 
fuse, owing to traces of lime which render the aqueous solution 
slightly alkaline. The ash may vary from 2 to 8%, according to 
the quality of the glue. It may also show tests for alum, which 
is sometimes added to impart a fictitious “body” to glues. 

Acidity or Alkalinity.—Dissolve 1 gram of the glue in 500 cc. 
of distilled water. Add a few drops of phenolphthalein indicator 
and, if alkaline, titrate with 0.5 N acid. Calculate to Na;O. 
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CALCULATION.—1 cc. 0.5 N acid =0.01550 gram Na), 

In case the glue is acid instead of alkaline, titrate the Total 
Acidity with 0.1 N NaOH and phenolphthalein. It is also some- 
times desirable to make a separate determination of the volatile 
and organic acids in addition to titrating the total acidity. For 
this determination suspend in a stoppered flask 50 grams of the 
sample with 80 cc. of cold distilled water for about 10 hours (or 
overnight). Distill off the volatile acids by means of steam and 
collect the distillate in a 500-cc. graduated cylinder. After 
about 100 ce. have distilled add a few drops of phenolphthalein. 
If the distillate is found to be alkaline, it is not necessary to pro- 
ceed further with the distillation. Otherwise, when 300 cc. have 
come over, stop the distillation and titrate the distillate with 
0.1 N NaOH and phenolphthalein. This volatile acidity repre- 
sents HCl and HSO; and should not exceed 0.2% for a good glue. 
Report as Volatile Acidity, Calculated as Sulfurous Acid, H;SO;. 

Subtract from the original titration of the glue the titration 
required for the volatile acids and calculate the difference as 
H;SO, Report as Non-volatile Acids Calculated as Sulfuric 
Acid, H2S0,. 


CALCULATIONS.—1 cc. 0.1 N NaOH =0.0041 gram H.SOs3. 
— 0.0049 gram HSC, 


Active Sulfur.— When glue is to be used for sizing anti-tarnish 
papers, it is desirable to know the amount of active sulfur present, 
i.e., sulfur in the form of sulfides or sulfites. The determination 
of this is conducted in exactly the same way as the determination 
of the Volatile Acidity above described, with the exception that 
5 cc. of syrupy H;PO, should be added to the glue solution just 
before distilling with steam and the distillate should be collected 
in Br water. After distillation, boil off the Br from the distillate, 
make ‘acid with a slight amount of HCl and precipitate slowly 
at boiling temperature with BaCl, solution. Filter, ignite and 
weigh the BaSO, and calculate to SO». Report the results as 
Active Sulfur, Caleulated as Sulfur Dioxide. 

CALCULATION.—BaSQ, X 0.274 = S0». 

Jelly Test.—A very good idea of the value of a single glue 
sample, or the comparative values of different samples, may be 
gained by testing the stiffness of the jellies formed. The jellies 
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from the unknown glues are compared with jellies from the stand- 
ard varieties of glues as made by the Peter Cooper Glue Factory. * 
The following grades should be used as standards: No. 1, No. 
1-X, No. 14, No. 1$, No. 14, No. 1$, No. 13, and No. 2. 
The No. 1 is a very high-grade glue and No. 2a cheap glue. (The 
Cooper factory also puts out two higher grades than No. 1, 
namely, No. 1 extra and A extra. Certain other manufacturers 
also claim to make a glue even superior to A extra.) 

The following will give an idea of the relative values of the 
glues as purchased in large quantities: 


1912 1923 
Cents per Pound | Cents per Pound 


A Extra x 32 
No. 1 Mi 28 
No. 1X SS 26 
No. 1i 23 
No. 1$ 17i 
No. 13 153 
No. 2 14 


The method to be used in the jelly strength test is as follows: 
First, decide as to whether the unknown sample is probably 
a low-grade or a high-grade glue and then select several Cooper 
standards that will include the grade of the unknown sample. 
Weigh out 50 grams of each sample of air-dried glue, place in a 
300-cc. beaker and add 200 ec. of cold water. Let the glues 
soak in the cold water until soft throughout. In the case of a 
ground glue this will require not over 1 hour. In the case of 
sheet glues, several hours will be necessary. When thoroughly 
soaked, transfer all the samples at the same time to a steam bath 
which has been previously regulated. Let the mixtures heat to 
160° F. and hold at this temperature until thoroughly dissolved, 
stirring them from time to time to prevent a skin forming on the 
top. All the samples should be cooked the same length of time. 
Fit a 6-inch funnel with cheese-cloth and filter the glue solutions 
into jelly glasses to within 0.5 inch of the top. Set aside to cool, 


* Main works at Gowanda, New York, 


424 TECHNICAL METHODS OF ANALYSIS 


taking care that the samples are not disturbed during jellying. 
In hot weather it is generally necessary to set the glasses in à pan 
of water to cool them; otherwise the jellies will not be stiff enough 
for satisfactory tests. This procedure may also be used when 
results are desired quickly. It is most convenient to cook the 
samples late in the afternoon and allow them to set overnight. 

Place the glasses containing the unknown and standard samples 
in a row so that the labels cannot be seen. Using the third 
finger of the left hand, compare the jellies for firmness or strength 
and rearrange the glasses until the jellies finally stand in order 
of their firmness. Then examine the labels. The standard 
samples should, of course, have been arranged in correct order in 
reference to each other. From the way the unknown samples are 
distributed among the standard samples they can be rated as to 
quality. (The grades of glue ordinarily encountered in paper- 
mill work are those from No. 14 to No. 1$.) 

Report as “Peter Cooper Standard, No. . 

Viscosity.—Dissolve 50 grams of the glue in 200 ec. of cold 
water until soft, as for the Jelly Test. Then warm until dis- 
solved. Determine the number of seconds which is required 
for a 100-cc. Dudley pipette to deliver its volume of water at 
approximately 145° F. Heat the water to about 150° F. and 
fill the pipette somewhat above the mark. Have a rubber tube 
with a pinch-cock on top of the pipette and by means of the 
pinch-cock set the water at the mark. Then with a stop watch 
in the ieft hand open the pinch-cock suddenly and at the same 
time, start the stop watch. Note the length of time required for 
the water to run from the upper to the lower mark. Repeat the 
operation two or three times and take the average. The opening 
of the pipette should be so adjusted that it will deliver 100 cc. of 
water in approximately 35 seconds. 

Determine the viscosity of the glue solution in the same way, 
i.e., heat the solution slightly above 145° F.; fill the pipette; 
set it carefully on the mark and determine the length of time it 
requires for the glue solution to run from the upper to the lower 
mark. Run at least 2 determinations and take the average, if 
they agree reasonably well. Divide this time by the time required 
for water and report the result as the Specific Viscosity of the 
glue solution at 145° F. 


> 
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NorEs.—(1) For viscosity and jelly strength methods adopted by the 
National Association of Glue Manufacturers see J. Ind. Eng. Chem., 16, 
310 (1924). 

(2) The viscosity test runs parallel to the jelly test as shown by the 
following results obtained on samples of Cooper glues in this laboratory: 

A 1 
Cooper Number..Extra Extra. i1— IX 12 12. 14 18 12. 2 
Specific Viscosity. 4.15 3.40 2.00 1.74 1.50 1.44 1.29 1.26 1.24 1.18 


Grease.— Make a strong water solution of aniline blue. Use 
25% solutions of the different samples of glue to be tested. To 
25 cc. of the glue solution add 2 cc. of the dye, and with a 1.5 inch 
flat camel’s-hair brush draw a smooth streak of the dyed glue 
across wrapping paper. White spots indicate grease. A com- 
parison of the white spots will indicate the relative amount of 
grease in the different samples. 

The grease may be determined quantitatively by extracting 
5-10 grams of the ground and dried material with anhydrous 
ether in a Soxhlet extractor, evaporating the ether and weighing 
the residue. It is well to mix the ground sample with an equal 
volume of ether-extracted sand before placing it in the extraction 
thimble. 

Foam Test.— Use the solution from the viscosity determination 
for the foam test. Beat it rapidly with a stirring rod or an egg 
beater for about a minute, then let it stand for 1 minute and note 
whether an excessive amount of foam remains. Glues which 
foam badly are objectionable, as air bubbles are likely to get into 
the joint and thus reduce the area of contact of the glue. 

Water Absorption.—Place 10 grams of the sample in small 
pieces in a weighed beaker and add 200 cc. of water. Place in 
an ice chest and keep at a temperature of about 40° F. for 24 
hours with the beaker covered. Pour off any unabsorbed water 
and weigh the residue. From the increase in weight of the glue 
calculate the percentage of water absorbed. 


Norr.—The water absorption is affected by numerous factors such as the 
temperature of the water, the length of exposure, the amount of free surface 
of the glue exposed, etc. "The test is of some value, however, in comparing 
different samples. High-grade glues will absorb approximately 10-15 
times their weight of water, whereas very weak glues may actually go into 
solution, forming a thick slime. This test may not give reliable results on 
finely broken or ground glues. 
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LIME 


(QUICKLIME) 


General.—Lime is the product of the calcination of limestone. 
As there are many varieties of limestone, the different limes pre- 
pared from them will show corresponding variations in composi- 
tion. Lime consists essentially of CaO or of CaO in natural 
association with a lesser amount of MgO. It may be divided into 
4 types: 

1. High Calcium Lime. 

2. Calcium Lime. 

3. Magnesium Lime. 

4. High Magnesium (or Dolomitic) Lime. 

There is no sharp dividing line between the different types. 

Lime is also often called Quicklime or Burnt Lime to distin- 
guish it from Hydrated Lime which consists essentially of Ca(OH)s 
or a mixture of Ca(OH);, MgO and Mg(OH)». 

Quicklime is generally shipped in 3 forms: (1) lump lime, the 
sizes coming from the kiln; (2) lump lime screened, which has 
been forked or screened to remove the portion which will pass 
a i-inch sieve; and (3) pulverized lime, quicklime which will 
pass a i-inch sieve. Quicklime may also be divided into 2 
grades: (A) selected lime, which should be well-burnt lime 
picked free from ashes, core clinker, or other foreign material; 
and (B) run of kiln, which should be well-burnt, but is taken 
without selection. 

Quicklime has such a wide range of uses that the type of 
analysis required on a given sample depends somewhat upon the 
use for which it is intended. The following method covers the 
determinations usually made upon high-grade limes. All 
portions weighed out for analysis should be finely ground and 
representative of the entire sample. 

Specifications.—In Table XIX are given some typical speci- 
fications for quicklime for different purposes. 

Loss on Ignition.—Ignite 1 gram of the powdered lime in a 
platinum erucible, gently at first, and then over the blast lamp, 
until the weight is constant. The loss in weight is moisture and 
CO; and is expressed as Loss on Ignition. 
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TABLE XIX—SPECIFICATIONS FOR QUICKLIME 


abba » op 


. For cooking rags in paper manufacture (Am. Soc. Testing Materials 
Standard C45-24T). 
. For sulfite pulp manufacture (Am. Soc. Testing Materials Standard 
C46-24T) 
For structural purposes (Am. Soc. Testing Materials Standard C5-24T) 
. For water treatment (Am. Soc. Testing Materials Standard C53-24T) 
For the textile industry (Am. Soc. Testing Materials Standard .C48-24) 
For glass manufacture (Bur. Standards Circ. 118). 
F* 
SE ES Ca C KEE E E en oe 
1 2 3 
Calcium lime: 
CaO 4 MgO, minimum. elo. 95 |..... enc mer 91 83 
(087 minimum... SORE E NADO ci dE EE A ere 
MgO, maximum....... T AO ee eise Gd Keel PE ae ee n. 
Fez03+Al:203, maximum]....|....}.0..]..... on MP gea [Sie s 
Fez0;, maximum....... feo 3 PARTIM LON Elle Aale d ee IS 
EE x a cd eae a lsak eis B 5 5 
S105, maximum. ....... go ES ltd pd 235 4 9 17 
SO eO maximum | scc] 32 lt lo ado mm 1 1 1 
CO», maximum. ....... : Sr ey A ER 
S105 43- Al5Os -FFe;0;, 
MAZMUN es PEN SEA. AM, HOPES | SE 
Available CaO, min- 
WMATA SYS eed ael. dept 90011 State EE S000 Sei al (eet Zen aes 
Magnesium lime: ch 
CaO 4- MgO, minimum..|....|....| 95 ..... EO EPOD 91 83 
CaO, minimum. ....... TEN BORD T so a dee oan renee SER Eos 
MgO, minimum........ e 140141520 a end Ese S ofr 
Fe305, maximum....... MES A ae ee m D At as ee AY? 0.4 0.8 
Al,O3, maximum....... edly. ege el Ee TE 3 5 5 
SO amina ala ee Bu 4 9 i 
SOs OP mA IO mes 1 1 1 
CO», maximum. ....... 108 5 TOS MNA PME OHNE. Sl E 
SiO2+Al,.03+Fe203.... E Soll 5 e USO ee kk it Ee pH TE LIO n3 


* 'The figures given are on the non-volatile basis. 
1 Siliea and insoluble matter. 


Acid-insoluble Matter.— Transfer the ignited lime to a beaker 
and pour over it 50 cc. of water, mix well and add 10-15 cc of conc. 
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HCI. Boil for 5 minutes, filter, wash with hot water, ignite and 
weigh. 


NorEs.—(1) Silica. The result thus obtained contains most of the SiO» 
and any acid-insoluble silicates. It is the figure usually taken in routine 
work. If an actual determination of the SiO» is desired, evaporate the solu- 
tion to dryness in a platinum dish as far as possible on the steam bath, then 
cover and transfer to a hot plate or oven and heat for 1 hour at 200° C., 
in case of a high-calcium lime, or at 120° C. for a high-magnesium lime. 
Cool, moisten thoroughly with conc. HCl, let stand a few minutes, add an 
equal volume of water, cover the dish, and heat on the steam bath for 10-15 
minutes. Filter out the SiO», wash well with dil. HCl and then twice with 
cold water. Evaporate the filtrate to dryness, take up with HCl as before 
and filter through a small paper. "Transfer both filters to à weighed plati- 
num crucible, smoke off the paper without flaming and ignite the SiO» 
over a blast to constant weight. 

For very accurate work treat the residue in the crucible with 5 ec. of HF 
and 1 or 2 drops of H2SOu., evaporate to dryness and again ignite and weigh. 
Report the loss in weight by the HF treatment as SiO». 

(2) For limes containing over 5-10% of acid-insoluble matter it is pref- 
erable to fuse 1 gram mixed with about 7 grams of NaCO; in a platinum 
crucible till a clear melt is obtained. Ther cool the fusion, treat with HCl 
and determine the silica as in the previous note. 


Iron Oxide and Alumina.*— To the filtrate from the previous 
determination add HCl, if necessary, in sufficient amount to 
make the total amount equivalent to 10-15 ec. of conc. HCl. 
Add a few drops of HNO; and boil. Dilute to 200-250 cc. Add 
a very slight excess of NH,OH and keep just below the boiling 
point until the odor of NH; is barely perceptible. Filter off the 
iron and aluminum hydroxides while hot, collecting the filtrate 
in a 250-cc. volumetric flask. Wash with hot water, dry, ignite 
in a platinum crucible, blast, cool in a desiccator and weigh as 
Al,O3+Fe.Os. 

Iron Oxide.—Fuse the combined Fe:0;+Al:0; in a platinum 
crucible with 3-4 grams of KHSO, at a low temperature. Dis- 
solve in water, add sufficient H2SO4 to make a 5% solution and 
pass through the Jones reductor. Cool and titrate with 0.1 N 
KMnO.. | 


* If the silica was purified with HF, fuse the residue from this treatment 
with a little NazCOs, cool, dissolve in HCl, and add the solution to the second 
filtrate from the silica determination. (See note 1 above.) 
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CALCULATION.—1 cc. 0.1 N KMn0,- 0.008 gram Fei, 

Alumina.—Subtract the Fez0 from the combined Fe;O;4- 
Al3O;. 

Lime.—Make the filtrate from the preceding determination 
up to 250 cc. Mix thoroughly and pipette out 100 cc. into a 350- 
cc. beaker, heat to boiling and add slowly a boiling solution of 
3 grams of (NH4);C50, in water. Continue the boiling 2 or 
3 minutes and let the precipitated CaC;O0, settle for 3 hour. 
In the case of magnesium limes, decant through a filter, redis- 
solve the CaC;O, in the beaker and from the filter with HCl, and 
wash the filter five times with hot water and finally with dil. 
NH,OH. Dilute the acid solution to 250 ce., bring to boiling, 
add a few cc. of (NH,)2C20, solution and NH,OH in slight excess. 
Boil for 2-3 minutes and set aside for 4 hour. Filter off the 
Ca C50, on the filter first used, wash thoroughly with small por- 
tions of hot water and ignite in a platinum crucible over a Tirrill 
burner, and finally over a blast lamp to constant weight. Cool in 
a desiccator and weigh as CaO. Divide this weight by 0.4 and 
multiply by 100 to obtain the percentage of lime (CaO) in the 
original sample. Since CaO absorbs moisture from the air, it 
should be weighed as rapidly as possible. 

If the lime contains only a small amount of MgO, one precipi- 
tation is sufficient. 

NomEs.—(1) If it is desired to complete the analysis in as short a time 
as possible, a portion of 50 cc. of the filtrate from the Fe203+Al:0; deter- 
mination should be precipitated in the usual way with excess of (NH4);C50,. 
Boil for about 5 minutes and let the CaC;O, settle clear. Decant through a 
qualitative filter and cool (with ice water if possible). Add ammonium 
phosphate in large excess and 5-10 cc. of conc. NH,OH. Stir rapidly with 
a rubber “policeman.” From the amount of precipitate thus formed one 
can judge whether the lime contains sufficient MgO to require a double 
precipitation or not. For accurate work, if there is more than a slight 
amount of MgO, a double precipitation should be carried out, using a fresh 
100-cc. aliquot. 

(2) It is allowable and sometimes preferable to titrate the CaC;O, 
instead of igniting it. Take a portion of the filtrate from the iron and 
alumina determination corresponding to 0.2-0.25 gram of the material 
and precipitate and filter the CaCO, as above described. In the same 
beaker in which the precipitation was made place about 125 cc. of water and 
add 5-7 ec. of cone. H5SO,. Drop into this the moist filter paper containing 
the CaCO, and heat to about 80? C. Stir to effect decomposition but avoid 
excessive disintegration of the paper. Titrate the solution with constant 
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stirring with 0.1 N KMnO; until a permanent pink color forms. Calculate 
to CaO. 

CALCULATION.—1 cc. 0.1 N KMnO, —0.002804 gram CaO. 

Magnesia.—Acidify the filtrate from the CaCO, precipitate 
(or the combined filtrates, in case of a magnesium lime) with HCl 
and evaporate until the salts begin to crystallize. Dilute until 
the salts are again in solution. Add a volume of dil. NH,OH 
equal to 4 of the volume of the solution. Chill the solution and 
add slowly and with constant stirring 2 grams of Na2HPO, or 
(NH4);HPO, dissolved in 10 cc. of water. Let stand until com- 
pletely precipitated. Four hours are usually sufficient, but if 
possible, it is best to let the solution stand overnight. If the 
analysis is urgent, stir for $ hour and the precipitation will 
be complete. Filter through a weighed Gooch crucible (pre- 
viously ignited) and wash with a mixture of 1 part dil. NH,OH 
(4 : 7), 1 part alcohol and 3 parts water. Dry at 105? C. in the 
oven. Ignite slowly and finally at the highest heat of the Tirrill 
burner until the weight is constant, cool in a desiecator and weigh 
as MgsP30;. 

CALCULATION.—Mg;P$;0;X 0.3621 2 MgO. 

Divide the weight of MgO by 0.4 and multiply by 100 to obtain 
the percentage of MgO in the original sample. 

NomE.—The amounts of (NH,4)2C20O, (3 grams) and sodium or ammonium 
phosphate (2 grams) as given in the procedure are ample to insure complete 
precipitation of the ime and magnesia. 

Carbon Dioxide.—Follow the procedure described under 
Phosphate Rock on page 775, using a 5-gram sample. 

Available Lime.—In using lime to causticize Na;CO; solutions 
the impurities, including CaCO;, are not available for the reac- 
tion and it is often desirable to determine the available CaO. 
'The method is as follows: 

Weigh out 1 gram of the sample and add to a little water in a 
300-cc. Erlenmeyer flask. Boil for afew minutes until thoroughly 
disintegrated. Cool and add about 200 cc. of water and 40 grams 
of granulated sugar. Stopper the flask and mix the contents 
thoroughly by shaking every 15 minutes or oftener for a period 
of 2hours. Filter by suction on a Biichner funnel and wash the 
residue three times with 10% sugar solution. Titrate the filtrate 
with 0.5 N HCl and phenolphthalein. Calculate the titration 
to CaO and report as Available Lime. 
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CALCULATION.—1 ce. 0.5 N HCl —0.01402 gram CaO. 


Norr.—For the determination of available lime in milk of lime, use 10 cc. 
of the sample and omit boiling with water. Otherwise proceed as directed 
above. } 


Sulfur Trioxide, Total Sulfur and Phosphoric Anhydride.— 
See under Limestone, page 434. 


HYDRATED LIME 


General.—Hydrated lime is a dry powder made by treating 
quicklime with sufficient water to satisfy its chemical affinity 
under the conditions of its hydration. When lime is slaked with 
water, the CaO combines with it but the MgO does not to any 
great extent (except on long standing). Hydrated lime is 
therefore essentially Ca(OH). or a mixture of Ca(OH) with 
varying amounts of MgO and possibly lesser amounts of Mg. 
(OH)2. It occurs in the same types as quicklime (see p. 426). 

Specifications.—In Table XX are given some typical specifi- 
cations for hydrated lime for different purposes. The specifi- 


TABLE XX—SPECIFICATIONS FOR HYDRATED LIME 


A. For cooking rags in paper manufacture (Am. Soc. Testing Materials 
Standard C45-24T) 
B. For water treatment (Am. Soc. Testing Materials Standard C54—24T) 
C. For the textile industry (Am. Soc. Testing Materials Standard C48-24) 
D. Masons’ “Hydrated Lime" (Am. Soc. Testing Materials Standard 
C6-24). 4 
Percentages A B Es D 
CAOF SN GO mrnitmumo eeu. a wee fleece ops sos 00 
CHO Poo we aces IO ETE E E Ee 94 Ut 
gO einer xian eee c IA re a Ve TUNE EE 3 
Hes Os Én ma situ Pee s de e EE het 
SiOXand insoluble maximum. 5 3 lalo itu DIO A 
. FexOs 4- A150; 4- 8105, IDA XIII 53-3 oe Eua ouais AS SIS 5 
GO e maximulndbe ek ee eu. o ed tW See di 3 
Ayallable CaO, minimum... comer oue .... [60.5-64.3 
Available Ca(OH)», minimum........... 85 80-85" 
Fineness test: 
S0-mesh residue; maximize 1 Mr EE fees alain aia AnG 0.5 
200-mesh residue, maximum........... AE SE E 15 


AAA _—_e »-zxzx_——— 
* The figures given are on the non-volatile basis. 


j Iron in a readily soluble form should be avoided. 
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cations for hydrated lime for use in the manufacture of glass are 
the same (on the non-volatile basis) as for quicklime for the 
same purpose (see Table XIX). 

Analysis.— The methods for the chemical analysis of hydrated 
lime are in general the same as for Quicklime (p. 426). "Where the 
hydrated lime is to be used in structural work, however, the 
following additional tests should be made: 

Pat Test (Constancy of Volume) *.—'To 20 grams of the sample 
add 100 grams of standard Ottawa sand (see p. 822). Mix well 
and add enough water to make a good plastic, but rather dry, 
mortar. Spread out on a clean glass plate in a layer about $ 
inch thick and 4 inches square, of even thickness and not tapering 
at the edges. If the mortar is too dry to work well, add more 
water. Place the pat in a closet for 24 hours. Have the tem- 
perature of the closet between 65 and 75° F., with a free circula- 
tion of air but no draft directly striking the pat. Then soak the 
pat in water until a film of water stands unabsorbed on its surface. 
If the pat has cracked at this stage, the consistency of the mortar 
was too wet and a new pat must be made. (It is well, therefore, 
to make up 2 or 3 pats at the same time from mortars of slightly 
different consistencies.) 

Next mix 20 grams of the sample with enough water to form a 
thick cream and spread it in a thin layer on the surface of the 
pat. After standing for 15 minutes to permit air bubbles to 
form, trowel to an even surface, making the skim coat as thin as 
possible without letting the sand show through. Place the pat 
in the closet, as previously described, for 24 hours; then examine 
carefully to see that there are no cracks or pops. Suspend in a 
vessel partly filled with cold water in such a way that the water 
can boil without touching the pat. Bring the water gradually to 
boil and keep it boiling gently for 5 hours, the pat being sur- 
rounded by steam during this time. Let the water cool for at . 
least 12 hours, remove and examine the pat. 

If the steam has no visible effect on the pat, report the sample 
as “sound.” If the pat disintegrates, report as “unsound.” 
If the pat eracks, pops, or shows other minor defects, state the 
fact but do not report as either sound or unsound. 

* Am. Soc. Testing Materials Standard C6-24, 
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Fineness.—Place 100 grams of the sample as received on a No. 
30 standard sieve, nested above a No. 200 sieve, and wash with a 
stream of water from a rubber tube fastened to a faucet. Con- 
tinue washing until the water coming through the sieves is clear, 
but not longer than 30 minutes. Dry the residues on both sieves 
to constant weight at 100—120? C. in a CO»-free atmosphere. 
Report the weight in grams retained on the No. 30 sieve as 30- 
mesh Residue and the sum of both weights as the 200-mesh 
Residue. 


Norrs.—(1) The velocity of the water may be increased by pinching the 
tubing but should not be sufficient to splash any of the sample out of the sieve. 

(2) Do not let water accumulate on the No. 200 sieve. This will clog 
the openings and prevent completion of the washing within 30 minutes. 

(3) Hydrated lime for structural purposes should not show a 30-mesh 
residue over 0.5% nor a 200-mesh residue over 15%. 


Calculations.—Calculate the CO, to CaCO;. Subtract the 
equivalent amount of CaO from the total CaO and calulate the 
remainder to Ca(OH)s. (This should check the available lime, 
calculated as Ca(OH)s, if it has been determined.) If the sum 
of the CO; and the H:O combined as Ca(OH), is equal to, or less 
than, the loss on ignition, there is no unhydrated CaO. Report 
any excess in the loss on ignition as Free Moisture. If there is 
insufficient H:O to combine with the CaO after subtracting the 
CaO combined as CaCOs, then subtract the CO; from the loss on 
ignition, consider the remainder as H:O and calculate it to 
Ca(OH)., Subtract the CaOas CaCO; and the CaO as 
Ca(OH). from the total CaO and report the remainder as 
Free (Unhydrated) Lime. 


Factors.—CO, X 2.2748 | 2 CaCO;. 
CaCO;—CO, =Ca0. 
CaO X1.3214 2 Ca(OH)s. 
Ca(OH): — Ha) =C; 
H305x4:1125 " =Ca(0H)». 


LIMESTONE 


General.—Since limes are made from limestones by burning off 
the CO, the analyses of the two are in general quite similar. 
For the determination of Loss on Ignition, Acid-insoluble Matter, 
Iron and Aluminum Oxides, Silica, Lime, Magnesia and Carbon 
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Dioxide follow the same procedures as given above in the method 
for Lime. A Leram sample is sufficient for the CO, determina- 
tion. For routine analyses the CO; may be determined in an 
alkalimeter as described under White Lead on page 274. 

For certain purposes additional determinations are required 
as described below. 

Phosphorus.—Dissolve 10 grams of the sample in 80 cc. of dil. 
HNO; (1:1), filter and wash the residue with hot water. Ignite 
the residue, fuse it with a little NazCOs, cool, dissolve in HNO; 
and add to the main filtrate. Boil the acid solution with 10 cc. 
of a 1.5% solution of KMnO, until MnO, is precipitated. Dis- 
solve the latter by adding HSO; or a sulfite free from P, and boil 
to expel oxides of N and S. Neutralize with NH4OH, add 1 ce: 
of conc. HNO; for each 100 ec. of solution and complete the 
determination by the molybdate method as described on page 
138. 


Norr.—If the sample contains clay or considerable acid-insoluble material, 
mix 10 grams, finely powdered, with 5 grams of Na¿CO; and fuse over a blast 
lamp in a platinum crucible. Dissolve the cooled fusion in HNO; and 
evaporate to dryness. Take up the residue with dil. HNO; (1:2), filter and 
wash with hot water. Ignite the residue in a platinum crucible and evapo- 
rate with HF and HNO;. Finally evaporate twice to dryness with HNO; 
to remove all F, dissolve the residue in HNOs, add to the main filtrate 
and proceed as above. 


Sulfur Trioxide.—Weigh 2 grams of the powdered sample in a 
small beaker and stir with 10 cc. of cold water until all lumps are 
broken up and the lighter particles are in suspension. Add 15 
cc. of dil. HCl and heat until reaction ceases. Filter and wash 
thoroughly with hot water. Dilute the filtrate to 250 cc., heat 
to boiling and add 10 cc. of a boiling 10% solution of Bal, drop 
by drop with constant stirring. Boil for 4 hour or let stand 
overnight. Filter, wash with hot water, ignite, cool in a desic- 
cator and weigh as BaSO,. Calculate to SOs, or if desired to 
CaSO,. 

CALCULATIONS.—BaSO, X 0.3430 = SO;. 

BaSO0, Ka 0.5832 CaSQ,. 

Total Sulfur.—Digest 2 grams of the powdered sample with 
25-30 cc. of Br water on the hot plate for 15 minutes. Add 15 
cc. of dil, HCI (1: 1) and boil until action ceases and all Br has 
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been expelled. Then proceed as above under Sulfur Trioxide. 
Caleulate to S. 

CALCULATION.—BaSO, X 0.1373 = o 

Final Calculations.—For routine analyses calculate the CaO 
and the MgO to carbonates. Subtract the equivalent amount of 
CO; from the loss on ignition and report the difference as Moisture 
and Volatile. Impurities. 


CALCULATIONS.—CaO X 1.7847 = CaCO,. 
MgO X 2.0915 = MgCO;. 


Notr.—free Moisture. If an actual determination of free moisture is 
desired heat 1'gram of the sample at 120° C. for 2 hours in a tared, low form, 
flat-bottomed, weighing bottle. Stopper quickly and cool in a desiccator. 
Then lift the stopper momentarily and weigh. Report the loss in weight 
as Free or Mechanical Moisture (loss at 120° C.). 


ROSIN 


General.—Rosin is graded according to color. The grades 
are as follows: WW, WG, N, M, K, I, H, G, F, E, D and B. 
The WW is the best and palest grade. B is the cheapest and 
darkest grade. Grades G, F, and E are most frequently used for 
paper making. .Yaryan Extract Rosin grades between E and F 
and is ruby red in color. 

Grade.—To determine the grade of rosin a set of standard 
cubes of rosin of the various grades must be available.* The 
rosin under test is cast into a cube in a mold of sheet aluminum 
and compared as to color with the standards by looking through 
the cubes toward the light. Care must be taken to heat the 
‘rosin only just enough to pour, since overheating darkens the 
color. 

Dirt and Foreign Matter.— Unless the rosin is quite dirty, no 
quantitative estimation is necessary. In case a quantitative 
estimation is desired, dissolve 25 grams of rosin in warm alcohol; 
filter through a tared filter paper; wash with alcohol, dry and 
weigh the residue. 

Saponification Number.—Weigh 2 grams of Seng rosin 
into an Erlenmeyer flask of 300-cc. capacity. Add 25 cc. of 0.5 N 
alcoholic KOH and boil for 2 hours under a reflux condenser. 
Shake the flask frequently with a swirling motion to prevent the 

* These may be obtained from D. C. Campbell, Jacksonville, Fla. 


436 TECHNICAL METHODS OF ANALYSIS 


rosin from sticking to the sides of the flask above the liquor line. 
Cool and titrate the excess KOH with 0.5 N acid and phenol- 
phthalein. Calculate the milligrams of KOH consumed per 
gram of rosin. This is the Saponification Number. In each case 
run a blank on the KOH solution by boiling 25 cc. of the solution 
for 2 hours and titrating in exactly the same manner that the 
saponification proper is carried out. 

CaLCULATION.—1 cc. 0.5 N KOH = 28.05 mg. 

Acid Number.—Dissolve 1 gram of powdered rosin in warm 
alcohol (neutral to phenolphthalein) ; cool and titrate the solution 
with 0.5 N NaOH, using phenolphthalein. Express the result as 
milligrams of NaOH consumed per gram of rosin. This is the 
Acid Number. It is sometimes customary to report the per- 
centage of acid. This should be calculated as abietic acid. 

CALCULATION.—1 cc. 0.5 N NaOH =0.1511 gram abietic acid. 

Ester Number. The ester number is the difference between 
the saponification number and the acid number. 

Unsaponifiable Matter. (a) In Alcoholic Solution.—Saponify 
about 5 grams of the rosin by boiling for 2 hours under a reflux 
condenser with an excess of 0.5 N alcoholic KOH. Evaporate 
most of the alcohol, add about 100 cc. of water and extract in a 
separatory funnel with acid-free ether exactly as in the determina- 
tion of Free Rosin in Rosin Size (p. 437). 
~ (b) In Aqueous Solution.—Saponify about 5 grams of the 
rosin by boiling for 4 hours under a reflux condenser with 1 
gram of NaCO; dissolved in 50-75 cc. of water. Cool the 
solution and extract in a separatory funnel with acid-free ether 
as above. 

Norr.—The rosin unsaponifiable in aqueous solution represents more 
nearly the rosin which is unacted upon in determining the acid number and, 
since rosin size is made with soda ash, it is considered to be the unsaponifiable 
matter so far as size-making purposes are concerned. 

Ash.—The determination of ash is seldom necessary. It is 
accomplished by igniting 5 grams in a platinum crucible to a 
white or light gray residue. Cool in a desiccator and weigh. 

Practical Sizing Tests of Rosin.—It is sometimes desirable to 
make a practical sizing test of rosin in comparison with a rosin 
which is regarded as standard. For this purpose a small beating 
engine is desirable, although the work can be done by using a 
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cream whipper. Thoroughly disintegrate 25 or 50 grams (dry 
weight) of unbleached sulfite pulp in the beater or cream whipper 
and add 2% of rosin size in the form of a thin milk. After 
thorough mixing add 3% of a standard alum dissolved in water 
and again thoroughly mix. The pulp is then thinned, made into 
hand sheets and the dried sheets are tested for ink penetration 
(p. 471). Make two sets of sheets, one with size made from a 
standard rosin and the other with size made from the rosin under 
test. The size is made by cooking a given weight of powdered 
rosin, in a container surrounded by boiling water, for 4 hours 
with that weight of soda ash (Na;CO;) which will yield a size 
containing 25% free rosin on the dry basis, Ze, with sufficient 
NaCO; to neutralize 75% of the free acid in the rosin. The 
water used in making up the size should be sufficient to give a 
finished thick size containing 30% dry matter. The thick size is 
diluted to a milk by stirring with water at 70? F. before adding 
to the pulp. 


ROSIN SIZE AND ROSIN SIZE MILK 


General.— Rosin size consists essentially of a mixture of 
rosin-sodium soap with free rosin and more or less water. Thick, 
viscous sizes generally contain from 25—50 % of water and hard, dry 
sizes from 1-10% of water. For paper mill use they are very 
much diluted with water and used in the form of rosin size milk, 
which may contain anywhere from 80-99% of water (usually 
about 98%). 

Rosin size hydrolizes more or less on dilution with water. It 
is therefore necessary in determining the free rosin to keep the 
volume of water as small as possible and for consistent results 
directions should be followed exactly. We have found in many 
instances that when a rosin size is diluted down to a milk, the 
analysis of the milk will give more free rosin, calculated to 
the dry basis, than the analysis of the original size shows on 
the dry basis. 


Rosin SIZE 


Free Rosin.— Weigh out accurately about 10 grams of size and 
mix with 30 ec. of water. (With solid or dry size, 6-8 grams will 
be sufficient.) Wash with as little water as possible into a 250-ce, 
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separatory furinel, free from any trace of acid or alkali. Extract 
with 25 cc. of acid-free ether. If an emulsion forms, add about 
10 ec. of neutral alcohol and shake the mixture. Draw off the 
watery layer into a second sparatory funnel, extract this with a 
second portion of acid-free ether and add the ether extract to 
that in the first funnel. Wash the combined ether extracts with 
two 25-cc. portions of water, adding the wash waters to the solu- 
tion in the other funnel. Pour the washed ether extract into a 
weighed Soxhlet flask. Finally extract the water solution a 
third time with 25 cc. of ether, first using the ether to rinse out 
the funnel which contained the ether extracts. Draw off the 
watery layer into another separatory funnel, wash the third 
ether extract twice with 25-cc. portions of water. Draw off the 
water each time into the funnel containing the soap solution. 
Pour the washed ether extract into the Soxhlet flask containing 
the main ether extract.  Distill off the ether and dry the flask 
at not over 105? C. to constant weight. Cool in a desiccator 
and weigh the free rosin. 

Norrs.—(1) It is especially important that all ether used in this deter- 
mination shall have been specially prepared by washing once with NasCO3 
solution and then several times with water. It should be tested with a 
moist piece of sensitive blue litmus paper, which should not change color 
when completely submerged in it for 15 minutes. 


(2) A convenient way to distill off ether is to connect the flask with a 
Soxhlet extractor and distill the ether up into the extractor. 


Moisture.—Run the residue from the free rosin determination 
into a 250-cc. volumetric flask (or a 500-cc. flask if necessary). 
Dilute to the mark and mix thoroughly. Pipette an aliquot 
equivalent to xw of this solution into a weighed platinum 
dish, evaporate to dryness on the water bath, and then dry at 
105° C. to constant weight. Two hours’ drying ought to be 
sufficient. Divide this weight by de of the weight of the sample 
taken and multiply by 100. This gives the percentage of dry 
matter in the size, exclusive of free rosin. Add the percentage 
of free rosin as above determined, and subtract the sum from 
100; the differenee will be tbe percentage of water. 

Ash and Total Alkali.—Ignite the residue from the moisture 
determination until all carbonaceous matter is burned off. Dry 
in a desiccator and weigh. Dissolve the residue in a few cc. of 
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water and titrate with 0.1 N acid and methyl orange. Calculate 
the titration directly to NasCO;. This weight should check the 
weight of ash reasonably closely, unless the size contains insol- 
uble or other foreign matter. Calculate the titration also to 
Nah: divide the weight thus obtained by Ae of the original 
sample taken, and multiply by 100. This gives the percentage 
of Na2O in the size. 


CALCULATION.—1 cc. 0.1 N acid —0.0031 gram Na, 
— 0.0053 gram Na;CO;. 


Combined Rosin.—Pipette an aliquot representing $ of the 
soap solution from the determination of free rosin into a 
separatory funnel and acidify with 10 ec. of dil. HSO; (1: 5). 
Add 25 cc. of ether, shake well and let stand until the 2 layers 
are completely separated. Draw off the water solution into the 
second separatory funnel and wash the ether with two 25-cc. por- 
tions of water, drawing off the water into the second funnel and 
pouring the ether extract into a weighed Soxhlet flask. Rinse 
the first funnel with 25 cc. of ether into the second funnel. Shake 
well and draw off the water layer into the first funnel. Wash as 
above with two 25-cc. portions of water. Repeat once more. 
Evaporate the ether from the combined extracts as in the free 
rosin determination. Dry to constant weight at not over 105° C. 
Divide the weight obtained by 0.8 of the original weight of sample 
taken and multiply by 100 to obtain the percentage of combined 
rosin. 


Norrs.—(1) The ether in this case does not need to be specially purified, 
though it should be free from any non-volatile residue. 

(2) The combined rosin thus obtained is weighed as rosin acids, whereas 
in the combined state it is actually present as anhydride. There are usually 
slight losses in manipulation and it is customary to report the combined 
rosin as actually weighed. Since rosin anhydride=rosin acid X0.97, the 
usual rosin analysis should add up somewhat over 100%, depending upon 
the amount of combined rosin present. 


Free Carbonate.—Weigh out 10 grams of size and dissolve in 
200 cc. of acid-free absolute alcohol. Let the solution stand 8-10 
hours, or overnight if possible, protected from acid fumes and 
moisture. Filter on à weighed dry filter and wash thoroughly 
with absolute alcohol. Discard the alcoholic solutions. Pour 
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boiling water through the filter, and after cooling, titrate the 
aqueous solution with 0.1 N acid and methyl orange. Calculate 
to NaeCOs. 

CALCULATION.—1 cc. 0.1 N acid 20.0053 gram Na2zCQs. 


Notrs.—(1) The filter need not be weighed if the Insoluble Matter is 
not to be determined. (See below.) 

(2) The determination of free alkali by this method is subject to a slight 
error on account of the solubility of Na¿COz in alcohol. Tests made in this 
laboratory show that when 0.5 gram of anhydrous Na;CO; was allowed to 
stand 16 hours in 200 cc. of 95% alcohol, 0.0075 gram went into solution. 
In the case of absolute alcohol 0.0050 gram dissolved. With 10 grams of 
ordinary rosin size and 200 cc. of absolute alcohol, the moisture in the size 
dilutes the alcohol to about 95% and the solubility of NasCO; would cause 
results about 0.07% too low. Consequently, this figure may be used as a 
positive correction where greater accuracy is desired. 


Insoluble Matter.—Any insoluble matter will be left on the 
weighed filter in the above determination of free NaCO; and may 
be dried and weighed. In order also to determine whether this 
is mineral matter, it may be ignited and the mineral matter 
weighed. 


Rosin Size MILK 


Specific Gravity.—Take the sp. gr. with a pycnometer at a 
definite temperature; and for the various determinations pipette 
out definite volumes of the sample at the same temperature. 

Total Solids.—Pipette 100 cc. into a weighed platinum dish, 
evaporate to dryness, then dry to constant weight at 105? C., 
cool in a desiccator and weigh. 

Total Alkali.—Ignite the residue from the moisture determina- 
tion above and titrate with 0.1 N or 0.01 N acid and methyl 
orange (see Total Alkali under Rosin Size above). 

Total Free Rosin.—Pipette 100 cc. into a separatory funnel 
and extract with 50-75 ec. of acid-free ether without excessive 
shaking (see Free Rosin under Rosin Size above). 


Norr.—lIf difficulty is experienced from emulsions, add 5-10 ec. of neutral 
ethyl alcohol, or very cautiously apply suction to the top of the separatory 
funnel by means of a cork stopper with a glass tube running through it. 


Inert Free Rosin.—If the milk appears to contain suspended 
rosin which settles on standing, boil 300 ce. for 30 minutes, 
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filter on a filter paper which has been dried at 100? C. and 
weighed in a stoppered weighing bottle, wash with hot water and 
weigh the dried residue. 

Total Rosin.—Pipette 50 cc. of the milk into a separatory fun- 
nel, add 10 ce. of very dilute H»SO, (1%), then 50 cc. of ether and 
proceed as under Combined Rosin described above under Rosin 
Size. 

Combined Rosin.—Subtract the total free rosin from the total 
rosin and report the difference as Combined Rosin. 


SATIN WHITE 


General.—Satin White is a paste composed of water, alum- 
inum hydroxide, calcium hydroxide and hydrated calcium sulfate, 
and is made by adding an excess of milk of lime to a solution of 
alum. 

Aluminum Hydroxide.—Weigh out rapidly 10 grams of the 
paste; dissolve in dil. HCl and hot water. If any insoluble matter 
remains after boiling, it should be filtered out, ignited, and 
weighed. Make the filtrate up to 500 cc. ina volumetric flask and 
pipette 50 cc. into a beaker. Make slightly ammoniacal, heat 
to boiling, filter out the Al(OH);, wash thoroughly with hot 
water, ignite over a Tirrill burner and then in the blast lamp and 
weigh as Al;O;. Calculate this to Al(OH)s. 

CALCULATION.—AI,03 X 1.5301 = Al(OH). 

Total Lime.—Heat the filtrate from the Al(OH); gebiertege) 
to boiling and add a slight excess of (NH,4)2C2O, solution. Let 
settle, filter, wash with hot water, ignite in the blast lamp and 
weigh as CaO. 


N CERA preferred, the CaC;O, precipitate may be titrated with 0.1 N 
KMnO, (see p. 429). 


Calcium Sulfate.— Pipette 50 cc. of the original solution into a 
beaker, dilute with 100 cc. of water, and heat to boiling. Then 
add, drop by drop, a slight excess of boiling BaCl; solution and 
boil for 5 minutes. Let stand overnight. Filter out the BaSO,, 
wash with hot water, ignite and weigh as usual. 

Calculate the BaSO, to CaSO,2H;0, subtract the CaO 
equivalent of this from the total CaO, and calculate the remainder 


to Ca(OH)». 
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CALCULATIONS.—BaSO, X 0.7376 = CaS0,:2H5;0. 
BaSO, X 0.3430 =SOs. 
CaSO,:2H20 AOS ZO = CaO. 
CaO X1.38214 =Ca(OH)». 


Moisture.—It is generally customary to take the moisture 
“by difference." Add together the percentages of insoluble 
matter, Al(OH);, CaSO,2H;O and Ca(OH)s, and subtract the 
sum from 100, reporting the difference as Moisture. 


Norrs.—(1) The moisture cannot be accurately determined by direct 
drying at 105? C. because the CaSO42H50 loses some of its water of crystal- 
lization on heating. If desired, the total loss on ignition may be determined 
and the uncombined water calculated from this. For accurate results it is 
necessary to use the blast lamp to make sure all the combined water is 
driven off. 

CALCULATIONS: 


Combined HO from CaSO4:2H2O = CaSO,:2H;O x 0.2093. 
Combined H:O from Al(OH); = Al(OH); 0.3465. 
Combined HO from Ca(OH): = Ca(OH): x0.2432. 


(2) If any CaCO; is present, as is sometimes the case when Satin White 
is made from “lime mud,” it is, of course, necessary to determine the amount 
of CO; present and take this into account in making the calculations. 

CALCULATION.—CO» X 2.2743 =CaCOs. 

(3) There is a patented coating material on the market known as Rafold, 
which is in general similar to satin white except that it is made from 
dolomitic lime and therefor contains considerable magnesia. 


TALC 


(For PAPER FILLER) 


General.—Pure tale is a hydrated magnesium silicate. The 
commercial article, however, is generally a double silicate of Mg 
and Al in which the Mg predominates. It contains, as natural 
impurities, Fez03, CaCO;, and sand. The CaCO; is due to the 
difficulty in separating the talc from the limestone in which it 
occurs. For use as a paper filler, tale should show an analysis 
within the following limits: 


BD. Gan lee" CUE Ree CUA 2.7-2.9 
CaCOsateler ls Sich béi stable Not over 4% 
Fey ck a at di med Dee Not over 2%. 
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Tales containing up to 10% of CaCO; are not necessarily adul- 
terated, but if they contain more than 4% can only be used for 
cheap packing paper and pasteboard. 

Loss on Ignition.—Weigh 1 gram in a platinum crucible, 
ignite at bright red heat to constant weight and calculate the loss 
in weight. For normal tale this is about 497. 

Calcium Carbonate.— Place 1 gram in 400 cc. of water and add 
about 2.5-3 cc. of cone. HCl. Boil gently for 15-20 minutes; filter 
and wash. To the filtrate, add 10 cc. of conc. HCl, then make 
slightly ammoniacal, boil and filter out any Al(OH); which may 
precipitate. To the filtrate add (NH4)»C3;0, solution in excess; 
and after the precipitate has settled, filter, wash with hot water, 
ignite over the blast and weigh as CaO. Calculate to CaCO.. 

CALCULATION.—Ca0 X 1.7847 = CaCO;. 

Iron Oxide.—Weigh 1-2 grams in a large platinum crucible, 
add a few drops of dil. HSO, and evaporate 2 or 3 times with 
10-15 cc. of HF. Then fuse the residue with anhydrous KHSO,. 
Dissolve in water and filter if necessary. Add sufficient H;SO, 
to make a 5% solution, and run through the Jones reductor. 
Cool and titrate immediately with 0.1 N KMnO,. 

CALCULATION.—1 cc. 0.1 N KMn0O,-— 0.008 gram Fe;O;. 

Specific Gravity.— Fill a 200-cc. beaker about 3 full of xylene 
(commercial xylol). Bend a fine platinum or steel wire around 
a platinum crucible in such a way that it may be suspended 
from the hook above the balance pan. Weigh the crucible 
completely submerged in the xylene. From a weighing bottle 
partly filled with the talc, and previously accurately weighed, 
pour into the crucible (which should be about half full of xylene) 
approximately 1 gram of the talc, very slowly and carefully, to 
avoid loss through any of the powder being blown away. Tap 
the crucible gently to dislodge any air bubbles. Again submerge 
and weigh in xylene. The increase in weight represents the 
weight of the tale in xylene. The weight of tale is obtained by 
again weighing the weighing bottle. The difference between the 
weight of talc in air and in xylene represents the weight of xylene 
displaced. Determine the sp. gr. of the xylene in the beaker 
immediately with the Westphal balance. Calculate the result 


from the formula: 
T Wt. of tale taken S poi Wr. 
EE of xylene displaced eae EE 
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Norr.—Tale is often adulterated with barytes and with feldspar and if 
the sp. gr. of the tale is above 2.9, it indicates that the tale is adulterated 
with some heavy material such as these. 


Gypsum.—Boil 2 grams in a beaker with 25 ce. of dil. HCl 
(1:4) and filter into a 250-cc. volumetric flask, washing the 
residue thoroughly with hot water. Cool the filtrate and dilute 
to the mark. Test about 100 cc. of this solution with BaCl;. 
If it gives an appreciable precipitate, the amount should be deter- 
mined. For this purpose heat to boiling an aliquot of 100 cc. 
and add a boiling solution of 10 cc. of 1095 BaCl; solution a drop 
atatime. Boil for 30 minutes, let stand until clear and filter out 
the BaSO,. Wash, ignite, and weigh. Calculate to gypsum. 

CALCULATION.—Ba80, X 0.7376 = CaSO4:2H;0. 


NorrE.—The amount of CaO present as gypsum should be subtracted 
from the total CaO as previously determined before calculating to CaCO;. 


CaSO4-2H320 X0.3257 = CaO. 


Grit.—A good idea of the relative amount of grit in two 
samples can be obtained by placing alternately portions of one 
and then the other on the tongue and rubbing the tale between 
the teeth. Quantitative estimation is carried out by means of 
the flotation test and the 200-mesh sieve test as described in the 
method for Clay (p. 419). 


REFERENCE.—Paper, 6, No. 4, 13 (1912). 


ULTRAMARINE 


Strength of Color.—Weigh out 1 gram of the ultramarine and 
10 grams of barytes (BaSO4) in a 1-ounce bottle together with 
some small, round lead shot and agitate until a uniform mixture is 
obtained, using great care not to get any of the ultramarine on the 
stopper until it is fairly well mixed with barytes. This can be 
accomplished by giving the bottle a rotating motion at first. 
Then take out a little of the mixture with a spatula and spread it 
upon a piece of white paper beside a similar portion of the stand- 
ard with which the comparison is made. 

A series of standards should be made up in a similar manner, 
mixing with 10 grams of BaSO, the following amounts, respec- 
tively, of standard ultramarine: 0.70, 0.75, 0.80, 0.85, 0.90, 
0.95, 1.00, 1.05 and 1.10 grams. 
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In reporting the results state whether the sample is stronger or 
weaker than the standard and give the parts of sample equivalent 
to 1 part of the standard. 


NomE.—lt is important that the same barytes should be used for the 
standard as for the sample under examination and it should be dried before 
weighing. 


Resistance to Alum.—Weigh 0.2 gram of the sample into a 
test-tube and add 10 ec. of a 10% solution of alum.* Shake for 
about 1 minute, then allow it to stand with an occasional shaking. 
Treat the standard ultramarine in a similar manner and compare 
with the sample under examination. Some ultramarines are 
decomposed by alum, resulting in a decided weakening of the 
shade. 


Nore.—In some instances, if the ultramarine is very resistant, it is 
necesary to warm the solution very slightly. 


Shade.— Ultramarine should be tested for shade by comparing 
the sample and the standard undiluted, since with dilution the 
shade appears dull. 


FIBERS IN PAPER 


Quantitative Estimation.— Tear small bits from different por- 
tions of the sample, using in all 1 or 2 square inches. ‘Tear these 
pieces into smaller pieces about 3%; to i inch square and place 
in a test-tube about i filled with 0.5% NaOH solution. Boil 
briskly for a few moments. Fill the test-tube with cold water 
and decant off the liquid. Then fill it with 0.5% HCl once and 
several times with cold water, decanting off the liquid each time. 
Finally fill the tube completely with water and invert on the 
palm of the hand. By raising the edge of the tube cautiously, 
allow all the water to drain out, leaving the pieces of paper in 
the hand. Roll these into a hard ball between the thumb and 
finger and return to the test-tube. Make sure that all the HCl 
has been washed out of the paper fibers. Fill the tube about 3 
full of water and shake vigorously. This should completely 
‘disintegrate the fibers, making a uniform suspension. 


* Paper-makers' alum, Al;(SO;)s 18H30. 
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Norr.—Parchment papers are very difficult to prepare for fiber analysis. 
The following procedure is recommended: 

Pour conc. HSO; into an equal volume of water and warm 50 cc. of the 
solution in a beaker to 50-60? C. Place in it pieces of the parchment and, 
as soon as they begin to soften, beat them up vigorously with a glass rod. 
Pour the pulp on a Gooch crucible with fine holes and wash well with water. 
Then roll into a ball and shake up with water as above. The operation 
must be carried out as rapidly as possible before the more delicate wood 
fibers are excessively attacked by the hot acid. In the case of true parch- 
ment papers (100% rag) the danger of excessive treatment is minimized. 


Remove a portion of the suspended fibers on the end of a micro- 
scope needle and blot off the excess moisture on a clean filter 
paper, holding the needle horizontally and making sure that the 
point does not remove any fibers from the filter paper. Place 
the fibers on a clean glass microscope slide and add 2 drops of 
Herzberg's fiber stain (see notes). Pull the fibers apart, using 2 
clean needles, until a uniform mixture is obtained, free from any 
lumps or clots of fibers. Place a clean cover-glass over the fibers, 
press down very gently with the needles and withdraw the excess 
liquid about the slide with a clean filter paper. (Do not attempt 
to press out all the liquid. A good slide should have a film of 
liquid between the glasses and should be free from air bubbles.) 
The slide is then ready for microscopical examination. 

For microscopical examination a magnification of about 100 
diameters is desirable. An 18-mm. (i-inch) objective and a 
25-mm. (l-inch) eye-piece make a satisfactory combination. 
In general, the different fibers used in paper are colored by the 
stain as follows: 

Rag (cotton, linen, hemp): pale red to brownish- or purplish-red. 

Bleached chemical wood (sulfite,* soda, etc.): deep blue. 

Ground wood: bright yellow, sometimes pale yellow. 

Jute and manila: vary all the way from blue through violet 
and red violet to brownish-yellow and greenish-yellow. 

Straw and esparto: generally dark blue, but sometimes reddish 
or yellowish. 

For the characteristics of the different fibers the standard 
books should be consulted; particularly good illustrations and 


* So-called “alpha cellulose" made from sulfite pulp behaves the same as 
ordinary sulfite. 
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descriptions are given in Herzberg's *Papier-prüfung," 3ded. 
(pp. 88 and 89, and tables in the back of the book). 

In estimating the amounts of the various constituents, standard 
slides should be prepared from papers of known composition 
(p. 452), and frequently compared with the samples under 
examination. No account is taken of the amount of filler or 
sizing materials that may be in the paper; the fiber estimate is 
based on the relative proportions of the different fibers, consider- 
ing the total fiber content as 100%. 


NomEs.—(1) Herzberg’s Stain is made up as follows: 

Solution A.—20 grams anhydrous ZnCl», 10 cc. water. 

Solution B.—2.1 grams KI crystals, 0.1 gram iodine crystals, 5 cc. water. 

Cool each solution and mix slowly, keeping cool. Let the precipitate 
settle overnight and pour off the supernatant liquid, or filter through glass 
wool. Add a small flake of iodine and preserve the stain away from the 
light or in a colored glass bottle. The stain should be allowed to stand a 
day or two before using. 

(2) It is sometimes difficult to obtain satisfactory ZnCl,. In such cases 
the following alternative formula may be used for the stain: 25 cc. of 
saturated ZnCl, solution, 5.25 grams of KI, 0.25 gram of iodine, and 12.5 
grams of water. By mixing the ingredients as stated above the proper 
stain can be obtained at once. 

(3) The Bureau of Standards* recommends the following standard 
formula: 

Solution A.—50 grams dry ZnCl, (fused sticks); 25 cc. of water added from 
a pipette into the ZnCl: bottle, stoppered and shaken. This should give 
about 40 ec. of solution. "Take the sp. gr. at 28? C. If necessary add water 
from a Lee pipette until the sp. gr. is 1.8, then pour into a tall cylinder. 

Solution B.—Measure 12.5 cc. of water. Use part to rinse the thermom- 
eter, hydrometer, and original ZnCl: bottle and add to Solution A. In 
the balance of the water dissolve 5.25 grams of KI and 0.25 gram of lo. 

Add B to A, stir well and place in the dark. The following day pipette 
off the clear portion into a black bottle, leaving 3-4 cc. of the solution above 
the sediment. The stain will be found to be satisfactory for at least 2 
weeks. Weights and measures must be observed carefully. 

(4) It is very important to have satisfactory stain, otherwise results will 
be worthless. To test out the stain, prepare a microscope slide from a 
mixture of about equal parts of bleached soda and sulfite and rag fibers. 
If the stain is correct, the soda should show a dark blue, the sulfite a lighter 
blue, and the rag a red or wine-red color. If the blue color is more of a 
violet, then too much iodine is present and more water or ZnCl, should be 
added. ZnCl. produces the blue color, iodine produces the red and yellow 


* Muriel F. Merritt: Paper Trade J., Aug. 24, 1922. 
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colors and the addition of water serves to weaken the color which 
predominates. 

. It is advisable to have a separate stain for use on papers containing ground 
wood, so adjusted that it will give a bright lemon-yellow on a standard 
ground-wood pulp and a slightly greenish-blue on unbleached sulfite. 

(5) We have found in certain cases where papers are made from two or 
more fibers of widely varying length, such as ground wood and a high-grade 
sulfite, there is a tendency for the short fibers to settle out and if the mixture 
in the test-tube is removed with a microscope needle, too great a propor- 
tion of the long fibers will be obtained. In such cases the test-tube should 
be very vigorously shaken and a drop or two of the mixture quickly poured 
out on a hard filter paper. In such cases also care should be taken not to 
use more stain than is necessary as there is danger when the cover-glass is 
pressed down that the short fibers will be squeezed out around the edges. 


Distinction between Sulfate (Kraft) and Unbleached Sulfite.* . 
The Herzberg Stain will not differentiate sulfate or kraft fibers 
from sulfite. It has been found, however, that fairly satis- 
factory results can be obtained on mixtures of sulfate and un- 
bleached sulfite by using a stain consisting of a mixture of 1 
part of a 2% solution of malachite-green and 2 parts of a 1% 
solution of basie fuchsin or magenta. The solution should be 
made up according to the following formulas, kept in tightly 
stoppered bottles and mixed only when wanted for use: 

(a) Dissolve 2 grams of malachite-green hydrochloride in 100 
cc. of water. 

(b) Dissolve 1 gram of basic fuchsin hydrochloride in 100 ce. of 
water. 

As dyes and stains from different sources are not exactly the 
same, 1t 1s necessary to test out the stain after it has been made 
up, on samples of sulfite and sulfate fibers. Shake up authentic 
samples of unbleached sulfite and sulfate and place on a slide a 
few fibers of each, taking care not to get the two samples mixed. 
Then dry the fibers, stain as directed below, and examine micro- 
scopically. All the sulfate fibers should have a bulet or blue-green 
color and all the sulfite fibers should have a purple or lavender 
color. If any purple fibers appear in the sulfate pulp, this 
indieates that too much fuchsin is present in the combination 
and a little more malachite-green must be added to counteract 
this effect. If some of the sulfite fibers show green or blue, there 


* Bur. Standards Tech. Paper, 189 (1921). 
1 Ground wood also stains blue with this treatment. 
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is too much malachite-green in the combination and more fuchsin 
solution must be added. 

The stain should not be used for more than a few hours after 
being compounded and should be made up new at least each day. 

PROCEDURE.—Boil the sample for a few minutes in a 0.5% 
NaOH solution and disintegrate the fibers thoroughly by shaking 
in à test-tube as previously described. Place a small amount of 
the fibers on à microscope slide and dry by the use of hardened 
filter or blotting paper. Then place 2 or 3 drops of the compound 
stain on the fibers and let them remain 2 minutes. In the mean- 
time tease the fibers apart and move them about in the stain 
on the slide. This is necessary in order to allow the stain to 
have equal opportunity to act on all the fibers. At the end of 2 
minutes, remove the excess stain with 3 or 4 thicknesses of hard- 
ened filter paper and treat the fibers with 3 or 4 drops of a very 
dilute HCl solution (1:1000). Let the acid solution remain on 
the slide for 10—30 seconds while the fibers are being teased 
apart and moved about rapidly; then remove the excess acid 
solution with filter paper, add 3 or 4 drops of distilled water, 
quickly tease the fibers about and absorb the water with filter 
paper. If all the excess stain has been removed from the slide 
at this point, add a drop or two of water, spread the fibers about 
on the slide, and place a cover-glass over them. If too much 
stain remains on the slide at this point, however, it will be neces- 
sary to rinse again with distilled water before applying the cover- 
glass. After the cover-glass has been placed in position the 
fibers are ready for examination under the microscope. 

Distinction between Bleached and Unbleached Chemical 
Wood Pulp.*— The following method of C. G. Bright will in 
general give a distinction between pure cellulose fibers and those 
which contain lignin. Rags, bleached sulfite, and soda or any 
thoroughly bleached materials are stained red, while unbleached 
sulfite, ground wood, jute, or any lignified materials are stained 
blue. The principal application les in the estimation of 
unbleached pulp in book papers. As a cheaper paper can be made 
by substituting unbleached sulfite, for instance, for bleached 
sulfite it is often important to e how much unbleached pulp 
there is in à paper. 

* “Paper Testing Methods," Tappi Publishing Co., (1922). 
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SoLUTIONS.—(4) 0.1 N Ferric Chloride: Dissolve 2.7 grams of 
FeCl;:6H50 in water and dilute to 100 cc. 

(B) 0.1 N Potassium Ferricyanide: Dissolve 3.29 grams of 
K;Fe(CN)s and dilute to 100 cc. 

(C) Substantive Red: Dissolve 0.4 gram of benzopurpurin 4B 
extra (Bayer Co.), and 0.1 gram of oxamine brilliant red BX 
(Badische Co.) in 100 cc. of hot water. Stir the dyes into the 
water slowly. 

Filter solutions A and B each through a fresh filter into clear 
glass-stoppered bottles. Mix equal volumes fresh whenever the 
reagent is used. Use the staining solutions in tall, narrow, cylin- 
drieal beakers set in a water bath. Suspend the slides in a beaker 
by a clamp which holds them at their upper ends, the clamps 
resting across the top of the beakers. Heat the bath by a small 
Bunsen burner with a pilot flame so that when the required 
temperature is reached the pilot flame may be used to maintain 
it. Suspend a thermometer in the stain and have the beaker 
containing the stain as small as possible so as not to use too much 
stain at one time. 

PnocEpuRE.— Mix equal volumes of solutions A and B and 
heat to 35? C. in the water bath, regulating the pilot flame so that 
the temperature will remain constant within 1? for a period of 
not less than 15 minutes. Prepare a suspension of the fibers in 
water in a test-tube as previously described. The suspension 
of fibers should be more diluted with water than when preparing 
for use with the Herzberg stain. Shake the test-tube well, insert 
a glass dropping tube (a 10-inch glass tube about:45 inch in 
diameter with a small rubber bulb on one end) as quickly as 
possible 2 inches below the surface. Expel 2 bubbles of air and 
draw up a little less than 0.5 inch of the mixture in the tube. 
Transfer this to the slides, completely emptying the dropper, 
which will make 4 drops. Place the slides in an air bath to evap- 
orate the moisture. Do not let the dried slides remain in the 
oven after the water is evaporated. Dip the dry slide in distilled 
water to moisten it uniformly so that air bubbles will not be 
formed when it is immersed in the stain. If dipping in water 
still leaves bubbles, they can be removed by blowing across the 
slide from the edge. Then suspend the slide in the stain and 
leave it there for 15 minutes at 35° C. Remove and wash by 
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dipping in and out of a beaker of water six times and repeating 
the process in a fresh beaker of water. If the fibers have been . 
loosened to any extent by this treatment, dry out the slide again, 
otherwise it can be placed directly in the red solution C. 

Heat a portion of solution C to 45? C. and suspend the slide in 
it for 5 minutes at this temperature, after moistening and exclud- 
ing bubbles as before. Immediately wash the slide in 2 beakers 
of water, then dry and place a cover-glass on the dry slide with 
a drop of balsam. The slide is then ready for microscopical 
examination. 

Norrs.—(1) To get the best results distilled water must be used through- 
out and the staining solutions must be fresh. Solutions A and B will keep 
well if placed in separate bottles. Solution C should be made freshly each 
time, as it gets thick and stringy on standing, especially after heating. 

(2) Unbleached sulfite from different mills varies considerably in lignin 
content, therefore some stains a deeper blue than others. With pulp con- 
taining more lignin it is possible to use a little stronger treatment with the 
red, which gives a better color on the bleached without affecting the 
unbleached. 

(3) It is very necessary to wash out or neutralize all alkali in the fibers, 
as the blue is decolorized by alkali. 


Qualitative Test for Ground Wood. There are several reagents 
which, when applied to the surface of a paper, show characteristic 
eolors if ground wood is present. Such tests, however, are of 
questionable value in arriving at any estimation of the amount of 
ground wood and microscopical examinations should always be 
made. The principal test solutions for the presence of ground 
wood are as follows: 

(1) Aniline Sulfate.—Dissolve 5 grams of aniline sulfate in 
50 cc. of distilled water and add a drop of cone. H58O,. This 
solution is not permanent, but decomposes rather easily, taking 
on a violet coloration. It should be used only when it is colorless. 
When applied to paper containing ground wood, it gives a bright 
yellow color. 

(2) Phloroglucinol.—Fither one of the following formulas may 
be used: 

Formula 1.—Dissolve 1 gram of phloroglucinol in 50 ec. of 
alcohol and add about 25 cc. of conc. HCl. 

Formula 2.—Dissolve 1 gram of phloroglucinol in 25 cc. of 
water and add 25 cc. of conc. HCI. 
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These solutions keep fairly well when protected from air and 
light. A fresh solution works more sharply and quickly than 
an old one. The color which it gives on paper containing ground 
wood is a bright magenta. 

(Caution.—Jute, manila, and unbleached sulfite sometimes 
give a pale pink coloration. An indication of traces of ground 
wood by this test should therefore be confirmed by a micro- 
scopieal examination.) 

(3) Dimethyl-p-phenylenediamine (W ürster's Reagent).—A water 
solution of this compound, when dropped upon a paper contain- 
ing ground wood, gives an orange-red spot after a short 
interval. 

(4) Nitric Acid.—Conc. HNO; when applied to a paper con- 
taining ground wood gives a deep yellow color. 


STANDARD PAPERS FOR FIBER ANALYSIS 


General.—Before making up any standard papers, the raw 
materials should be tested to see that they are pure sulfite, soda, 
rag, etc. 

Sulfite-rag Standards.— Pure sulfite pulp and unfilled pure 
rag paper should be used for the sulfite-rag standards. After 
determining the moisture in each, weigh them out into 100-gram 
bundles and place in a tightly covered can. When it is desired 
to make up a certain sulfite-rag standard, the amount of bone-dry 
stock required should be calculated from the moisture figures, 
the 100-gram bundles reweighed, and correction made for any 
change in moisture content which may take place during storage. 
The proper weight of the stock having been determined, add the 
sulfite to the beater and partly cut down; then add the rag paper 
and beat the two for some time, with the knives down. Raise 
the knives and stir the contents of the beater for 11-2 hours. 
Make up sheets from this stock on a hand mold, press between 
blotters, and mark for identification. 

Soda-rag Standards.—Follow the same procedure as for the 
sulfite-rag standards, using, however, pure soda pulp in place of 
sulfite pulp. 

Other Standards.—For other standard papers follow the same 
general procedure, taking special precaution to make certain of 
the purity of the original raw materials. 
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CHEMICAL ANALYSIS OF PAPER 


General.— The analyses described in this method do not include 
fiber analysis, which is described on page 445. For the deter- 
mination of tarnishing properties and for sizing tests see pages 
480 and 476, respectively. 

Mineral Matter (Ash).—Ignite 2 grams in a porcelain crucible 
until all the carbon has been burned off, brush the ash carefully 
into a balanced watch glass and weigh it. Since the ash of paper 
is generally very light, great care must be taken that none of it 
is blown out of the crucible by drafts of air. For this reason 
the crucible should always be kept covered after the main por- 
tion of the organie matter has been burned off and the paper 
should not be allowed to take fire and burn. 


NomEs.—(1) If the paper is filled with crown filler, moisten the ash with 
a little dil. HSO, to convert any CaS to CaSO4; then evaporate to dryness 
and ignite strongly. Multiply the ash as actually determined by 1.265 to 
obtain the equivalent of CaSO,4-2H,0 as it existed in the sheet. 

(2) Unfilled papers sometimes show a blue ash, due to the presence of 
ultramarine. The amount of the latter may be determined in many cases by 
carefully igniting a considerable quantity of the paper until all the carbon 
has been burned off, then taking a quantity of clay or calcium sulfate equal 
to the weight of the ash and determining how much of a standard sample of 
ultramarine must be mixed with this to produce the depth of color shown 
by the ash. 


Filler.—As a rule, the presence of more than 2% of ash in a 
white paper indicates that it contains added filler or loading 
material.* It should be borne in mind, however, that the ash 
itself will not indicate the actual amount of filler in the paper 
since the filler always contains more or less moisture and volatile 
matter which is driven off when the paper is ashed. The nature 
of the filler will be indicated by qualitative tests as follows: 

Boil the ash with dil. HCl, filter on a quantitative filter and 
wash. Test a portion of the filtrate for sulfates by boiling with a 
small amount of BaCl solution. Test the remainder of the 
filtrate for Al by adding an excess of NH,OH. Then filter and 
test the filtrate for Ca by adding (NH¿)2C204. The presence of 


* A paper may show an ash as high as 3-595 without being loaded, due 
to the ash of the pulp and mineral matter derived from water, alum, and 


sizing materials. 
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any considerable amount of Ca and of sulfate at this point indi- 
cates that the paper is filled with crown filler, CaSO42H530; 
whereas only a small amount of Ca would probably be due to 
lime in clay or other insoluble filler. 

Transfer the residue insoluble in HCl to a platinum crucible, 
burn off the filter paper, and then fuse with NaCO; to a clear 
fusion. Digest the fusion with hot water until it can be removed 
from the crucible. Dissolve a small portion of the residue insolu- 
ble in hot water in dilute HCl; if it gives a clear solution, this 
indicates the absence of BaSO,. In this case dissolve the entire 
fusion in HCl and evaporate to dryness. Take up with warm, 
dil. HCl and filter. The insoluble residue will be SiO». 

In case the original fusion does not dissolve in HCl, boil it 
with water, filter and wash thoroughly. Dissolve the residue 
insoluble in hot water in dil. HCl and add dil. H2SO4. A white 
precipitate shows the presence of Ba. Acidify a portion of the ` 
water solution with HCl and add BaCl» solution. A white 
precipitate shows the presence of sulfates. 

To the bulk of the HCl solution of the fusion, or to the bulk 
of the water solution (after adding an excess of HCl and boiling) 
add a slight excess of NH¿OH and boil. A white gelatinous 
precipitate shows Al. Filter, and to the filtrate add an excess of 
(NH4)2C204 solution. A white precipitate shows the presence 
of Ca. Filter, acidify the filtrate with HCl, and evaporate to 
the point of crystallization. Cool, and add an excess of ammo- 
nium phosphate solution. Stir thoroughly. A white crystalline 
precipitate shows the presence of Mg. 

INTERPRETATION OF RusuLts.—A considerable amount of CaO 
and sulfate soluble in HCl indicates crown filler, CaSO¿:2H50. 
The presence of Ba and of SO; in the insoluble residue indicates 
blanc fixe, BaSO, The presence of Ba soluble in HCl with 
effervescence indicates BaCO;. An alkaline ash showing lime 
soluble in HCl, but not showing SOs, indicates CaCO ; (whiting 
or chalk). Considerable amounts of SiO; and Al, with or with- 
out small amounts of Ca and Mg, indicate china clay; but if the 
amount of Mg is considerable, the filler is probably agalite, tale, 
or asbestine. A microscopical examination of the ash will often 
give a clue as to the nature of the filler. Agalite crystallizes in 
needles; asbestine is fibrous. 
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Norr.—It is not usually possible to distinguish between tale and clay con- 
taining a little MgO without a quantitative determination of the amount 
of MgO in the ash of the paper. Itis sufficiently accurate to treat the ash in 
a platinum crucible with HSO, and evaporate once or twice with HF to 
remove SiO». Then take up the residue in warm dil. HCl (it should practi- 
cally all dissolve unless Ba salts are present), add NH,OH, boil until the 
odor of NH; is nearly gone and then add, without filtering, a slight excess of 
(NH4)2C20,4. Filter, wash with hot water, add a slight excess of HCl and 
evaporate till crystallization begins. Dilute until the crystals just dissolve 
and precipitate the Mg as MgN H¿PO, in the usual way. Ignite and weigh 
as Mg»P207 and calculate the percentage of MgO in the weight of paper ash 
taken. Clay rarely contains over a few per cent of MgO, whereas tale con- 
tains approximately 31%. 


Retention.—The retention is generally calculated from the ash, 
although for accurate results, the ash should be corrected for the 
natural moisture in the filler. The calculation of retention is as 
follows: 

Subtract the percentage of filler from 100% to obtain the per- 
centage of fiber in the sheet; divide the pounds of fiber furnished 
by the percentage of fiber in the paper to obtain the pounds of 
paper made from the engine. From this figure subtract the 
pounds of fiber furnished and the balance is the pounds of filler 
retained. This figure, divided by the pounds of filler furnished 
and multiplied by 100, gives the percentage of retention. 

Acidity.—Papers containing free acid are rare. For practical 
purposes, however, the acidity due to excess of alum is to be con- 
sidered free acid. 

Tora Acipiry.—For purposes of comparison, total acidity 
may be determined as follows: 

Warm 5 grams of paper with 250 cc. of distilled water, pour 
off the water and titrate while still hot with 0.1 N NaOH and 
phenolphthalein until a permanent pink color is obtained. Run 
a blank on an equal amount of the water. Subtract the blank 
titration from the other titration and calculate the difference to 
SOs, or if desired, to alum. 


CALCULATION.—1 cc. 0.1 N NaOH =0.004 gram SO3. 
SB RC 233 gram Al;s(SO4);: 18H30. 


SULFUROUS Acip.—Tear up 50 grams of the paper and place in 
a 500-cc. distilling flask with about 350 cc. of distilled water. 
Distill until 150 cc. have come over and collect the distillate in a 
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flask containing about 50 cc. of water with a few drops of bromine 
water added toit. Acidify with dil. HCl and boil off the Br; then 
add a slight excess of BaCl, solution. Boil till the precipitate 
settles clear. Filter out the BaSO,, ignite, and weigh in the usual 
manner. From the weight of BaSO,, calculate the amount of 
SO». 

CALCULATION.—BaSQ, X 0.2744 = SO;. 


NorE.—Qualitative tests for the acidity of the paper are generally suf- 
ficient. A satisfactory paper should not give more than a slight acid reaction 
when pressed in contact with moistened blue litmus paper between sheets 
of filter paper for 15 minutes. Sulfurous acid in papers that have been 
exposed to the air for any length of time is oxidized to sulfuric acid. 


Free Chlorine.— Free Cl is seldom found in papers. If present, 
it can be detected by placing the paper in a dilute solution of KI 
made weakly acid with H;SO,, to which has also been added a 
few drops of starch solution. Free Cl in the paper will liberate 
iodine, which will give a blue color with the starch. If desired, 
the amount can be determined by titrating the iodine with 0.1 N 
thiosulfate solution. 

Chlorides.—Free chlorine or hypochlorites from excess of 
bleach in the paper do not remain as such for any length of time 
but are reduced to chlorides. The presence of the latter, how- 
ever, in appreciable amount is also objectionable. To determine 
the amount of chlorides present, weigh 5-10 grams of the paper, 
tear it up in small bits and heat to boiling with water in a beaker. 
Pour off the water and repeat the boiling with 2 fresh portions 
of water. Filter the combined extracts if necessary. Add a few 
drops of dil. HNO; and a slight excess of AgNO; solution. Filter 
the AgCl on a Gooch crucible. Wash with hot water, dry and 
weigh. Calculate to Cl. 

CALCULATION.—AgCl X 0.2474 = Cl. 


NomE.—If preferred, the solution may be titrated with 0.1 N or 0.02 N 
AgNOs, using KsCrO, solution as an indicator. (See p. 687.) 


COATED PAPERS 


The coating consists of a mineral substance or substances with 
an adhesive binder to make a coherent film upon the surface of 
the paper. When papers are properly coated, the coating should 
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not “pick” or lift off when the moistened thumb is pressed 
momentarily against the coating and then withdrawn with a 
quick jerk. In the case of poorly coated papers, more or less 
of the coating will adhere to the thumb when thus tested. Papers 
may be single coated (coated on one side) or double coated 
(coated on both sides). 

Amount of Coating.— Weigh a piece of the paper cut to exact 
dimensions (2X5 inches is usually a convenient size) and place 
in a flat glass dish. The dishes used for developing in photog- 
raphy are convenient for this purpose. Cover with water con- 
taining 1% of NH4OH and set aside in a warm place (2 or 3 hours 
is generally sufficient to loosen the coating). Remove the paper 
to a large watch glass, rub the surface with a small camel's-hair 
brush cut off square, and wash the coating into a beaker. If the 
paper is double coated, turn it over and repeat on the other side. 
Continue the operation until all the coating is washed into the 
beaker. Dry the paper and weigh it under the same conditions 
as those under which the original paper was weighed. The loss 
in weight is the weight of coating. Calculate this to percentage 
of the original sample and also fizure the weight of coating on the 
basis of a ream of 500 sheets 24X40 inches (see Table XXI, 
p. 469). 

Analysis of Coating.—Heat the mixture in the beaker to 
boiling and filter through a qualitative filter. Test the filtrate 
for glue, casein, and starch. For the qualitative tests for glue 
and starch, see page 476. Casein can generally be detected by 
the odor and also by the fact that it will precipitate from the 
solution when carefully neutralized with HCl. A confirmatory 
test for casein may be made on the original paper as follows: 

Boil 1 or 2 square inches of the paper with 5 ce. of water 
containing about 5 drops of dil. H;SO, Decant the liquid from 
the paper into a test-tube, cool and add 1 drop (not more) of 3% 
formaldehyde. Mix and pour this solution gently downthe side 
of an inclined test-tube containing 2 cc. of conc. HSO, to which 
has been added 1 drop only of 10% FeCl; solution, taking care 
that the water solution flows on the top of the HSO, without 
mixing with it. If casein is present, a violet ring forms at the 
junction of the liquids. Glue does not give more than a brownish 
color and rosin does not react. A blank test should be conducted, 
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using a small amount of casein, or preferably, a paper which is 
known to contain casein. 

The usual substances to be looked for in the mineral part of 
the coating are (1) blanc fixe, BaSO,; (2) satin white, a mixture 
of CaSO,:2H50, Ca(OH)s and Al(OH);; (3) china clay, aluminum 
silicate (approximately Al;Si;07:H5O0); and (4) chalk or whiting, 
CaCOs. 

Wash the residue on the filter paper into a beaker with a 
stream of water, first punching a hole in the paper. Pour 10-15 
ec. of hot dil. HCl through the filter into the same beaker. Heat 
the solution to boiling (note whether the acid causes effervescence 
of CO»). Let settle, decant through a quantitative filter, and 
heat the residue in the beaker with a second portion of 100 cc. of 
dil. HCl. Filter through the same filter, washing with hot water. 
Divide the filtrate into 2 portions. Test one for sulfates with 
BaCl solution and the other for Al and Ca. The presence of Ca, 
Al and SO, indicates that satin white was used in the coating. If 
Ca is found but no SO, and if the coating gives an effervescence 
with HCl, it contains chalk or whiting (CaCO;). If the coating 
contains carbonates but is free from Ca (and Mg), test the HCl 
solution for Ba, as in some special papers BaCO; is used. 

Ignite the filter containing the residue from the HCl treatment 
above, and fuse with excess of NaCO; in a platinum crucible. 
Boil the fusion with water and filter, washing well with hot water. 
To the filtrate add HCl in excess and boil off all COs. Test a 
portion of the solution for sulfate with BaCl, solution. Evapo- 
rate the remainder to dryness, take up with HCl and note whether 
any SiO» is present. If so, filter out and test the filtrate for Al203 
by boiling with an excess of NH¿OH. A slight precipitate here 
may be due to alum from the paper; a heavy precipitate indicates 
china clay, if silica was also found present. Add (NH4)2C204 
solution to the filtrate from the alumina, boil and filter out any 
Lat st that may precipitate. Test this filtrate for Mg, which in 
considerable amount might indicate the presence of tale. 

Dissolve the water-insoluble portion of the fusion with HCl. 
Test a portion of it for Ba with H;SO, If a precipitate is 
obtained, confirm this by dipping a platinum wire into the 
remainder of the HCl solution and holding it in the flame. Ba 
will give a green coloration to the flame. If both Ba and sulfate 
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are found in the fusion of the residue insoluble in HCl, the coating 
contains blanc fixe. 


Notr.—After removing the coating, the uncoated paper may be tested 
for ash and filler as previously described. The test for rosin, if called for, 
should be made on the original paper. 


WAXED PAPERS 


Paraffin.—Cut 2-5 grams of the paper into strips and fold in 
numerous small crosswise folds as in the determination of Rosin 
(p. 478). Cover with CCl, in a Soxhlet extractor and extract 
until the paraffin is all removed, collecting the extract in a 
weighed flask. Evaporate. off the solvent (which may be 
recovered for subsequent use), dry the extract at 105° C., cool ina 
desiccator and weigh. Express results as percentage of the 
waxed paper and as pounds of paraffin per ream of the extracted 
paper. 


REFERENCES.—Herzberg: “Papier-prúfung””; Griffin and Little: “The 
Chemistry of Paper Making"; U. S. Dept. Agr., Report No. 89, by F. P. 
Veitch; Methods of the Technical Association of Pulp and Paper Industry. 


PHYSICAL TESTING OF PAPER 


General.— Before cutting the samples for the physical tests, it 
is necessary to determine the machine and cross directions of the 
sheet. Depending on the individual papers, one of the following 
methods may be used: 

(a) Cut a circle 1 or 2 inches in diameter from the sheet and 
moisten on one side. The paper will curl about an axis corre- 
sponding to the machine direction of the paper. 

(b) Cut a strip 3 inch wide and 6-8 inches long from each 
direction of the sheet, hold the ends together and let the strips 
bend of their own weight, first to the right and then to the left. 
The paper is less flexible in the machine direction, hence when the 
machine direction is uppermost there will be an opening between 
it and the lower strip. When bent the other way, the two strips 
will lie together and the cross-direction strip will then be on top. 

(c) The direction can sometimes be told, especially on cylinder- 
made papers, by examining the surface of the sheet. The fibers 
will have a very marked tendency to be drawn out along one 
direction, namely the machine direction. 


ea 


pa 
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(d) Certain papers tear straight in the machine direction 
and very unevenly in the opposite direction. 

(e) The form of break made by the Mullen tester also shows 
the machine direction. The longest or chief line of rupture is 
always across the machine direction. l 

(f) The tensile strength of strips cut in the machine direction 
is generally greater than of those cut in the cross direction, the 
ratio usually being nearly 2:1. 


Nore.—Envelopes are generally folded so that the machine and cross 
directions of the paper run diagonally on the face of the envelope. 


Effect of Humidity.—Humidity has a marked effect on the 
physical characteristics of paper, The folding test is most 
affected and the bursting strength least affected by humidity 
changes. The breaking strength and tearing resistance fall in 
between these extremes. In general it has been found by the 
Bureau of Standards* that the different tests are affected as 
follows: The moisture content, ream weight, and thickness 
increase at varying rates with increase in relative humidity. 
Tensile strength and bursting strength increase up to the range of 
35-40% relative humidity and decrease above this range. The 
amount of change depends upon the kind of paper and the relative 
change is practically the same for the machine and cross direc- 
tions. Elongation increases continuously with the moisture 
content. The tearing strength also increases with relative 
humidity, the extent depending upon the kind of paper. The 
. folding endurance increases with humidity, but there is a very 
marked variation from one grade of paper to another and little 
concordance of results in the machine and cross directions. 

For purposes of record, the relative humidity and the tempera- 
ture should always be recorded at the time the tests are made and 
it is preferable to conduct the tests in a room where temperature 
and humidity are maintained constant. A relative humidity of 
65-70% at about 65° F. is recommended as standard. 

Tensile Strength. Make the determination on the Schop- 
per tensile machine (Fig. 22). Cut strips from both directions 
of the paper exactly 15 mm. wide and about 240 mm. long, if it is 


*“The Effect of Atmospheric Humidity in the Physical Testing of 
Paper"; Tech, Assoc. Papers, series 6, 64 (June, 1923). 
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possible to obtain strips of this length without folds. A strip of 
this length can be used where the jaws are 180 mm. apart, in 
which case the percentage stretch can be read directly from the 
scale. "Test at least 5 strips cut from each direction and report 
the average of the 5 tests. If the individual tests vary consider- 


Fig. 22.—Schopper Tensile Machine. 


ably, run at least 10 in each direction. Disregard any tests 
where the strip breaks at, or in, the jaw. In placing the strip in 
the machine, first clamp it in the lower jaw, at right angles to the 
jaw, then pull it through the upper jaw and clamp. Adjust the 
stretch device catch and release the locks on the upper jaw and on 
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the pendulum previous to starting the machine. Results are 

obtained in kilograms per 15 mm. Calculate to pounds per inch. 
CALCULATION.— Kg. per 15 mm. X3.73=lbs. per inch. 
Breaking Length.—The breaking length is the length of a paper 

strip which, if suspended at one end, would just break of its own 

weight. For the calculation of breaking length, weigh all the 

strips together previous to testing and also determine the total 

length of the strips in millimeters. Calculate as follows: 
Breaking length (yards) — 


Tensile strength (kilograms per 15 mm.) X Total length (mm.) X 1.094. 
'Total weight (grams) 


If the ream weight (25X40—500) is known, the following 
formula may be used: 


) Tensilestrength (kilograms per 15mm.) X3723.6 
Breaking length — — D 
Ream weight 


The breaking length usually ranges from an upper extreme 
of 11,000 yards for strong kraft paper down to about 2000 yards 
for a weak paper. 

Breaking Factor—The breaking factor or tensile factor is ' 
the tensile strength (pounds per inch) in each direction, divided 
by the weight in pounds of a ream of 500 sheets, 25X40 inches. 

Wet Tensile Test.—The wet tensile test is of particular value in 
testing blueprint papers. Cut strips as described above and 
immerse them in water at 70° F. for 20 minutes immediately 
before testing. The conditions must be strictly observed as both 
the temperature of the water and the time of soaking materially 
influence the results. Especial care must be taken in fitting the 
strips into the jaws of the machine and having the strips in 
accurate alignment so that no tearing effect is produced. 

Stretch Test.—If a 180-mm. strip is used for testing, the 
stretch will be given directly by the machine, in percentage. Ifa 
shorter strip is used, the percentage stretch will have to be cal- 
culated from the actual stretch in millimeters. 

Folding Test.—Determine the folding strength in double 
folds on the Schopper folding machine (Fig. 23). Cut the strips 
for testing 15 mm. wide and about $ inch longer than the strip 
gage accompanying the folding machine. Fasten the strip in 
the jaws after releasing the tension of the jaw heads. After the 
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strip is in place, pull back the jaw heads, set the gage at zero 
and release the lock on the wheel. The machine should run at 
120 r.p.m. Test at least 5 strips in each direction. (Test 10 
if the individual results vary widely.) 

The folding result is very much affected by the relative humid- 
ity of the atmosphere. 

The folding factor is the folding strength in each direction 
divided by the weight in pounds of a ream of 500 sheets, 2540 
inches. 


Fra. 23.—Schopper Folding Machine. 


Norr.—It is very necessary that the small steel wheels which support 
the clamping jaws be perfectly round, well oiled, and revolve easily as the 
jaws move back and forth, as otherwise results may be seriously affected. 


Tearing Test (Elmendorf).—Determine the tearing strength 
on the Elmendorf tearing tester* (Fig. 24). This consists 
essentially of a heavy pendulum mounted on ball bearings. The 
sector A carries a clamp N and a dial graduated from 0 to 100. 
On the same axis a pointer is mounted which has a constant 
friction just sufficient to stop at the highest point reached by the 
swing of the sector. 

* Manufactured by the Thwing Instrument Co., 3339 Lancaster Ave., 
Philadelphia, Pa. 
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Before making the tests, level the instrument with the leveling 
screw C in the base D so that the white mark E on the sector 
is opposite the end of the spring stop H, when the latter is 
depressed and the sector is free to swing. Test for zero by push- 
ing the sector to the left until the spring stop engages the right- 
hand edge of the sector. Set the pointer K against the pointer 
stop L which is fastened to the base by a serew M. Release the 
sector by depressing the spring stop as far as it will go and hold 
it down until the sector has swung once in each direction. Release 


P n e | 
zi | 


At start of test At finish of test 
Fra. 24.—Elmendorf Tearing Tester. 


the spring stop to damp the swing of the sector and note the 
reading of the pointer. If not at zero, adjust the position of the 
pointer stop by means of the screw M until the pointer on further 
trial comes to zero. It is very important that the instrument be 
set at the proper zero, as the accuracy of the test is the same as 
the accuracy of the zero. While no further adjusting is usually 
required, it is well to make a test for zero at intervals. 

Cut several pieces from each direction of the paper with their 
edges against the gage of the paper cutter which comes with the 
tester. Set the sector and the pointer as in the zero test. Open 
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both jaws of the paper clamps N and insert 2, 4, 8, or 16 sheets, 
seeing that all sheets touch the bottom of the jaws. The sheets 
should reach about 1 inch into the movable jaw, leaving the 
longer portion to be used for repeat tests. Clamp both jaws 
tight, depress the cutter lever O to low position and release. Then 
depress the spring stop as far as it will go and hold it down until 
the sector has swung once in each direction. The sector will 
swing a distance indicated by the position of the pointer. If 8 
sheets are used, multiply the reading by 2 to express the tearing 
strength in grams; if 4 sheets, multiply by 4; and if 2 sheets, 
multiply by 8. The best accuracy will be obtained if readings 
lie between 20 and 40. If readings are above 60, too many 
sheets are being used. Make 5 separate tests in each direction 
of the paper and report the average figure. : 


Nore.—If the instrument has been idle for some time, the plunger or 
pin which engages in the groove of the pointer hub may become gummed 
up and stick. To clean this the pointer should be pulled off of the hub on 
which it rides and the pin which slides in the hub groove should be wiped 
off and a drop of clock oil put on it so the pin will not stick, but will move 
freely up and down in the stem guide. It is not necessary to put any oil 
on the pointer hub, but it should be wiped off well. 


Mullen Test (Bursting Strength) and Thickness.— Use the 
small Mullen machine (Fig. 25) for light-weight papers and the 
large (Jumbo) machine for heavier-weight papers and cardboard. 
Make at least 5 tests (preferably 10)* and report the average. 
The reading of the gage is in pounds per square inch. The gage 
used should be such that the bursting strength of the paper does 
not come within 25% of either end of the scale readings. It 
should be frequently calibrated. 

Place the sheet over the diaphragm and clamp securely. 
Make sure that the sheet is smooth and that no wrinkles or 
creases occur within the space to be tested. Set the pressure 
gage at zero and apply pressure by turning the wheel with a 


* The National Association of Corrugated Fiber Box Manufacturers 
requires that 3 tests be made on each side of a square-foot sample of con- 
tainer board. It is well in testing material made up from several plies, or 
where both sides are not the same, to make an equal number of tests on 
each side. 
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smooth, rapid motion free from jerks.* When the paper breaks, 
immediately reverse the wheel to remove pressure on the dia- 
phragm and then take the reading of the gage. 

Measure the thickness by a number of tests, using a thickness 
gage (Fig 26), and taking the test near each Mullen break. 
Average the Mullen tests and thickness results. The average 
Mullen test, divided by the thickness in ten thousandths of an 
inch, is the strength ratio, or bursting ratio. 


Froe 25.—Perkins Mullen Tester. 


Example.—Mullen test=20 pounds, and thickness — 0.0018 
inch. Then the strength ratio — 20 18 — 1.11. 

The average Mullen strength divided by the weight in pounds 
of a ream of 500 sheets, 25X40 inches, is the strength facior or the 
bursting factor. 


Norr.—In the case of kraft papers the strength factor is figured on a 
ream of 480 sheets, 24X36 inches. On this basis a No. 1 quality kraft 
Should show a strength factor of 1.00 or greater. 


Brittleness Test.—An indication of the relative brittleness 
of naper may be obtained by creasing the paper between rolls 
of a definite weight and determining the bursting strength of the 


* The manufacturers recommend that the wheel be turned at a constant 
and uniform speed of about 2 revolutions per second. 
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paper on the line of the crease. The following procedure is 
recommended :* 

Crease the paper by folding it in the cross direction and running 
it under a roll weighing approximately 5 pounds. Then fold 
the paper back on the same crease and again run it under the roll, 
thus giving it a double crease. Place the paper on the Mullen 
tester and determine the bursting strength with the creased line 
in the center of the diaphragm. Make 10 separate tests and take 


Fic. 26.— Thickness Gage. 


the average. Figure the percentage loss of the bursting strength 
of the creased paper as compared with its original bursting 
strength. The term Pop Fold has been proposed for the result 
thus obtained and the figure is a measure of the relative brittle- 
ness of the paper. 

Ream Weight.—If a sufficiently large sample of the paper is 
available, weigh a sheet of the desired size on the ream-weight 
scales (Fig. 27),j which give directly the weight of a ream of 500 
sheets or 480 sheets, as the case may be. For instance, if the 


* See article by P. L. Houston of the U. S. Bur. of Standards published in 
Tech. Assoc. Papers, series 6, 117 (June, 1923). 
t There are also several other types of ream-weight scales. 
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ream weight 24x36 —500 is desired, one sheet 24X36 inches 
weighed on the ream-weight scales would give the ream weight in 
pounds direct. In case the size of the sample is limited, cut a 
small piece of the paper to accurate measurement, weigh on 
a precision balance, and calculate the ream weight from this 
weight. A piece 2X5 inches (Ge, 10 square inches in area) is a 
convenient size. 

The standard commercial ream for writing and printing papers 
is 500 sheets each 24X36 inches, and unless otherwise specified 


Fic. 27.—Ream Weight Scales. (Fairbanks Co.) 


the ream weight should be reported on this basis. If a piece 
10 square inches in area is employed, then: 


Weight in grams X95.2=ream weight. 


The designation of the size of the ream, ete., is as follows: 
Ream weight 24 36—500, 50 pounds. For wrapping papers and 
tissues the ream is generally 480 sheets instead of 500 sheets. 

For laboratory and test records the standard ream is 500 sheets, 
25X40 inches. This is a convenient size for purposes of calcula- 
tion since the area of the sheet is 1000 square inches. 
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Table XXI gives the “factors” with their logarithms for 
calculating the ream weights, on several different bases, from 
the weight in grams of a piece 2X5 inches. 


TABLE XXI—REAM-WEIGHT FACTORS 


p peo Sheets in Ream “Factor” Logarithm 
nches 

83X11 500 10.31 1.0131 
123 X16 500 22.05 1.3433 
123 X16 480 21.16 1.3255 
14 X17 500 26.24 1.4190 
dee Te 480 25.19 1.4012 
16 x21 500 37.0 1.5686 
16 x21 480 34.6 1.5385 
17 x22 500 41.2 1.6153 
17 x22 480 39.6 1.5975 
17 x26 500 48.7 1.6877 
17 x26 480 46.8 1.6699 
17 x28 500 52.5 1.7199 
17 x28 480 50.4 1.7021 
18 x24 500 47.6 1.6778 
18 x24 480 45.7 1.6600 
19 x24 500 50.3 1.7013 
19 x24 480 48.3 1.6835 
20 x25 500 55.1 1.7413 
20 x25 480 52.9 1.7235 
22 x34 500 82.4 1.9159 
24 X36 500 95.2 1.9786 
24 X36 480 91.4 1.9608 
24 X38 500 100.6 2.0026 
24 x38 480 96.6 1.9848 
25 x38 500 104.7 2.0199 
25 X38 480 100.5 2.0023 
25 X40 500 110.2 2.0422 
26 x29 500 83.1 1.9196 
27 X39 500 116.1 2.0650 
27 x39 480 Id 2.0472 
28 X34 500 104.9 2.0208 
29 X52 500 166.2 2.2206 
303 X41 500 137.8 2.1393 
32 X44 500 155.2 2.1909 
34 X46 500 172.5 2.2368 
34 X46 480 165.6 2.2190 
35 X453 500 175.5 2.2443 
37 x49 500 199.8 2.3006 
38 X50 500 209.4 2.3210 
40 X48 500 2L 2.3257 
40 X48 480 203.2 2.3079 
41 X61 500 275.6 2.4403 
44 X64 500 310.3 2.4918 


Substance Number.—In October, 1916, the Writing Paper 
Manufacturers Association adopted the “substance number” 
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Tame XXII—AcTUAL Wxranrs (FIGURED To 0.5 POUND) OF STANDARD 
SUBSTANCE NuMBERS* or PAPER 


Substance 

Size 

No. 13 | No. 16 | No. 20 | No. 24 | No. 28 | No. 32 | No. 36 | No. 40 | No. 44 
Inches 
14X17 8.5 10.0 12.5 15.5 18.0 20.5 23.0 25.5 28.0 
14x34 16.5 20.5 25.5 30.5 35.5 40.5 46.0 51.0 56.0 
15X19 10.0 12.0 15.0 18.5 21.5 24.5 27.9 30.5 33.5 
16x21 11.5 14.5 18.0 21.5 25.0 28.5 32.5 36.0 39.5 
16x 26 14.5 18.0 22.0 26.5 31.0 35.5 40.0 44.5 49.0 
16x42 23:5 29.0 36.0 43.0 50.5 54-5 64.5 72.0 79.0 
175227 13.0 16.0 20.0 24.0 28.0 32.0 36.0 40.0 44.0 
17X26 15.5 19.0 23.5 28.5 33.0 38.0 42.5 47.5 52.0 
17X28 16.5 20.5 25.5 30.5 35.5 40.5 46.0 51.0 56.0 
17 X44 26.0 32.0 40.0 48.0 56.0 64.0 72.0 80.0 88.0 
17x56 33.0 40.5 51.0 61.0 TES 81.5 91.5 | 102.0 | 112:0 
18x23 14.5 bie: 22.0 26.5 31.0 35.5 40.0 44.5 48.5 
18x46 29.0 35.5 44.5 53.0 62.0 71.0 79.5 88.5 97.5 
19X24 16.0 19.5 24.5 29.5 34.0 39.0 44.0 49.0 53.5 
19x26 17.0 21.0 26.5 31.5 84.0 42.5 47.5 53.0 58.0 
19x28 18.5 23.0 28.5 34.0 40.0 45.5 51.0 57.0 62.5 
19x30 20.0 24.5 30.5 36.5 42.5 49.0 55.0 61.0 67.0 
19x48 31.5 39.0 49.0 58-5 68.5 78.0 88.0 97-5 | 10225 
20x28 19.5 24.0 30.0 36.0 42.0 48.0 54.0 60.0 66.0 
20x56 39.0 48.0 60.0 72.0 84.0 96.0 | 108.0 | 120.0 | 132.0 
21x32 2355 29.0 36.0 43.0 50.5 5125 64.5 2:0. 79.0 
21X33 24.0 29.5 37.0 44.5 52.0 59.5 66.5 74.0 SETS 
22X254 19.5 24.0 30.0 36.0 42.0 48.0 54.0 60.0 66.0 
22 X 34 26.0 32.0 40.0 48.0 56.0 64.0 72.0 80.0 88.0 
23 X28 22.5 27.5 34.5 41.5 | 48:0 55.0 62.0 69.0 76.0 
23X31 25.0 30.5 38.0 45.5 53.5 61.0 68.5 76.0 84.0 
23X34 27.0 33.5 42.0 50.0 58.5 67.0 45.5 83.5 92.0 
23x36 29.0 35.5 44.5 53.0 62.0 TEGO 79.5 88.5 97.5 
24 X 30 30.0 37.0 46.0 55.5 Gi A 74.0 83.0 92.5 | 101.5 
24X38 31.5 39.0 49.0 58.5 68.5 78.0 88.0 9725; 104275 
24 X48 40.0 49.5 61.5 74.0 86.0 98.5. DR Kai E ISO heb eb 
25X40 35.0 43.0 53.5 64.0 123.0 85.5 96.5. | 107.0. LETS 
26x32 29.0 35.5 44.5 53.5 62.5 TAO, 80.0 89.0 98.0 
26x33 30.0 36.5 46.0 55.0 64.0 13.5 82.5 92.0 | 101.0 
26 X 34 30.5 38.0 47.5 56.5 66.0 75.5 85.0 94.5 | 104.0 
26x38 34.5 42.5 53.0 63.5 74.0 84.5 95.0 | 105.5 | 116.5 
27 X40 37.5 46.0 58.0 69.5 81.0 92.5 | 104.0 | 115.5 || 127.0 
28 X 34 33.0 40.5 51.0 61.0 varas 81.5 91.5 |3:02:02] T1230 
28 X 38 37.0 45.5 57.0 68.5 79.5 91.0 |.102.5 | 114.0 | 125.0 
28X40 39.0 48.0 60.0 72.0 84.0 96.0 | 108.0 | 120.0 | 132.0 
28X424 41.5 51.0 63.5 76.5 89.0 | 102.0) 114.5 | 127.5 |.140.0 
30X38 39.5 49.0 61.0 73.0 85.5 07-501. 10975. (122 Oa 34 10. 
31X53 57.0 70.5 88.07 1055 | 123 0 14055) 115870) |) 175.5 loses: 
34x 44 52.0 64.0 80.0 96.0 | 112.0 | 128.0 | 144.0 | 160.0 | 176.0 


REENEN AA FR TA A SÁ AS SE H 


* Paper, Dec. 6, 1916, p. 17. + Folio size, basis of standard. 
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system for designating the weights of writing paper. The folio 
size (17 X 22 inches) is taken as the basis and the weight of a ream 
of 500 sheets of folio sizeisthe Substance Number. By specifying 
the substance number, therefore, the weight of paper desired is 
definitely established and the weight per ream of any other size, 
or the substance number of any paper, the ream weight of which 
is known on some other basis, may be readily ascertained by 
reference to Table XXII. 


Norr.—The substance number of small samples may be determined 
directly on the analytical balance. The weight in centigrams of a piece 
exactly 22,5 inches is its substance number. 


Penetration or Sizing Tests.—(a) For WRITING PAPERS.— 
Float a piece of paper 1 or 2 inches square on the surface of ink, 
and note the time in minutes until the ink begins to be visible on 
the upper surface. The time in minutes is taken as a basis for 
comparing the relative sizing of different papers (see also p. 472). 

Norr.—In order to avoid discrepancies due to the variation in the ink, 


the latter should be made according to the following formula given by Schlut- 
tig and Neuman in “ Die Eisengallustiten " 


Grams 
(callotanniceiclde(dnobem ee ea e a es ene Eid 
(ORA Ere rel Gal (CU A EE LTD aa 
UE ln = A en: 10.0 
Hydrochloric acid.. EE 
Ferrous sulfate escala (FeSO,: THiO). Ne hueco A 30.0 
Solubleybliled qM bcp EE ey EE E Eoi stu 2.0 


Water to make up to 1 liter. 


Let settle several days and then decant from any sediment. Keep the 
temperature of the ink constant and use it but once. 


(b) Fon PAPERS OTHER THAN WRITING PAPER.—For all papers 
other than writing papers use the so-called Ferrocyanide Test as 
follows: 

Float a piece of paper about 2 inches square on the surface of 
a 5% solution of K¿Fe(CN)s and note the time. Then test the 
upper surface of the piece of paper from time to time by stroking 
(aeross the machine direction) with a small camel's-hair brush 


* 2.5 grams of actual HCl are equivalent to 5.8 cc. of conc. HCl. 
+ Any water-soluble basic aniline dye may be used, such as Bavarian blue 
(S. and J. No. 478), Niagara blue 3B (National Aniline Co.), etc. 
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moistened with a solution of FeCl; (5-10%). When the ferro- 
cyanide has soaked up through the paper sufficiently to come in 
contact with the FeCl;, it will react the moment the latter is 
applied and give a blue color. The penetration js then consid- 
ered complete, the time is again noted, and the length of time 
since the paper was laid upon the surface of the solution is taken 
as the measure of its resistance to penetration. In stroking the 
paper with the camel's-hair brush, take care to select a place on 
the paper which has not previously been wet with the FeCl; 
solution. Report the results to the nearest minute, or, if the 
time is very short, in seconds. 

Water Penetration Tests.— The rate at which water will pene- 
trate the surface of a paper may be taken as an index of the 
degree or extent of sizing or the ““waterproofness” of the paper. 
The following methods are in common use. 

(A) Tray Mrtruop.—The simplicity of this method makes it 
convenient for use in comparative control tests on materials like 
chipboard and container-board. Cut a piece of the paper about 
6 inches square, designating the four sides in rotation as A, B, 
C and D. Make 2 cuts in each of the sides A and C, each cut 
about 1 inch, parallel to, and 1 inch from, the other 2 sides, B and 
D, respectively. Bend up the edges C and D and fasten to them 
the flaps made by the cuts, using paper clips. This will form a 
dish or tray of the paper about 4 inches square and 1 inch deep. 
Pour into it sufficient water to cover the bottom to a depth of 
about i inch and note with a stop watch the time required to 
strike through to the opposite side. The water should be at a 
temperature of 15-20? C. Note the time when the first evidences 
of penetration occur and also when the area showing wet on the 
underside 1s about equivalent to a 50-cent piece. 

(B) GROUND GLAss MrTHOD.*—Cut specimens about 6 inches 
square and fold so as to form boxes 2 inches square and 2 inches 
high, open at the top, the boxes formed by folding being held by 
convenient fasteners such as paper clips. Place a clean piece of 
ground glass on a dark surface, such as black paper, with the 
ground side uppermost. (The ground glass should be washed 
occasionally with soap and water and kept perfectly free of grease 
or other discolorations.) Then place the test boxes on the 

* Paper Trade J., T9, 48 (Sept. 4, 1924). 
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ground glass surface and fill them to within } inch of the top with 
water at 15-20? C. Lift the boxes from the glass at different 
time intervals and examine the glass for the first appearance of 
a water film. The successive intervals between the lifting of the 
same box must not be too short, since some time is required for 
the moisture film to form and the film thus formed disappears 
rapidly by evaporation when the box is lifted. In certain kinds 
of paper, variation in water resistance in any one sample is 
considerable and on most papers at least 10 tests should be made 
on each sample. 

The above test may be made applieable to heavy boards and 
samples of paper too small to be made into boxes as follows: 
Obtain a cylinder about 2 inches in diameter with the wall about 
& inch in thickness, such as a section of pipe or a round 8-ounce 
bottle cut off near the bottom and the edge ground flat. From 
the board or paper to be tested cut a dise somewhat larger than 
the cross-section of the cylinder. Dip the smoothed end of the 
cylinder in melted paraffin and let it remain for a short time. 
Remove it quickly, place it on the disc and let it stand until the 
paraffin has hardened. Set the specimen on the ground-glass 
surface and pour in about 2 inches of water. If care has been 
taken to bring the end of the cylinder in contact with the disc of 
paper or board while the paraffin is hot and fluid, a good joint 
will result, capable of supporting a considerable column of water 
and permitting the specimen to be lifted or slid to one side for 
observation as in the case of the folded boxes. 

(C) Curt Meruop.*—Fill a vessel of at least 2-liters capacity 
with water at 25? C.+ 1°. (The larger the vessel the easier it is 
to hold the temperature constant.) Cut the sample in the shape 
of a right triangle, one leg of which should be about 2 inches long 
and in the machine direction of the paper, and the other leg 
about 3 inches long. Make a crease parallel with, and about 3 
inch from, the shorter leg, so that one part of the specimen makes 
an angle with the remainder. Holding the piece in one hand by 
the point opposite the shorter leg, place it on the surface of the 
water so that the shorter leg is against one side of the vessel, in 
which position it will remain steadier than if placed in the center 
of the vessel. Start a stop watch simultaneously with this 

* See Paper Trade J. (Apr. 6, 1922 and Oct. 23, 1924). 


474 TECHNICAL METHODS OF ANALYSIS 


operation. The piece will curl and the longer dry portion serves 
as a pointer as it moves across the field of vision. When the 
curling in the initial direction ceases and the instant it starts to 
uneurl, stop the stop watch and record the time. Run several 
tests, each on a different piece, and report the average of the 
results. 

Blotting Paper.— The absorption tests commonly used on 
blotting paper are as follows: 

(A) Bnp TEsr.—Cut strips of the paper, in each direction 
of the sheet, about 3 inch wide and at least 33 inches long, and 
make a pencil mark about 1 inch from one end. Then, starting 
from this mark, make a series of pencil marks at intervals of $ 
inch on the paper for a distance of about 25 inches. Suspend 
the strips in water at a temperature of 18-20? C. in such a manner 
that the surface of the water coincides with the first mark. When 
the strip is first placed in the water, note the time and at the end 
of 3, 5, and 10 minutes, respectively, ascertain the rise of the 
water in the paper by means of the marks upon it. Report the 
results in sixteenths of an inch, Ze, a paper which shows an 
absorption of 1 inch will be reported as (Absorption, 16." If 
necessary, a small quantity of ink may be added to the water 
to aid in determining the exact rise of the liquid. Test several 
strips of each sample eut from each direction and report the 
average absorption. 

(B) Prrerre Trsr.—Suspend a Lee, pipette in such a way 
that the tip is 3 inch from the surface of the sample. Cut the 
sample 4 inches square and lay it felt side up on a eoarse wire 
screen which is supported by a large beaker. (This is done to 
prevent as far as possible the blotting paper from caving in at 
the center where the liquid falls upon it. The felt side of the 
paper is the side which does not show wire markings.) It is 
well to use both distilled water and the previously mentioned 
standard ink (p. 471) at three temperatures of 15, 20, and 25? C. 
In simply comparing several samples, however, it is usually 
sufficient to use either distilled water or ink at 20? C. 

Fill the pipette with the liquid and at the same time the liquid 
is released start a stop watch which is held in the other hand. 
Measure the time in seconds from the time the liquid is released 
until it is totally absorbed by the paper; also measure the 
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diameter of the cireular spot on the paper immediately at the 
completion of the time reading. 

Notr.—The Bureau of Standards* recommends the pipette test as more 
nearly representing the conditions of use, but the strip test is widely 
employed. 

Greaseproof Paper.— True parchment paper consists of unsized 
rag paper which has been passed through dil. H;SO, This 
transforms the surface fibers into a tough gelatinous mass which 
forms a protective coating for the rest. The process increases 
the tensile strength from three to four times. Imitation parch- 
ments may consist of sulfite or a mixture of sulfite and straw 
prepared by long beating to give the required degree of trans- 
lucency. Pergamyn is a greaseproof imitation parchment 
prepared by treating sulfite with glycerin and an unusually large 
amount of size. 

The so-called Turpentine Test has been used largely in the 
past for determining whether or not a paper is greaseproof. 
Owing, however, to the introduction of cheaper grades of so-called 
greaseproof papers, this test is not always satisfactory because 
of too rapid evaporation of the turpentine and too rapid pene- 
tration. Such papers are more readily distinguished by the 
Oleic Acid or Red Oil Test. 

(A) TunPENTINE Txst.—Place a drop or two of turpentine 
on the paper (free from any creases) and lay it upon a clean white 
blotting paper. Rub the turpentine with the finger and note 
how long it takes for it to go through and stain the blotting paper. 
Strictly greaseproof papers will not show penetration by this 
test, even after several minutes. 

(B) OLz1c Acrp Trst.—Place a piece of the paper, free from 
grease or thin spots, on a white blotting paper or filter paper and 
then place on it a piece of metal tube about $ inch in diameter 
(the metal screw-top of a polariscope tube is convenient for this). 
Place a drop of oleic acid on the paper in the area covered by the 
ring of the tube. Slide the paper back from the filter or blott ng 
paper at 5-minute intervals, without removing the top, and 
examine the underlying absorbent paper for first traces of penetra- 
tion of the oil and then for complete penetration. The lowest 
grades of imitation parchment or greaseproof paper should not 

* J. Ind. Eng. Chem. (January, 1918). 
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show any trace of penetration from the oil in less than 10 minutes, 
nor complete penetration in less than 20 minutes. 

It is advisable to make a fiber examination of the paper in 
connection with the oleic acid test. True greaseproof papers 
show the fibers thin and considerably shredded. 


Notr.—The so-called Blister Test which has been considerably used in the 
past is not reliable. This test consists in holding the paper above a lighted 
match and noting whether any blisters form on the surface. A greaseproof 
paper is supposed to blister by this test. 


SIZING IN PAPER 


General.—Blotting paper and so-called ‘‘water-leaf paper" 
are unsized and rapidly absorb ink or any other liquid by capillary 
attraction. Papers which are to be used for writing or printing 
purposes must be sized with some material which will prevent 
this capillary absorption. Rosin and glue (animal size") are 
most commonly used. Starch is also used to some extent, gen- 
erally together with rosin and glue, particularly in the case of 
blueprint papers. Paper containing a considerable proportion of 
rags sometimes contains a small amount of starch due to its 
incomplete removal from the rags. 

It is advisable to make qualitative tests before proceeding. 
with quantitative determinations. 

Qualitative Tests—(A) Tannic Acrp TEST FOR GLUE AND 
Casrin.—Boil several grams of the paper with water until the 
volume of the latter is only a few ce. (As soon as the water has 
come to boiling, a portion of it may be poured off and saved for 
the starch test.) Filter and cool thoroughly. To this solution 
add about an equal volume of a cold 10% NaCl solution nearly 
saturated with tannic acid and freshly filtered. A pale grayish 
yellow, flocculent precipitate indicates the presence of glue or 
casein or both (see note 2). 

NomEsS.—(1) If the paper has been treated with formaldehyde in addition 
to glue, the latter will be rendered more or less insoluble in hot water. In 
this case boil the sample with dil. NaOH solution, pour off the solution and 
make slightly acid with HCl. Cool, and test this solution with tannic acid. 
Run a blank test with the NaOH to make sure that it contains nothing which' 
will precipitate tannin after acidification. 

(2) In case the paper contains starch and gives a precipitate by the 
above test, the precipitate may be due to the starch. In this case, repeat 
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the test and, before adding the tannic acid solution, add sufficient HCl to the 
concentrated water extract of the paper to give about a 2% solution. Digest 
on the steam bath until the starch is all converted to dextrose and a drop of 
the solution gives no blue color when added to 5 cc. of very dilute (about 
0.001 N) iodine solution. Then cool the solution and add the tannic 
acid-NaCl solution. 


(B) MoLyBDATE Test FOR GLUE OR CasErN.— To the cool 
water-extract of the paper add half its volume of neutral ammo- 
nium molybdate solution followed by a few drops of HNO;. The 
formation of a white amorphous precipitate shows the presence 
of glue or casein. 


Norrs.—(1) The precipitate is soluble to a considerable extent in a 
strongly acid solution. The usual ammonium molybdate solution used in 
the laboratory for phosphorus analysis is therefore not suitable for this 
test as it contains excessive acid. 

(2) Instead of using the neutral ammonium molybdate solution fol- 
lowed by a few drops of HNOs, the following solution may be used: Dissolve 
3 grams of ammonium molybdate in 250 cc. of water, then add 25 cc. of 
dil. HNO; (1:3). This reagent is not permanent and on standing for some 
time will gradually settle out. Add about 1 volume of the reagent to 2 
volumes of the cold aqueous extract of the paper. 

(3) The molybdate test is very delicate and, in using a 3-gram sample of 
the paper, if no precipitate is obtained, or even in the case of a slight tur- 
bidity, it is reasonably certain that the paper has not been tub-sized with 


glue. 
(4) Starch does not interfere with this test if directions are carefully 


followed. 


(C) Rosin (LIEBERMANN-STORCH TrsT).—Place several small 
pieces (representing about 1-2 grams) of the paper in a clean, dry 
test-tube. Cover with pure acetic anhydride and boil down to 
about 1 ec. The anhydride fumes are extremely irritating and 
after they begin to come off from the test-tube it is well to hold 
the mouth of the latter near a flame so that the fumes will burn 
as fast as they are driven off. Pour the liquid residue into a 
clean, dry test-tube and cool thoroughly. If any waxy particles 
separate, they should be filtered off. Let 1 drop of cone. H2SO, 
run carefully down the side of the test-tube. A fugitive rose- 
violet coloration, formed when the acid meets the anhydride, 
indicates rosin. 

(D) SrARCH.—Boil a portion of the paper with water. Cool 
and filter if necessary. Add 1 drop of very dilute iodine solution 
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(about 0.01 N). A blue coloration indicates starch. Certain 
papers not sized with starch will give a faint violet coloration, 
but this should be disregarded. 


NorE.—Applying iodine solution directly to the paper may give mislead- 
ing results. 


Quantitative Determination.—GrvuE.—Weigh 3-5 grams of the 
paper, tear into small pieces, and place in a 500-cc. Kjeldahl 
digestion flask. Determine the nitrogen by the Gunning method 
as described on page 88. Calculate to glue by multiplying the 
nitrogen found by 5.6. 

Rosin.—Cut 5 grams of the paper into strips approximately 
1 inch wide and fold in numerous small crosswise folds. The 
folding is essential to secure complete and quick extraction. Do 
not tear the paper into small pieces, since it will then stick 
together and not be completely extracted. Place the folded strips 
in a Soxhlet extractor* and fill the latter with acidulated alcohol. 
This is made by adding to 100 cc. of 95% alcohol (specially 
denatured formula No. 30) 10 cc. of acidulated water, consisting 
of 5 ec. of glacial acetic acid to 100 ec. of water, and thoroughly 
mixing. Connect the extractor to an unweighed Soxhlet flask; 
add sufficiently more of the acidulated alcohol to insure having 
the flask about i full. When the extractor is filled, start the 
extraction and siphon at least ten times. 

Wash the alcoholic extract into a beaker and evaporate to 
10 ec. or less on the steam bath. Cool, take up in about 25 cc. 
of ether and transfer to a 300-cc. separatory funnel containing 
about 150 ce. of water, to which has been added a little salt to 
prevent emulsion. Shake thoroughly and allow to separate. 
Draw off the water into a second separatory funnel and repeat 
the treatment with a fresh 25-ec. portion of ether. Combine 
the ether extracts which contain the rosin and wash twice with 
100-ce. portions of water or until the ether layer is perfectly clear 
and the line between the ether and the water sharp and distinct. 

If glue, which is extracted from the paper by the alcohol, 
should interfere by emulsifying with the ether, wash the com- 
bined ether extracts with a 10-15% NaCl solution (twice if nec- 


* The Underwriters’ Laboratory Rubber Extractor shown on page 752 
may be used to advantage in place of a Soxhlet. 
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essary), and then wash with three 100-cc. portions of distilled 
water to remove the NaCl. 

Finally transfer the ether extract to a weighed Soxhlet flask 
and evaporate off the ether. Dry at 100° C. in a water oven for 
exactly 1 hour. Cool in a desiccator and weigh. 

STARCH.—Prepare from the paper a solution containing 
approximately 1% of reducing sugar (dextrose).* This solu- 
tion must not contain over 1% and if, after the analysis is com- 
pleted, it is found that this limit is exceeded, the analysis must be 
repeated, using a smaller amount of paper. The procedure is 
as follows: 

Weigh carefully 3-5 grams of the paper, cut in very small 
pieces (about $ inch square), into a 250-cc. Erlenmeyer flask; add 
150 cc. of water, and boil for about 5 minutes. Cool to about 
50° C. and shake violently until the fibers are well separated. 
Then add 10 cc. of filtered saliva solution (see note 1 below). 
Place the flask in a water bath at 40-50? C. and stir frequently 
for 1 hour; then add 1 drop of 0.1 N iodine solution. If there is 
no indication of starch being present (blue color), filter on a 
Gooch crucible and wash with hot water. Transfer the filtrate, 
which should have à volume of about 200 cc., to à beaker; add 
15 ce. of dil. HCl (5:4) and boil gently for 45 minutes, covering 
the beaker with a watch glass. Cool immediately. Nearly 
neutralize the acid with NaOH and complete the neutralization 
with Na2CO; and litmus paper. Filter the neutral solution into 
a 250-cc. volumetric flask; make up to the mark, and determine 
the dextrose in 50 cc. according to the Allihn method on page 556. 

The weight of dextrose multiplied by 0.9 gives the weight of 
starch. Multiply this weight by 5, divide by the weight of paper 
taken and multiply by 100 to obtain the percentage of starch in 
the paper. At least two 50-ce. portions of the neutral dextrose 
solution should be thus analyzed and the average result taken. 


Nortrs.—(1) The saliva is obtained by chewing paraffin wax and collect- 
ing the saliva in a beaker. Then add $—$ its volume of water and filter. 
The saliva should be tested with starch to be sure that it is active. 

(2) This method depends upon the fact that the diastase in saliva will 
hydrolyze starch but will not hydrolyze the cellulose of paper. It some- 


* Papers sized with starch in the beaters generally contain less than 2% of 
starch. Those tub-sized with starch may contain considerably more. 
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times happens, however, that saliva is not active towards starch and it 
should, therefore, always be tested by running a blank on a little starch 
and noting by means of the iodine test whether the starch is completely 
hydrolyzed. 

Detection of Faulty Sizing.*— Draw a strip of the paper over 
the surface of an iron tannate ink (p. 471) and allow it to drain 
and dry naturally. Examine the inked surface under the micro- 
scope. A well-sized paper will show no indication of the fiber 
having absorbed ink, and the entire surface will be uniformly 
and lightly colored, as indicated in Fig. 28. In more poorly 
sized paper blotches of fibers absorb the ink, as shown in Fig. 
29 and Fig. 30. Fig. 30b shows water-leaf filter paper, indicating 
by the darker colors that the fibers have absorbed the ink. 

Norrs.—(1) All the papers shown in these plates (except Fig. 305) are, 
according to the ordinary methods of testing, well-sized and practically 
identical. 

(2) A paper well-sized throughout should also show a uniform coloring 


when the surface has been rubbed with an ink eraser, the loose particles 
brushed off, and the paper treated with ink as above. 


TARNISHING TEST FOR PAPER 


General.—A paper which is to be used for wrapping silverware 
should be essentially free from active sulfur compounds. If it 
is to be used for wrapping steel cutlery, the exclusion of active 
sulfur compounds need not be quite so rigid, but the paper must 
be free from acid and reasonably free from sulfur compounds. 
The determination of the total amount of sulfur in a paper is of 
little value in judging its suitability for anti-tarnish use, not 
only because the amount of sulfur is usually small, but there is 
no way of telling from the total sulfur determination what pro- 
portion is in an active form which would cause tarnishing. 

Of the following methods, Method 1 was devised in this 
laboratory and Method 2 is essentially the method proposed by 
E. Sutermeister.f In testing papers by either method it is 
very essential to keep them away from all dust and laboratory 
fumes and in preparing the samples the fingers must be serupu- 
lously elean and the papers not handled any more than absolutely 
necessary. 


* United States Dept. of Agr., Bur. Chem. Cir. 107. 
T Pulp and Paper Mag., 1021 (1917). 


WOOD, PAPER, AND PAPER-MAKING MATERIALS 481 


ri A 


$ 


PU 
MI nM 
at EU 
a 


Fig. 28.—Appearance of Well-sized Paper after Test with Iron Tannate Ink. 
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Fra. 29.—Appearance of Poorly-sized Papers in Which Blotches of Fibers Absorb 
the Ink. 
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Fra. 30b.—Water-leaf Filter Paper, Showing Ink Absorbed. 
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METHOD 1 


General.—The method consists of comparing the sample with 
special papers impregnated with 0.001% and 0.000195 NaS 
solutions, the sulfide test in each case being made under pre- 
scribed conditions by a hydrogen evolution method and lead 
acetate paper. 

Preparation of Special Impregnated Papers.—Make the 
special papers from 9-cm. best white filter paper, each of which 
weighs approximately 0.6 gram. Prepare the following solutions: 

(a) Dissolve 3 grams of fresh sodium sulfide crystals in 100 
ec. of distilled water. (3 grams of NazS:9H:20 are equivalent 
to 1 gram of NaS.) 

(b) Dilute 1 cc. of solution (a) to 1 liter to make a 0.001% 
NaS solution. 

(c) Dilute 10 cc. of solution (b) to 100 cc. to make a 0.0001 % 
NaS solution. 

Saturate the filter paper in solutions (b) and (c) and dry in air. 
Considerable quantities of these papers may be made at one time 
and stored in separate, tightly stoppered bottles labeled: 

“0.001% NaS Paper for Tarnishing Test." 

**0.000195 NaS Paper for Tarnishing Test." 

The papers may also be torn into 4 equal segments, each seg- 
ment (0.15 gram) being sufficient for one test. 

Materials Required.—(1) Four 500-cc., flat-bottomed flasks, 
approximately 7 inches high; (2) Granulated zine (arsenic free); 
(3) 15% HCl solution; (4) Lead acetate test paper, moistened; 
(5) Absorbent cotton. 

Procedure.—Into each flask put 2 grams of granulated zinc 
and 0.15 gram of paper torn into small pieces. The 4 flasks are 
for the following papers: (1) Sample; (2) Pure filter paper (for a 
blank); (3) 0.001% NaS paper; and (4) 0.0001% NaS paper. 

Add to each flask 25 cc. of 15% HCl (free from As). Into 
the neck of the flask insert a loose plug of cotton to a depth of 
about 1j inches. Above the cotton place a piece of moistened 
lead acetate test-paper about 1 inch square, and cover this 
loosely with a final plug of cotton. Set the 4 flasks in a pan or 
tub containing water at room temperature to a depth of 1-1 
inch, in order to prevent any considerable rise in the temperature 
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of the contents of the flasks. The liberated hydrogen will carry 
any HS evolved up to the lead acetate paper, which will darken. 
Examine the 4 lead acetate papers at the end of 30, 60 and 90 
minutes and record their comparative appearances. 

Interpretation of Results.—It has been found that the 0.001% 
NaS paper causes some tarnishing when held in contact with a 
polished 10-cent piece for 5 weeks. Commercial papers known 
to have caused tarnishing of polished metal goods have been 
found to be more reactive under this test than the 0.001% NaS 
paper. Therefore, a paper to be acceptable should show up as 
well as the 0.000195 NaS paper (which should show slight dis- 
coloration in about 60 minutes). A paper between 0.000195 and 
0.001% NaS papers is dangerous; while those that are inferior 
to 0.001% NaS paper should be unquestionably rejected. 

In reporting, a paper superior to 0.0001% NaS paper should 
be classed as “safe”; those between 0.000195 and 0.001% 
NaS as “questionable”; and those inferior to 0.001% NaS 
as "unsafe." 

NorE.—In judging papers which are to be used solely for wrapping steel 


cutlery, a paper which is free from acid and shows less sulfur than the 
0.001% Na;S standard may be classed as safe. 


METHOD 2 


Apparatus.— The apparatus consists of a 500-cc., round-bot- 
tomed flask with a neck about 2inches long and 1 inch in diameter. 
The mouth of this neck is ground to a flat surface and on this 
is placed a glass tube about 4 inches long and 1 inch in diameter, 
the lower end of which is also ground flat to fit tightly upon the 
upper surface of the neck of the flask. The whole is so arranged 
that after placing a piece of filter paper between the two ground 
surfaces the tube and flask may be securely clamped together so 
that all gas generated in the flask must pass through the filter 
paper and then up through the superimposed glass tube. 

Procedure.—In the case of tissue papers take a sample of 25 
square inches and determine its weight; in the case of heavy 
papers weigh out 0.25 gram. (The paper should be handled as 
little as possible with the fingers, particularly if they are moist.) 
Shake up in a wide-mouthed, glass-stoppered bottle with 10 cc. of 
distilled water. When partial disintegration has taken place 
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add another 10 cc. of water and continue shaking until the paper 
has been completely reduced to pulp. Transfer the larger 
part of the pulped mass to the flask and rinse the residue which is 
left in the bottle into the flask with a mixture of 10 cc. of sulfur- 
free H;¿PO, and 20 ec. of water. 

Prepare turnings from the highest grade, pure stick Zn, which 
must be free from S and As. Treat 1 gram of these turnings 
with 10 ec. of a dilute solution of CuSO.5H.O (0.1 gram dis- 
solved in 100 cc. of water is a suitable strength). After a few 
minutes all the Cu will have deposited. Finally wash the 
turnings thoroughly to remove every trace of ZnSO,, add the 
turnings to the flask and insert a wad of cotton in the neck. 
Then clamp between the 2 ground glass surfaces a piece of filter 
paper about 2 inches square which has been perforated with small 
pin holes about $ inch apart and which just before use is mois- 
tened with several drops of lead acetate solution. Finally 
place a loose wad of cotton in the tube above the paper. 

Place the flask on the steam bath and let stand with occa- 
sional shaking for 1 hour. Then remove the filter paper from the 
neck of the flask and dry it in air. Compare it with standard 
test pieces by placing them side by side on a piece of white 
paper and covering them with a thin piece of clear white glass. 

Standard Test Pieces.— Prepare the standard test pieces as 
follows: Place 0.25-cc. portions of S-free cotton in flasks in place 
of the paper pulp and add to each measured amounts of a very 
weak solution of sodium thiosulfate the strength of which is 
accurately known. 

Sulfur-free cotton is prepared by boiling absorbent cotton in 
195 NaOH solution and washing thoroughly with distilled water. 

Thiosulfate solution is prepared as follows: 

(A) Dissolve 3.88 grams of Nas8,0,:5H50 in water and dilute 
to 1 liter. 1 cc. of this solution is equivalent to 0.001 gram of $. 

(B) Add 10 cc. of Solution A to about 500 ec. of water con- 
tained in a liter volumetric flask. Dilute to the mark and 
mix thoroughly. 1 ec. of this solution is equivalent to 0.00001 
gram of S. 

(C) Dilute 10 cc. of Solution B in the same manner to 1 liter 
in a volumetric flask. 1 cc. of this solution is equivalent to 
0.0000001 gram of S. 
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Solution C is to be used for preparing the standard papers. 
Convenient quantities to be added to the flask are 10, 20, and 50 
cc., respectively, equivalent to 0.000001, 0.000002, and 0.000005 
gram of sulfur. The standard test-papers prepared from known 
amounts of sulfur must be freshly made each time the tests are 
carried out. A blank should also be run to make sure that the 
H;PO; and Zn give no test for sulfur. 

Interpretation of Results.—If has been found that 0.000001 
gram of S in the flask will give a distinct color on the lead acetate 
paper. A paper which does not contain more than 0.000002 
gram of active S in 0.25 gram of paper may be considered safe 
for wrapping silverware. A paper containing more than this 
amount, but not more than 0.000005 gram, should be considered 
questionable for silverware but if it is not acid should be suitable 
for steel cutlery. 


FILTER PAPER 


General.—The essential qualities of a good filter paper are: 
(1), retention of precipitates; (2) speed of filtration (penetra- 
bility); (3), low ash content (in quantitative paper); (4), good 
folding properties and strength; (5) good formation, t.e., freedom 
from “wildness” and excessive knots or clumps of fiber; (6), 
freedom from dirt specks and pin holes. 

Ash.—Weigh 2 separate portions of 10 circles each and calcu- 
late the average weight per circle. "Then tear the 2 samples into 
small pieces, place in 2 large, weighed, porcelain crucibles and 
smoke off the paper without letting it actually take fire, keeping 
the crucible loosely covered. Finally ignite the ash as nearly 
white as possible over a Meker burner or in a muffle at bright 
red heat, cool in a desiccator and weigh. Calculate the ash 
both in percentage and in decimal of a gram per 11-cm. circle. 
The average ash of 2 duplicate determinations which agree 
reasonably well should not be over 0.00015 gram per 11-em. 
circle on high-grade quantitative paper. 

Retention of Barium Sulfate.—Place 20 cc. of approximately 
normal HSO; in a 50-cc. beaker and heat until ebullition just 
commences. Then add from a burette 20 cc. of approximately 
normal BaCl; solution, with the flame still under the beaker, at 
the rate of 1 cc. per second. At the end of 20 seconds, remove 
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the beaker and pour the contents upon the filter paper folded 
and fitted in a funnel. From the clarity or cloudiness of the 
filtrate the paper is judged as to its retention of BaSOs. 

Solutions.—NonRMAL H;80,—Weigh out 52.1 grams of conc. 

HSO, (94%), transfer to a liter flask about 3 full of distilled 
water, dilute to the mark and mix thoroughly. 

NonMAL BaACr; Sotution.—Weigh out 122 grams of BaCl,- 
2H20, dissolve in distilled 
water and dilute to 1 liter. 

Penetrability.— The pene- 
trability is measured by the 
number of seconds required 
for 100 cc. of distilled water 
at approximately 20? C. to 
pass through the paper under 
a definite head. Any form 
of apparatus which will insure 

a constant head of water may 
er xd RN be used for comparison pur- 
| B-Water Inlet poses. We have found the 
" PUE. agas penetrability tester shown in 
o ^ E-Overflow Spout Fig. 31 (devised in this labora- 
tory) works very satisfactori- 
ly. The shaded portions may 
be cast from lead. The con- 
.stant head is maintained by 
opening the stop-cock from 
the reservoir just wide enough 
to keep the water level with 
Fra. 31.—Penetrability Tester for Filter the top of the vertical pipe. 
Kg When this condition is ob- 
tained, place a 100-cc. graduate under the spout and measure 
the time in seconds required for the graduate to fill to the 
100-cc. mark. Run at least 5 tests, each on a different portion of 
the paper or on a different circle, and report the average result. 

Thickness.— Determine the thickness with a standard thick- 

ness tester at 5 different points on the paper. 


Norr.—The thickness tests on filter paper are of questionable value, as 
most papers have a finish similar to embossing which makes it doubtful if 
the reading of the gage gives the true thickness of the paper sheet. 
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Bursting Strength.—Determine the bursting strength with 
the small Mullen tester. Run at least 5 tests and report the 
average. 


WHITE WATER 


General.—Broadly speaking, there are 2 classes of waste water 
in paper mills which are generally termed White Water: (1) the 
returned water from pulp thickeners, which is used to supply 
grinders, sliver screens or in such other ways as may save its 
fiber content; (2) the water extracted from the paper stock on 
the machine by the wire, suction boxes and presses and returned 
to the system in order to save the filler, coloring matter, alum, 
size or fibers contained in it. This is more properly known as 
Back Water. 

The name White Water is derived from the color, due to 
the finely divided material in suspension. In some mills the 
white water is used repeatedly, while in others merely the fibers 
are recovered in “save-alls” and the rest run to the sewer. 

Usually the only determinations required on white water 
samples are the amounts of fiber and filler. Results should be 
expressed in pounds per 100,000 gallons. 

Fiber.—Shake the sample thoroughly and pour off quickly 1 
liter, or an aliquot of a liter, depending upon the consistency of 
the sample. Filter on a quantitative filter paper which has 
been dried at 105? C. and weighed in a weighing bottle. (The 
filter paper should be dried to constant weight but should not be 
heated unnecessarily long on account of danger of rendering it 
brittle.) Wash all the fibers and suspended matter upon the 
filter with distilled water and then wash once or twice on 
the filter. Dry the filter and contents to constant weight in the 
weighing bottle at 105? C. Multiply the weight in grams per 
liter by 834. This gives the total suspended matter in pounds 
per 100,000 gallons. Subtract from this the amount of filler 
as later determined and report the difference as Fiber. 

Filler.—Transfer the filter paper and contents to a weighed 
platinum crucible, ignite to a white ash, cool in a desiccator and 
weigh. Report the weight, expressed in pounds per 100,000 
gallons, as Filler—calculated from ash. 


Nore.—In some laboratories it is customary to evaporate a known 
amount of the sample directly to dryness and weigh the residue and then ash 
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it. As most white waters contain alum and size, this procedure does not 
give correct results. The alum if ignited strongly is converted to Al;O; 
and the organic matter of the size is burned off and included in the fiber. 
‘An analysis made in this way gives higher results for filler and also for fiber. 
The natural dissolved solids of the water are also thus included as filler. 


COTTON CELLULOSE (COTTON LINTERS) FOR NITRATION 


General.—U. S. Navy Specification 65C5, July 10, 1913, 
requires that cotton for nitrating for smokeless powder shall con- 
tain not over 7% of water, not over 0.4% of ether extract, not 
over 0.8% of ash and only traces of lime salts; and that it shall be 
free from hypochlorites, dirt, and foreign matter. This is 
essentially the same as the Joint Powder Specifications which 
require the use of a bleached cellulose containing not more than 
0.4% of extractive matter, not more than 0.8% of ash, and state 
that it should not contain more than “traces” of lime, chlorides, 
and sulfates. ) 

For some commercial grades of nitrocellulose unbleached 
cotton is used, but the methods of analysis are the same as for 
bleached cotton. 

The routine analysis of cotton includes the determinations of 
moisture, ether extract, ash, solubility in 95% HSO, and solu- 
bility in 10% KOH solution. The furfural value is also fre- 
quently determined, and on crude fiber the amount of “dust” 
is determined by a sieving test. It is also sometimes desirable 
to determine the copper number and the amount of starch. 

Sampling.—In sampling fiber in bales, take a section extending 
from one side to approximately the center from each bale sampled, 
and take samples from not less than 10% of the bales in the 
lot. In sampling crude fiber, make special note of, and take sam- 
ples from, any bales showing large proportions of moldy fiber or 
of very oily fiber, as indicated by a strong yellow color. 

Blend the samples for moisture quickly and thoroughly by 
hand and place a sample of about 20 grams in a previously weighed 
glass or tin vessel with a tightly fitting cover. Open up the 
remainder of the sample by hand, or in a mill or picker if available, 
and after being thoroughly blended, reduce to proper size by 
quartering, and dry at 105° C. 

Make all determinations, except moisture and dust, on the 
dry sample. 
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Moisture.— Take about 20 grams of the sample prepared for 
moisture determination and weigh under conditions to avoid 
changes in moisture content. Dry at 105? C. for 3 hours, or 
if the moisture is high, as may happen with samples taken from 
bales that have been exposed to rain, until constant weight is 
reached. Calculate the loss in weight to percentage of the 
sample as received. 


Norr.—Instead of determining the moisture on a large scale and using 
portions of this dried material for subsequent tests, it is permissible to run 
the tests on the sample as received and calculate results to the dry basis, 
provided, however, that the moisture is not excessive (5-10%) and that the 
sample is kept where it does not lose or gain moisture. 


Ash.— Place at least 5 grams of the dry material, prepared as 
above, in a platinum or fused silica dish of 80-100-cc. capacity 
and ignite in a muffle or over a burner to complete incineration 
at a low red heat, taking care to avoid loss of ash by aircurrents 
during handling. Finally cool the dish and contents in a desic- 
cator and weigh. Calculate the result to percentage of the dry 
weight of the cotton. 


Notr.—The Powder Specifications call for the digestion of a 1.5-gram 
sample with a little pure HNO; and incineration at a red heat. The use of 
the smaller sample of cotton and a higher temperature of incineration, how- 
ever, is likely to give lower results. 


Ether Extract.—Extract thoroughly about 5 grams of the dry 
material with pure ethyl ether in a suitable extraction apparatus 
(preferably Knorr’s; see Eimer & Amend Catalog, No. 3185) for 
about 8 hours or until further extraction removes no additional 
substances soluble in ether. Weigh the extractive matter after 
drying at 100° C. to constant weight, and calculate the result 
(after deducting the weight of any residue in the ether) to per- 
centage of the dry weight of the material. Take care to have 
the extractive matter free from fine particles of fiber which may 
be carried through mechanically. After extraction with ether, 
the sample may be dried and used for the determination of non- 
cellulose, as below. 

Non-cellulose.—The HSO, used must be within 0.5% of 
95% strength. Make the determination by treating 5 grams of 
the dry sample at about 20° C. with 50 cc. of the acid at the same 
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temperature. In the case of crude fibers, it is important to 
remove the oils by extraction with ether before making this 
determination. Stir the fiber vigorously in the acid for 5 
minutes, then slowly pour into 1 liter of cold distilled water. 
Heat the aqueous solution on a hot plate for at least 4 hours, 
with frequent stirring. It is important to keep the temperature 
at 99-100? C. and to maintain the level of the liquid constant. 
Then filter out the insoluble matter on a weighed Gooch crucible 
with a carefully prepared asbestos mat. Thoroughly wash the 
contents of the Gooch crucible with boiling distilled water to 
remove the last traces of HSO; and then dry for 3 hours at 102- 
105? C. Cool and weigh the non-cellulose and calculate the 
result to percentage on the dry weight taken. It is important 
to have the fiber well opened up and free from lumps, as, if 
lumps are present, a higher result may be expected. 

Approximate Cellulose.—Calculate the ‘“‘approximate cel- 
lulose" in the fiber by adding together the percentages of ash, 
ether extract, and non-cellulose and subtracting from 100%. 

Solubility in Caustic.—Cellulose is insoluble in alkalies, so 
that in a crude fiber the solubility in KOH or NaOH is a measure 
of the non-cellulose present. In a purified fiber it is a measure of 
the severity of bleaching, and indicates the amount of hydrocel- 
lulose and oxycellulose present. 

Prepare a solution of pure KOH within 0.1% of 10% concen- 
tration by dissolving the proper weight of the purest obtainable 
KOH in distilled water.* Carefully check the strength of the 
solution by titration with standard acid and phenolphthalein. 
It must be carefully protected from CO», as carbonates do not act. 

Dry approximately 2 grams of the sample in a wide-mouthed 
weighing bottle to constant weight at 102-105° C., transfer the 
contents of the bottle to a 250-cc. Pyrex glass or porcelain beaker, 
add 100 ec. of the solution, cover with a watch glass and heat at 
100° C. for 3 hours. Heating on a steam bath is not satisfactory 
for this purpose, as it does not give a sufficiently high tempera- 
ture. Care must be taken to avoid concentration of the solution 
or undue oxidation of the fiber due to exposure of the alkali-soaked 
fiber to the air. It is important that the temperature be kept 


* A solution of pure NaOH within 0.1% of 7.14% may be used instead 
of a 10% KOH solution. 
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within 99-101? C., since variations in temperature affect the 
result materially. 

After the heating is completed, pour the contents of the beaker 
into a 2-liter beaker containing 1 liter of distilled water and 
wash any residue in the small beaker into the larger. Then 
neutralize the alkali with a decided excess of acetic acid, the 
excess of acid being necessary in order to break up the combina- 
tion of alkali and cellulose. Filter the undissolved cotton into a 
weighed Gooch crucible having an asbestos mat and thoroughly 
wash successively with hot water, alcohol and ether. Then dry 
" rapidly to constant weight at 102-105? C. Calculate the loss of 
weight to percentage of the dry material. 


Notr.—In making this determination on crude fiber, the amount soluble 
in hot water alone is deducted from the total and expressed separately, and a 
further correction must be made for the percentage of oils extracted by ether 
and the percentage of ash which goes into solution in the acetic acid, though 
these corrections are not necessary on bleached fibers. In order to deter- 
~ mine the amount of ash which goes into solution, an ash determination must 
be made on the fiber after treatment. 


Furfural Value (Pentosans).—Preparation of Reagenis.— Test 
the purity of the phloroglucinol by dissolving a small quantity 
in a few drops of acetic anhydride, then heat almost to boiling and 
add a few drops of conc. H2SO,. A violet color indicates the pres- 
ence of diresorcin. If the phloroglucinol gives more than a faint 
eoloration, it should be purified by the following method: 

Heat in a beaker about 300 cc. of 12% HCl and 11 grams of 
the commercial phloroglucinol. Add the latter in small quantities 
at a time, stirring constantly until it has almost entirely dissolved 
(some impurities may resist solution). Pour the hot solution 
into a sufficient quantity of the same HCl (cold) to make the 
volume 1500 cc. Let stand at least overnight, preferably several 
days, to allow the diresorcin to crystallize out, and filter imme- 
diately before using. The solution may turn yellow, but this 
does not interfere with its usefulness. In using, add the volume 
containing the required amount to the distillate as obtained below. 

The 12% HCl is prepared by adding 1 volume of conc. HCl to 
2 volumes of water. Determine the strength by titration with 
standard alkali and adjust to 1295 by adding more water or acid 
if necessary. 


494 TECHNICAL METHODS OF ANALYSIS 


Determination.—Place a weighed quantity of the material, 
chosen so that the weight of furfural phloroglucid obtained shall 
not exceed 0.300 gram, in a 300-cc. distillation flask together 
with 100 cc. of 12% HCl and several pieces of recently ignited 
pumice stone. Place the flask on a wire gauze, connect with a 
condenser, heat rather gently at first, and so regulate as to distill 
over 30 cc. in about 10 minutes, the distillate passing through 
a small filter paper. Replace the 30 cc. distilled by a like 
quantity of the 12% HCl, added by means of a separatory funnel 
in such a manner as to wash down the particles adhering to the 
sides of the flask, and continue the process until the distillate 
amounts to 360 cc. To the total distillate gradually add a 
quantity of phloroglucinol (purified if necessary) dissolved in 
12% HCl and thoroughly stir the resulting mixture. The 
amount of phloroglucinol used should be about double that of 
the furfural expected. 

The solution first turns yellow, then green, and very soon an 
amorphous greenish precipitate appears, which grows rapidly 
darker, till it finally becomes almost black. Make the solution 
up to 400 cc. with 12% HCl and let stand overnight. 

Filter the amorphous black precipitate through an asbestos 
felt in a Gooch crucible which has been previously dried and 
weighed in a weighing bottle. Wash carefully with 150 ec. of 
water in such a way that the water is not entirely removed from 
the crucible until the very last, then dry for 4 hours at the tem- 
perature of boiling water, cool and weigh in the weighing bottle 
as furfural phloroglucid. Calculate to furfural or pentosans, as 
required, using the following formule given by Króber: 

(a) For a weight of phloroglucid, w, less than 0.030 gram: 


Furfural = (w+0.0052) X 0.5170. Pentosans = (w+0.0052) X 
0.8949. 

(b) For a weight of phloroglucid, w, more than 0.300 gram: 
Furfural = (w+0.0052) 0.5180. Pentosans = (w+0.0052) X 
0.8824. 

(c) For a weight of phloroglucid, w, between 0.030-0.300 gram: 
Furfural = (w+0.0052) 0.5185. Pentosans = (w+0.0052) X 
0.8866. 


Copper Value.—Cut 3 grams of the sample into small pieces 
and mix with 150 ec. of boiling water. Heat to boiling 50 ce. of 
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Fehling’s copper solution and 50 cc. of Fehling’s alkaline tartrate 
solution* and add to the sample. Then boil the whole with con- 
tinuous stirring for 15 minutes, filter and wash with hot water. 
Warm the residue with dil. HNO;, to dissolve out the absorbed 
Cu, and filter. Determine the Cu electrolytically on a rotating 
cathode. Calculate the Copper Value or Copper Number, which 
is the weight in grams of metallie Cu thus obtained per 100 grams 
of dry material. 


NomEs.—(1) When this determination is used as a basis of acceptance 
or rejection, 6 samples shall be selected from various parts of the bale. The 
copper value of each of these samples shall be determined as above and the 
highest copper value of each of the 6 shall be considered the copper value of 
the lot. 

(2) Most specifications require that the copper value shall not exceed 2. 

(3) The copper value is a measure of the oxy-cellulose and indicates 
whether the material has been overbleached. Mitchell and Prideaux 
(* Fibers in the Textile Industry,” p. 93) give representative copper numbers 
as follows: 


SureicalecOtlONewOOl e eer EES AGO 
Parchment poper Ee Jer ege adele We A 4.2 
iBleachedisiulfiterpulp e Seis d ed EE 3.9 
Overblesehredisulfitespulpz21 ts. ters xt loch Ea aor d E 19.3 


Starch.— Boil 5 grams of the sample (well teased, if it is cotton; 
eut up into small pieces, if it is waste) in 300 cc. of water for 6 
hours, changing the water every hour, and concentrate the com- 
bined washings so that they may be made up to either 250 or 500 
ec. Place 50 cc. of this solution in a Nessler tube and add 0.001 
N iodine solution drop by drop to produce the maximum blue 
tint. Compare the color with colorimetric standards prepared 
from a standard starch solution. If the color produced by the 
50 ec. of the cotton extract is too dark, a lesser quantity should 
be taken. 

Standard Starch Solution.—Grind 0.1 gram of dry corn starch 
with water in a porcelain mortar and wash into 300 cc. of boiling 
water. Boil for 15 minutes, cool, and make up in a volumetric 
flask to 500 cc. 

Nores.—(1) The blue color from extracted cotton changes to violet on 


standing, and the comparison therefore should be made quickly. 
(2) The method is applicable to concentrations ranging from 0.02 to 


0.008% of starch. 
* Use the Soxhlet modifications (see p. 3). 
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REFERENCES.—Part of the above method was originally furnished us by 
W. F. Allen of the Meridian Cellulose Co., and is the method used by E. I. 
Du Pont de Nemours & Company. The procedure for Furfural Value is 
the official method of the Association of Official Agricultural Chemists, 
published in its “Methods of Analysis," 120 (1925). 


WOOD DISTILLATE PRODUCTS 


General.—The chief hard woods used in this country for dis- 
tillation are beech, birch, and maple. The products of distilla- 
tion are gas, crude pyroligneous liquor, and charcoal. This 
method is concerned only with the analysis of the crude liquor, 
which consists essentially of acetic acid, crude wood alcohol, tar, 
and water. 


ANALYSIS OF CRUDE LIQUOR 


Tar.—In commercial practice the bulk of the tar is mechan- 
ically separated, but the liquor always contains more or less dis- 
solved or suspended tar. 

Weigh the whole sample and determine its volume. Separate 
mechanically as much of the tar as possible, weighing the amount 
thus separated. If desired, its sp. gr. may be determined by the 
Westphal balance or a pycnometer. 

Determine the dissolved tar as later described and add the 
amount to the amount obtained by mechanical separation. 

Acetic Acid.—Place 100 cc. of the liquor in a weighed retort 
or distilling flask, set up in an oil bath and connect with a Liebig 
condenser. Place a thermometer in the oil and gradually heat 
the oil bath to 140? C., collecting the distillate in a 250-ce. 
volumetric flask. Keep the temperature of the bath at 140° C. 
until nothing more comes over. In the flask there will remain 
about 10 cc. of tar which still contains some acetic acid. The 
last traces of acid must be blown over by a current of steam, 
keeping the oil bath at 150° C. and collecting the distillate in the 
flask with the main distillate. Make up the distillate to the mark 
at 15.5? C. Pipette out 50 cc. at the same temperature and 
titrate with N NaOH and phenolphthalein. Calculate to acetic 
acid and to calcium acetate. 


CALCULATIONS.—1 ec. N NaOH — 0.06003 gram HC;H30;. 
— 0.07906 gram Ca(C2H30»)». 
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Nortr.—For ordinary purposes, instead of blowing over the last traces of 
acid with steam, satisfactory results can be obtained by cooling down the 
flask, adding 50 cc. of water, and again distilling until nothing more comes 
over at 140? C. (See U. S. Dept. Agr., Forest Service, Bull. 129, 6.) 


Dissolved Tar.—The residue in the flask from the distillation 
of the acetic acid represents the dissolved tar. Cool and weigh, 
and add the amount to the tar mechanically separated above. 

Crude Wood Alcohol.— Place 1 liter of the crude liquor in a 
round-bottomed, 1500-ce. flask. Set the flask in an oil bath and 
connect to a vertical condenser.  Distill until 500 cc. of distillate 
have been collected. Neutralize the distillate with NaOH and 
distill again from a smaller flask until 50 % has distilled off (250 ec.). 
This distillate is still too dilute to estimate the alcohol accurately, 
especially as it still contains methyl acetate which, owing to its : 
high sp. gr., would make the results come low. Hence, the dis- 
tillate should again be neutralized with NaOH and redistilled, 
collecting in a 100-cc. volumetric flask. Stop the distillation just 
before 100 cc. have come over, cool to 15.5° C. and make up to 
volume accurately with distilled water. Determine the sp. gr. 
of the distillate at 15.5° C. with a Westphal balance, or preferably 
with a pyenometer. From the sp. gr. calculate the percentage of 
methyl alcohol in this distillate, both by weight and by volume, 
and figure back to the original sample (see p. 653). 

Norrs.—(1) Great care must be exercised in making the distillation not 
to lose aleohol. A vertical condenser is preferable to a horizontal one and 
the end of the condenser should run well down into the neck of the flask. 

(2) By this method all the substances which accompany methyl alcohol, 
such as acetone, acetaldehyde, allylalcohol, etc., are calculated as methyl 
alcohol. The results, therefore, should be reported as Crude Wood Alcohol 
and, if the determination of the true methyl alcohol content is desired, use 
the method of Zeisal and Stritar. (Zeit. anal. Chem., 29, 359; 42, 579; 43, 
387.) 


ANALYSIS OF PRODUCTS OF CRUDE LIQUOR 


Acetic Acid.— Two kinds of acetic acid from wood are 
recognized: 

(1) Crude wood acid, containing about 6% of acetic acid. 

(2) Rectified wood acid, so-called “light vinegar," which has 
a similar strength. 

The first product is obtained from the crude wood liquor by 
distilling off the alcohol and diluting the residue in the still with 
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water until it has an acid content of 6%. The second product 
is made from a single distillation of the crude wood acid, which 
yields a pale yellow liquid still containing about 6% of acid. 

The determination of the strength of the acetic acid can 
be made in the case of tar-free wood acid (product 2) by titrating 
with N NaOH and phenolphthalein. In the case of the raw acid, 
however, the end-point is often difficult to obtain with certainty 
and it is best to dilute it 1:10 before attempting titration. 

The tar contained in crude liquor gives a strong coloration 
with NaOH and it is often impossible to get an accurate titration. 
This may be overcome by using litmus or phenolphthalein as an 
outside indicator on a white porcelain tile. For accurate results, 
however, it is preferable to make a distillation and titrate the dis- 
tillate as described in the first part of the method. 

Acetone.—The acetone content of crude wood alcohol is 
determined by the well-known Messinger method, which is 
described on page 95. 

Total Ketones.—For general purposes a determination of the 
acetone content, as obtained by the Messinger method, gives 
sufficient information. In case the total ketone content is desired, 
the method of Denigés (Comp. rend. 127, 963) may be employed. 


CHAPTER IX 


ANALYSIS OF TEXTILES AND TEXTILE FIBERS 


STRUCTURAL ANALYSIS OF TEXTILE FABRICS 


General.—The following is a brief outline of the determina- 
tions usually desired in making structural analyses and physical 
tests of textile fabrics and a description of the procedures 
employed. 

Fiber Composition.—See page 504. 

Ash (Mineral Weighting).— Determine the ash on 2-5 grams 
of the sample in a porcelain crucible and report the percentage as 
Mineral Weighting. The weighting usually consists principally 
of tin salts, Fe2O3, Prussian blue, SiO», and P20;. Tin phosphate 
is not uncommon. The estimation of the mineral matter is of 
special importance in the examination of such fabrics as water- 
proof rain-coats, window shades, bookbinders’ cloth, fireproof 
cloth, heavily weighed silks, ete. Black silks sometimes contain 
250% of weighting, based on the weight of the silk. 

Nors.—In waterproof goods ammonium salts often occur and these, of 
course, would be volatilized in ashing and must be tested for on a separate 
portion. 

Sizing Materials.—The sizing usually consists of starch, gums, 
glue, oil, fat or wax. Nearly all textiles will show the presence of 
small amounts of various sizing materials which it is necessary 
to use in dyeing and finishing in order to produce the desired feel 
and finish. It is seldom necessary to determine these quantita- 
tively. Boiling hot water or a solution of “diastafor” will 
remove starch. Gums are also as a general rule soluble in water 
and so is glue. Oils and fats can be removed by ether extraction 
and waxes by alcohol extraction. 

When the sizing consists of starch and British gum (dextrin), 
the amount may be determined as follows: Dry approximately 
5 grams to constant weight at 100° C. Determine the loss. 
Boil the dried sample in water for 10 minutes. Rinse well and 
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digest for 2 hours at 60? C. in a solution of 15 cc. of commercial 
““diastafor” in 500 cc. of water. Wash well in hot water, boil 
for 1 hour in 500 cc. of water, wash again, dry at 100° C. and 
weigh. 

total loss — moisture loss 
weight of original sample 

Bursting Strength Determine the bursting strength on the 
Perkins Mullen tester (Fig. 25, p. 466). Take the average of at 
least 5 tests, and preferably 10. 

Tensile Strength and Stretch.— There are 2 methods of 
determining tensile strength as follows: 

Srrip METHOD.—Cut pieces of the fabric, both in the warp 
and in the filling direction, each piece 8 inches long and 13 inches 
wide. Ravel down to the desired width, or the specified number 
of threads per inch, by removing approximately an equal number 
of threads from each side. Insert these strips in the test machine. 
(In ease stretch is to be determined, 2 parallel marks should be 
made on the specimen 3 inches apart, and the lower edge of the 
jaws should be clamped even with these marks.) Afterclamp- 
ing the jaws, apply power to the machine to make the sepa- 
ration of the jaws proceed at a uniform rate of 20 inches per 
minute. 

From the breaking strength of the strip and its width calculate 
the tensile strength of the fabrie in each direction in pounds per 
inch. Also measure the elongation or stretch at time of breaking 
between the lines drawn 3 inches apart. Express the stretch 
results in percentage on 3 inches. 

GraB Mertuop.—lIt is necessary to use this method in case 
of hosiery and knitted goods which cannot be raveled down. 
Tests should be made on the Scott tester. Test specimens should 
be 5 inches long by 2 inches wide and cut in each direction of the 
goods. On each piece as it lies flat, without tension on a smooth 
surface, draw pencil lines along the thread vertically and 4 
inch from each edge so that 1 inch of fabric will be between them. 
Then draw pencil lines along the thread horizontally and 1 inch 
apart in the center of the specimen. The clamps of the machine 
consist of 2 jaws, one at least 2 inches wide and the other 1 inch 
wide. Clamp the specimen in the 2 jaws of the machine securely, 
taking care that the threads being tested are parallel to the direc- 


CALCULATION.—% sizing = X 100. 
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tion of pull, and the cross threads are at right angles toit. Have 
the length of the test specimen between the jaws exactly 1 inch. 
Report the tensile strength in pounds per inch and the increase 
in length of the 1-inch portion as the elongation, either in units 
of length or as a percentage of 1 inch. 

NorE.—On tensile and elongation tests make at least 5 and preferably 
10 tests in each direction and report the averages. 

Folding Endurance.—Materials such as silk, book-cloth, win- 
dow shades, etc., are subject to folding to a considerable extent in 
actual use. In such cases a folding endurance test will show to 
what extent they may be expected to resist deterioration from this 
cause. Make the test on the Schopper folding machine (Fig. 17, 
p.312). Cut strips from each direction about 30 mm. wide and 
ravel down until they are exactly 15 mm. wide. Insert in the 
machine and determine the number of double folds they will 
stand, under a tension of 1 kilo, before breaking. At least 5 
tests, and preferably 10, should be made in each direction and 
the average figures reported. 

Thread Count.— This term is used in reporting the number of 
threads per inch in the fabric in each direction. The greater 
the number of threads per inch, the finer or closer is the texture 
of the fabric. Count the threads in each direction with a special 
counting glass and report the number of threads in the filling as 
“picks per inch” and in the warp as “threads per inch.” Make 
sure the fabric is flat and not under tension while counting. 

Twist.—This term is used in determining the number of twists 
per inch in a thread. It is also customary to designate them as 
right or left twists. A yarn or thread is considered to have a 
right-hand or regular twist if, when it is held vertical, the spirals 
or twists are seen to incline upwards in a right-hand direction, 
and a left-hand or reverse twist when the spirals are seen to 
incline upwards in a left-hand direction. 

Size of Yarn.— The terms “yarn number" and “size” are 
commonly used to indicate the length of yarn per unit of weight. 
There are many systems of numbering in use which are for the 
most part based on arbitrary quantities, differing according to 
the kind of material or the locality, or even the preference of the 
individual. For use in this laboratory, we have adopted the 
Fixed Weight System in which the count represents the length 
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(hanks or yards) of a fixed weight. In this system the count 
number is inversely proportional to the size of the yarn. The 
basis of a No. 1 yarn on the Fixed Weight System is shown in 
Table XXIII. 


TABLE XXIII—Frixegp WEIGHT SYSTEM OF YARN NUMBERS 


Material Unit Usage 
Woolen 1600-yard lengths per pound Anglo-American 
Cotton 840-yard lengths per pound World 

Worsted 560-yard lengths per pound Anglo-American 
Linen ` 300-yard lengths per pound World 


A No. 2 cotton would contain 2840 yards per pound and 
a No. 3 cotton, 3X840. 

Ply yarn is numbered to indicate the number of strands and the 
size of a single yarn, thus: 2-40 means that 2 strands of size 40 
are placed together to form a 2-ply yarn. Spun silk is an excep- 
tion to this rule, the first number indicating the count or size of 
the ply yarn and the second the number of strands, thus: 20-2 
spun silk indicates that 2 strands of 40 size have been doubled or 
twisted, making a 2-ply yarn equal to a single 20. 

Silk is usually numbered either by the dram or the denier 
system. The dram system represents the number of drams per 
1000 yards; the denier system represents the number of grams 
per 10,000 meters. In the United States the denier system is 
used for raw silk and the dram system for thrown silk. To con- 
vert one into the other use the formula: Dram sizex33.36 = 
denier size. 

By weighing a given length of yarn it is possible to calculate 
the number of unit lengths per unit weight, and the size of the 
yarn. Conversely, the number of yards per pound may be 
calculated by dividing 4,465,000 yards by the denier size; e.g., 
a 100-denier silk will run 44,650 yards to the pound. 

Weight.—' The weight of fabrics is reported as ounces per 
square yard. In case of hosiery it is reported as weight per dozen 
pairs of hose. 

Weigh a piece of definite size and calculate the weight per 
square yard. 
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CALCULATION.—Grams per square inch X45.71-— ounces per 
square yard. 

Special Tests.—(1) Fasrness to Licur.—The rational test 
for determining fastness to light of dyed goods is exposure to 
bright sunlight. This is not practical, however, as it requires too 
much time. A fairly satisfactory indication of the relative fast- 
ness to light can be obtained by exposing a small piece of the goods 
for 7 hours to ultra-violet light* and comparing with a piece of 
the original goods. In the case of very fast colors it is sometimes 
desirable to make a much longer exposure. 

(2) FastNess TO WAsHING.—(a) Cotton.—Dissolve 2 grams of 
Ivory soap in 1000 cc. of water and immerse a piece of the sample 
in a portion of this solution for 3 hour at 60° C., together with 
a piece of white cotton and a piece of white woolen goods. If the 
color strips off the sample and stains the white material, it is 
not fast to washing. 

(b) Wool.—Dissolve 2 grams of Ivory soap and 0.5 gram of 
Na CO; in 1000 cc. of water and wash as in the case of cotton for 
1 hour at 50? C. 

(3) FAsrNESS TO PERSPIRATION.—Dissolve 50 grams of 50% 
acetic acid and 100 grams of NaCl in a liter of water. Immerse 
a portion of the sample in this solution for 15 minutes, let dry 
and repeat the operation twice. Compare the final dry piece with 
the original and note any change. 

(4) FAsrNESS To Mon Srots.—Splash a sample of material 
with street mud, let dry, brush off the mud, and note the effect. 

(5) Hor IroninG TesT.—Iron with a hot iron and note if heat 
changes the color. This shows the sensitiveness of colors to 
heat and in many cases, especially with light shades, colors will 
be found to change to a considerable extent. Most of them 
assume their original shade on cooling, but in some cases the 
change is permanent. The test is also of value on certain classes 
of fabrics, such for instance as Bolivia cloths, where hot ironing, 
especially in the presence of moisture, tends to destroy the surface 
finish of the fabric. 

In the case of heavily weighted silks, continued hot ironing 
will have a tendency not only to change the shade of some of the 

*' This is generally considered equivalent to about 1 week of bright 
sunlight. 
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colors, but to cause the material to deteriorate and, in some 
instances, to crack badly. 

Hosiery.—In hosiery analysis the terms “ wales” and “courses” 
are used and correspond to warp and filling, respectively, in 
woven fabrics. The term “reinforcing thread," used in toe and 
heel, applies to an extra thread twisted in to reinforce and give 
additional strength. The weight is reported in ounces per dozen 
pairs. 

FIBERS IN CLOTH AND YARNS 


General.—The following method gives the procedure to be 
used in analyzing a complex mixture of textile fibers. It is sel- 
dom that more than 2 fibers are found in the same fabric, and 
where the fibers are known, as for instance in a wool-cotton mix- 
ture, the procedure can be very much shortened. 

Moisture.. Weigh 2-5 grams of the sample in a glass-stoppered 
weighing bottle and dry at 100-110° C. to constant weight. 
Report the loss as Moisture. 

Sizing Materials, etc.—Boil the dry material from the moisture 
determination thoroughly in very dil. HCl. "The acid solution 
should not be over 1% in strength and care must be taken not 
to disintegrate the fibers. If the fibers are much weakened or 
disintegrated, repeat, using weaker acid. Repeat the boiling 
with fresh portions of acid until no residueisfound upon evaporat- 
ing a few drops of the liquid on a watch glass. This removes 
minerai loading matter soluble in HCI, finishing materials, and 
more or less dyestuff, as well as other materials soluble in water. 
Next extract with alcohol, and finally with ether, until all soluble 
material is removed. Dry and weigh. This gives the weight of 
anhydrous fibers, together with any mineral matter not soluble 
in HCl. Divide immediately into 2 parts, weighing each. Ash 
1 portion. This will give the natural insoluble ash of the fibers 
(which is generally negligible) and any insoluble loading materials, 
such as certain mordants and tin salts. Calculate the weight 
to percentage of the original material. 

Silk.—Heat to boiling about 60 cc. of basic ZnCl, solution, * 
and immerse in it the second portion of the above extracted sam- 


* The zine chloride solution is made as follows: Add an excess of Zn metal 
to conc. HCI and let stand 24 hours. Filter through glass wool and slightly 
acidify with HCl. 
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ple. Remove the flame, stir the sample thoroughly for about 
1 minute, and again bring to boiling. Transfer immediately to a 
previously weighed Gooch crucible, using the insoluble fibers 
(cotton and wool) as a mat for the crucible. Remove the insol- 
uble fibers to a beaker containing cold, dil. HCl (5%). Thor- 
oughly wash in the beaker by agitation and again filter. Repeat 
the process several times to remove all ZnCl», using a weaker acid 
solution at each subsequent washing. Finally remove to the 
crucible and finish the washing with several portions of hot water 
until free from Cl. Dry at 100-105° C., and weigh. The 
loss in weight represents silk (and in certain cases a portion of the 
sizing material). If the material is pure natural silk, no residue 
is left at this point of the analysis. 


Norr.—This treatment also removes artificial silk (rayon). 


Wool.—Treat the above residue with about 100 cc. of a solu- 
tion of approximately 5% KOH and boil gently for 10-15 min- 
utes. Pour into 500 cc. of cold water, let stand until the fibers 
have settled, and decant carefully the supernatant liquor, taking 
care to avoid loss of any fibers. Filter through a weighed Gooch 
crucible and wash thoroughly with boiling water. Moisten with 
a few cc. of dil. acetic acid and again wash with hot water, and 
finally with about 10 cc. of alcohol. Dry and weigh. The loss 
in weight by the KOH treatment represents wool. 

Cotton, etc.— The residue.in the crucible at this stage 1s cotton, 
or vegetable fibers (wood fiber, jute, linen and similar material). 
Ignite and weigh. The loss represents the various fibers, the 
nature and approximate proportions of which must be determined 
microscopically on another portion. The residue in the crucible 
may consist of asbestos, mineral wool, etc., and should be exam- 
ined qualitatively and microscopically (see Calculation of 
Results). 

Cotton-wool Mixtures.—In the case of fabrics consisting only 
of cotton and wool, determine the moisture as above described 
and remove sizing materials, if necessary, by boiling with 1% 
HCl solution. Wash out the acid and dry at 105? C. to get the 
total weight of fibers. If the material is known to contain a 
considerable amount of wool (at least 15-20%), use Method A 
described below; if the amount of wool is small, use Method B. 


506 TECHNICAL METHODS OF ANALYSIS 


As a preliminary test to determine qualitatively whether 
the sample contains a large or a small amount of wool, make the 
following dyeing test: Weigh out a piece of the goods and dye it 
in a bath containing 3% of indigo carmine and 2% of acetic acid, 
both percentages based on the weight of the goods. Dye at 
boiling temperature for about 15 minutes, working the goods 
thoroughly in the bath. The cotton will take a pale blue color 
and the wool will dye a much deeper blue. By examining the 
dyed cloth under a hand glass a good approximation of the 
amount of wool present may be obtained. 

METHOD A (ror Goops HicH iN WooL).—Boil a weighed 
amount of the sample (from which sizing has been removed, if 
necessary) for 15-20 minutes with 5% KOH solution and proceed 
as directed previously under Wool, weighing the final residue of 
cotton. 

METHOD B (ron Goops Low iN Woor).— Place a known weight 
of the sample in a considerable volume of a solution made by 
mixing 80 cc. of conc. HSO; and 25 cc. of water. The mixture 
must be cooled to room temperature before adding the sample. 
Work the sample in this mixture for about 15 minutes, removing 
it from time to time to another beaker and washing with a stream 
of water to remove the slimy product formed by the action of 
HSC, on the cotton. Finally filter the residue on a weighed 
Gooch crucible, wash with water until entzrely free from acid, dry 
in the oven at 100° C. and weigh the residue, which in this case 
is the wool. 

Calculation of Results.— About 3.5% of cotton* is soluble in the 
KOH solution. To obtain the true weight of bone-dry cotton, 
therefore, divide the actual weight of cotton by 0.965 and sub- 
tract the difference between the original and the corrected 
cotton figures from the wool as calculated by loss. Calculate 
the percentage of the various fibers on the bone-dry basis. 

As the natural moisture of cotton fiber is different from that 
of wool, wherever the fabric has a cotton thread in one direction 
and wool in the other the threads should be separated and the 
moisture determined on the cotton and wool separately. In 
cases where wool and cotton are twisted together, however, this 
is not usually possible. The normal regain of wool is assumed 

* See notes (1) and (2). 
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to be 14%. For silk the regain allowed should be 11% and for 
cotton and vegetable fibers 6.5%. (For cellulose acetate rayon 
use 6.5%, and for all other rayon varieties 11.5%.) Where it is 
not possible to determine the moisture of the different fibers, 
the air-dry percentage should be figured by dividing the percent- 
age of wool, cotton (vegetable fiber), and silk by 0.877,* 0.939 
and 0.90, respectively. If the sum then exceeds 100% (showing 
that the fabric was below normal moisture), correct these 


E 100 
figures by multiplying each percentage by un where A is the 


sum total. If the sum of the air-dry corrected figures for wool, 
cotton, and silk, together with the sizing, is less than 100%, the 
difference (in the absence of mineral filler) may be reported 
as excess moisture. 


EXAMPLE: 
Preliminary analysis: 


Per cent 
Morstunes(ossea tg 108A) eet E Eer 5.74 
are del er eut LEE 3.28 
Fibers (by difference) EEN 90.98 

100.00 


Analysis of bone-dry fibers: 


Per cent of Per cent of 
dry fibers original 


SillsdossstonDasicunls)scor sant ene t) 2622210 248-1 
Wook doss to IGI) o EE 30.64 27.88 
(Cotton (Residue ite cR eis 47.26 42.99 

ova CLERUM. e EM oer TUN 100.00 90.98 
Cotton (corrected, 42-99 =0:965) 95 HE Sed een caute 44.55 
NVOOMN(CORTECEE doi e EE EE 26.32 

Air-dry analysis: 
Per cent 

ET 22.34 
WooI(26:32 Ee 30.02 
Cotioma4 O ds 47.44 
SN e C Ore Oo ROO adobo 3.28 

e ee eee 3 305 ANA 103.08 


* See note (3). 
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E Ct. 100 
Final corrected analysis (air-dry analysis figures multiplied by 10208) E 


Per cent 
y] MER TD HU UR eS TAS BESIDES 21-4 
Mer e EET EE 29.1 
Cotto A E E T EEN 46.0 
SIZING, eto m CLR NERA. OLOR EE 3.2 
100.0 


NomEs.—(1) The figure of 3.5% for the solubility of cotton in KOH 
solution is necessarily approximate. The actual solubility depends upon the 
treatment the cotton has received, whether the goods have been bleached or 
are *in the grey," etc. Where possible, in order to get accurate results, the 
actual loss should be determined on the cotton which was used in making the 
goods. 

(2) If the H;SO, method instead of the KOH method is used, the bone-dry 
wool is weighed directly and no solubility correction is made on either wool or 
cotton. 

(3) A regain of 14% means that 100 pounds of bone-dry fiber will regain 
14 pounds of water when it comes back to normal moisture conditions. 14 
pounds of water in 114 pounds of the moist materialis equivalent to 12.397 of 
moisture. 


Distinction between Natural and Artificial Silks.— The trade 
name Rayon has now been adopted for all classes of artificial silk. 
The principal varieties are: 

(1) Pyroxylin Silk (Chardonnet Silk*): made from a solution 
of nitrated cellulose in a mixture of alcohol and ether, the cel- 
lulose being usually afterwards denitrated with dil. HNO;, FeCl; 
and (NH4);HPO.,. 

(2) Cuprammonium Silk (Pauly Silk): made from a solution 
of cellulose in ammoniacal copper solution (or sometimes 
ammoniacal chloride of zinc). 

(3) Viscose Silk; made from a solution of alkaline cellulose 
xanthate prepared by the action of NaOH and CS; on mercerized 
cellulose. 

(4) Gelatin Silk; made from gelatin filaments rendered insolu- 
ble by treating with formaldehyde. 

(5) Acetate Silk (Celestron Silk, Lustron Silk); made from 
cellulose acetate. 


* Lehner Silk is also a pyroxylin silk made by a process somewhat different 
from that of Chardonnet. 
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A cold solution of chromie acid dissolves all rayons, whereas 
real silk dissolves but slowly and cotton and other vegetable 
fibers are unaffected. KOH solution does not dissolve collodion 
or cellulose silks, but in a boiling solution gelatin silk and real 
silk are soluble. Schweitzer’s reagent dissolves collodion and 
cellulose silks, as well as natural silk, whereas gelatin silk is 
insoluble and stains the liquid bright violet. Loew’s reagent 
dissolves real silk immediately at 80? C. It will dissolve Tussah 
and gelatin silk when boiled for 1 minute; other artificial silks 
are not affected. The best solution for separating real silk from 
wool, cotton, and rayon is Loew’s reagent. 

The differentiation between the 3 most common varieties of 
artificial silks, namely, Pyroxylin, Cuprammonium and Viscose 
silks, can be quickly made with 2 reagents, Fehling’s solution 
and zine chloride-iodine solution, as follows: 

Heat 0.2 gram of the silk with 2 cc. of Fehling’s solution on 
the water bath for 10 minutes in a test-tube and then fill the test- 
tube with water. Pyroxylin rayon produces a green color, 
whereas the other two give a clear blue. Furthermore, on the 
threads of the pyroxylin rayon there will be noticeable a yellow- 
ish precipitate of cuprous oxide or hydroxide. The reaction 
depends upon the different reducing powers of the rayons. 
Only in the case of the pyroxylin rayon (nitrocellulose) is the 
reducing power appreciably increased. 

To distinguish further between cuprammonium and viscose 
rayons, cover equal weights of the silks in a test-tube with zinc 
chloride-iodine sclution and after a few seconds pour off the 
excess of the reagent. Then fill the test-tube with water, pour 
the water off and repeat this washing process until the water is 
only light yellow or colorless. Cuprammonium rayon is only 
weakly colored under these conditions and loses the brown shade 
very quickly when washed, whereas viscose rayon is colored a 
bluish-green and retains the color a longer time. 

Cellulose acetate rayon is soluble in a mixture of 5 parts of chlor- 
oform and 2 parts of denatured alcohol by volume. It also is 
readily soluble in pure acetone in concentrations of not over 1%. 
It burns rather slowly and hardens at once into a brittle substance 
globular in appearance. Asa confirmatory test it may be saponi- 
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fied with KOH, forming potassium acetate, which in turn will 
yield acetic acid when treated with HSC, 

Pyroxylin rayon which has not been denitrated can also be 
saponified with KOH, forming KNO; which may be identified 
by the common qualitative test for nitrates. The denitrated 
variety contains traces of N and small amounts of oxycellulose. 
The N may be detected by moistening on a glass plate with a 
solution of diphenylamine in cone. H;SO,  Pyroxylin rayon 
gives a dark blue color; cuprammonium and viscose are not 
colored. The oxycellulose reduces Fehling's solution as above 
described. 

It is advisable in making the above identity tests to run com- 
parision tests with artifiical silks of known origin. 

REAGENTS.— The different reagents are made up as follows: 

(a) Schweitzer's Reagent.—Dissolve 5 grams of copper sulfate 
crystals in 100 ce. of boiling water, add NaOH solution to com- 
plete precipitation, wash the precipitate thoroughly, and then 
dissolve in the least quantity of cone. NH,OH. This should 
give a deep blue solution. 

(b) Loew's Reagent.—Dissolve 16 grams of copper sulfate in 
150 ce. of water and add 10 grams of glycerol. Then add care- 
fully a solution of NaOH until the precipitate which at first forms 
is Just redissolved. 

(c) Fehling's Solution.—The Fehling’s solution is made by 
mixing just before use equal volumes of the Soxhlet modifications 
of Fehling’s copper solution, and Fehling’s alkaline tartrate solu- 
tion, the formulas of which are given on page 3. 

(d) Zine Chloride-Iodine Solution.—Dissolve 2 grams of KI 
and 0.1 gram of iodine in 5 ce. of water. Add to this a solution 
of 20 grams of ZnCl, in 10 ec. of water. Let settle and use the 
clear solution. 

(e) Diphenylamine.—Dissolve 1 gram in 100 cc. of conc. H2SOx. 

Selective Dyeing Tests.—It is difficult and oftentimes impos- 
sible by chemical analysis to detect the presence of a small 
amount of one fiber when mixed with a large amount of other 
fibers. In such cases the method of selective dyeing often 
gives valuable information. The principle of this method is 
that certain dyes have an affinity for one fiber and not for another. 
Following is a list of the more common mixtures of fibers and the 
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method of applying selective dyes to them. If the fibers have 
already been dyed when received, the dye should be stripped 
off before making the test. This can usually be accomplished by 
boiling in a 3% solution of sodium hydrosulfite. After the 
color has been stripped, wash the material thoroughly with water 
to remove the stripping agent. All percentages given below are 
based on the weight of the goods dyed. 

Cellulose Acetate and Viscose Rayons.—Dye a portion of the 
sample in a bath containing 3% of NaCl and 3% of a direct cotton 
color. (A suitable color is Newport Direct Sky-blue FF.) The 
viscose will be dyed a full shade of blue and the cellulose acetate 
wil remain undyed. Any undyed fibers may be removed and 
treated with a mixture of 5 parts of CHCl; and 2 parts of denatured 
alcohol by volume. Cellulose acetate rayon is soluble in this 
mixture. | 

Wool and Cotton.—Dye a piece of the goods at boiling tem- 
perature for 4 hour in a dye-bath containing 1% of indigo 
carmine and 2% of acetic acid. Work the goods in the bath 
thoroughly while dyeing, then remove and wash well with water. 
The cotton will be left undyed, whereas the wool will be dyed a 
full shade of blue. By drying the dyed material and examining 
under a magnifying glass, the percentage of wool or cotton may 
be estimated. 

Silk and Wool.—Dye a piece of the goods for $ of an hour just 
under boiling temperature in a bath containing 2% of National 
Superchrome Red B (National Aniline and Chemical Company) 
and 1.5% of acetic acid. Then add 2% of Kar: and boil for 4 
hour. Remove from the bath and wash thoroughly. The silk 
will be undyed and the wool will be dyed a full red shade. 

Wool and Rayon.—Follow the same direction as for Wool and 
Cotton. The rayon will be left undyed and the wool will be 
dyed a full blue shade. 

Cotton and Natural Silk.—Follow the directions under Wool 
and Cotton. The silk will be dyed a full shade while the cotton 
is left undyed. 


Rererences: J. M. Mathews: “The Textile Fibers;" Wochbl. Papierfabr., 
Nov. 30, 1907; Worden: “Nitrocellulose Industry,” 1, 560; American 
Society for Testing Materials, Standards. 
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CHEMICAL TESTS OF ROPES AND TWINES 


General— The chemical tests usually desired on ropes and 
twines are: 

(1) Moisture. 

(2) Ether extract, to show the amount of oil or tar. 

(3) Water extract, to show whether the material has been 
treated with any chemicals, such as CaCl: solution. 

(4) Ash. 

Sampling.—It is very important to get a representative sample. 
On twine and small rope, obtain samples by cutting pieces 2 or 
3 inches long from sufficient portions to represent the whole 
sample. If the twine is wound on a spindle or card, discard the 
abnormally dry outside layer and take samples from the interior. 
On large ropes and cables, unstrand the material and take por- 
tions not only from each strand but also representative of the 
outside and inside of the twists in each strand. In making the 
analysis it will save calculation if an even number of grams is 
weighed out. 

Ether Extract.—Weigh out 10 grams and extract (preferably 
in a straight extractor) with ether for 10-16 hours. Dry the 
extract to constant weight at not over 100? C. 

Moisture.— Dry the residue from the ether extract to constant 
weight at 100? C. and calculate the total percentage loss from the 
original weight. This loss will be moisture plus ether extract. 
Subtract from this the ether extract to obtain the moisture. 

Water Extract.— Place the dried residue from the ether extract 
in a beaker and heat to boiling with water. Decant the water 
through a filter, catching the filtrate in a liter volumetric flask. 
Drain off as much water as possible and again heat to boiling with 
a fresh portion of water. Repeat this five to eight times, or until 
the filtrate is colorless, using about 100 cc. of water each time. 
Make up to the mark with water and pipette out an aliquot of 
200 cc. (representing 2 grams of the original). Evaporate to dry- 
ness on the steam bath in a weighed platinum dish and then dry 
to constant weight in the oven at 100? C. Cool in a desiccator 
and weigh. Report the result as Total Water-soluble Matter. 

Ignite the above residue at not over dull red heat until all 
carbon is burnt off. Cool in a desiccator and weigh. Report the 
result as Water-soluble Mineral Matter. 
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Norks.—(1) If merely the total water-soluble is desired, the residual fiber 
after extracting may be dried to constant weight at 100? C. and the loss to 
water reported as Water-soluble Matter. 

(2) In ease the ash fuses, let it cool, dissolve in hot water, filter through a 
quantitative filter, ignite the filter paper in the weighed platinum dish, then 
add the filtrate, evaporate to dryness, ignite gently, cool in a desiccator, and 
weigh. 


Ash of Fiber.—If the residual fiber from the water extract has 
been dried to constant weight, weigh out 2 grams quickly and 
ignite in a weighed platinum crucible to a white ash; cool in a 
desiccator and weigh. Calculate the ash to the original basis. 

If the residual fiber from the water extract has not been dried, 
drive off the bulk of water on the steam bath and ignite in a 
weighed platinum crucible, in small portions at a time, taking 
care to avoid drafts which would blow any of the light ash from 
the crucible. (For the same reason the fiber should not be 
allowed to take fire and burn but should be smoked down to a 
char before raising the heat.) In this case, in calculating the 
percentage, use the original weight of 10 grams. 


Nore.—The ash thus obtained is the natural ash of the fiber. The total 
ash would be the sum of this ash and the water-soluble mineral matter. 


Fiber.— The fiber is obtained “by difference." Add together 
the percentages of ether extract, moisture, water soluble and ash 
of the fiber, and subtract the sum from 100%. 


DIFFERENTIATION OF ROPE AND CORDAGE FIBERS 


General.—In this country ropes are generally made from the 
following fibers: 
(1) Manila, fine and coarse. 
(2) Sisal. 
(a) Mexican. This is the most common and cheapest. 
(b) East African, which is now out of the market. 
(c) Java. 
(d) Bahama. 
(3) New Zealand Flax. This is not a true flax. 
(4) Mauritius. 
(5) Tampico or Istle. 
(6) Flax, Hemp and Jute: used for twines but not much for rope. 
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Abroad hemp is used mixed with other fibers. An experienced 
eye can distinguish between manila and sisal but not, generally 
speaking, between sisal from different sources. 

New Zealand flax may generally be distinguished under the 
microscope by the presence of fibrille which give it a ragged 
appearance. 

Istle or Tampico is distinet because the fiber is of à horny 
character and is nearly round like a horse hair. The length is 
usually under 2 feet, much shorter than other rope fibers. 

Distinction between Sisal and Manila.—For distinguishing 
between sisal and manila, use the Swett color reaction* with 
bleach followed by NH4OH. This test was developed in this 
laboratory and is as follows: Submerge the suspended fibers in a 
solution of chloride of lime (bleaching powder) made distinetly 
acid with acetic acid. This solution should contain 3-6% of 
available chlorine. After the fibers have soaked for 5 minutes, 
remove, rinse with water and immerse in dil. NH¿OH (1:1). 
Examine the resulting color at once, as after 5 minutes it is likely 
to change. Manila gives an umber-brown, hemp a faint pink, 
and most of the other fibers a cherry-red. The umber-brown 
color appears to be characteristic of manila. 

For applying this test to rope, it is advisable to remove the oil 
with ether previous to staining. 

Microscopic Examination.—To prepare a slide from a rope or 
yarn for microscopic examination, take a strand and remove the 
oil with ether. Then boil with NaOH solution (about 5%) for 2 
or 3 minutes, rinse, stain if desirable, and finally rinse again. 
While the fibers are still damp and relatively soft, trim the end 
with a razor or a sharp knife. Then, resting the bundle on a 
piece of wood, cut the end across. The bundle usually sticks 
together as a unit. The length of the sections need not be over 
1 mm. Separate these cut ends on a slide, add a drop of 50% 
glycerol and press with the flat side of a knife blade to break up 
the fiber bundles. Finally cover with a cover-glass and examine 
under the microscope, using 100-300 diameters magnification. 
If spiral vessels are seen, it means that the sample contains some 
fiber other than manila. 


* J. Ind. Eng. Chem., 10, 227 (1918). 
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ASBESTOS COTTON TWINE 


General.—In a twine consisting of asbestos and cotton, a 
determination of the loss on ignition will give an approximation 
of the amount of cotton present, provided the loss on ignition of 
the asbestos itself can be ascertained. As this is not generally 
possible, however, and since the loss on ignition of asbestos from 
different sources varies widely, it is generally necessary to deter- 
mine the cotton by dissolving it out with Schweitzer's reagent 
or by determining the amount of carbon and calculating the 
cotton from the carbon. Results are usually reported on the 
moisture-free basis. 

Moisture.— Determine the moisture on a separate sample by 
drying 1 gram to constant weight at 105? C. in a weighing bottle. 
As the material is hygroscopic, it must be weighed with the 
weighing bottle stoppered. 

Loss on Ignition.—The dried sample from the moisture deter- 
mination may be used for the loss on ignition, which is conducted 
in the usual way in a platinum crucible. 

Cotton.—By ScHWEITZER’s REAGENT.—Weigh out 1 gram of 
the twine* and treat in the cold with Schweitzer’s reagent, using 
at least 100 cc. of the reagent per gram of the twine. Let stand 
for several hours, preferably overnight; dilute to several times 
its volume with water and decant through linen cloth on a 
Biichner funnel. (The best linen for this purpose is that used 
in the determination of crude fiber.) 

Wash with warm water, and then with cold, to remove the 
copper clinging to the asbestos fibers. Remove the residue from 
the linen and again digest with Schweitzer’s reagent, washing 
as before. Dry the fibers at 100° C. in a tared weighing bottle, 
cool in a desiccator and weigh. Repeat the process of digestion, 
washing and weighing until the twine ceases to lose weight upon 
further treatment with the reagent. The loss to Schweitzer’s 
reagent is the cotton plus the free moisture, which is determined 
on a separate portion and subtracted. 


NorEs.—(1) Schweitzer’s Reagent.—Dissolve 25 grams of copper sulfate 
crystals in 500 cc. of water and precipitate the Cu by adding a slight excess 


* Many asbestos cotton twines are reinforced with a brass or copper wire. 
This wire should be removed before making the analysis and the results 
reported on the twine itself, unless otherwise instructed. 
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of 10% NaOH solution. Wash the precipitate to remove the excess of 
caustic and dissolve in an excess of conc. NH,OH. The precipitated 
Cu(OH); should be light blue in color and the final solution in ammonia 
dark blue. 

The reagent should always be tested with absorbent cotton to see that it 
works properly. The directions for making up should be followed exactly 
and the final solution should dissolve cotton completely in the cold. "The 
solution readily decomposes and should be made up rapidly, and only in 
small quantities as needed. 

(2) If the fibers appear blue after washing with cold water, the last traces 
of Cu may be removed by washing with an extremely dilute solution of acetic 
acid, followed by a further washing with water, before drying. 

(3) This method is based on analyses carried out in this laboratory. 


By CARBON DETERMINATION.—The Underwriters’ Labora- 
tories in their specification for standard heater cord require that 
"asbestos coverings, after extraction to remove finishing com- 
pounds and impregnating compounds, must have a carbon con- 
tent of not over 10%.” This is based on the assumption that 
cotton is practically pure cellulose, containing 44.4% of C, and 
an asbestos covering which contains 20% of cotton by weight, and 
no other material which will appear as C in the method of 
analysis, will show about 9-10% of C under the test described 
below. 

Before determining the C, make certain that the sample is 
free from oil or impregnating compound. In ease of doubt on 
this point, extract it thoroughly with CHCl; or some other 
reagent in which the compound is soluble. Then weigh 1 
gram into a small porcelain or alundum boat and determine the 
C in an electrie combustion furnace as described under Carbon 
in Steel (p. 134). In this case, however, it is preferable to have 
the temperature about 870? C. 

If the percentage of cotton is desired, divide the percentage of 
C by 0.444. 


Notes.—(1) A blank determination should be conducted in a manner 
exactly similar to the test for C, except that the sample of asbestos twine is 
omitted. The blank should be very small and should be subtracted from the 
weight of CO; found. 

(2) The C thus found will include the C of any other organie matter 
besides cotton, and also, if any CaCO; is present, it willgiveupits CO; The 
Underwriters’ specifications, however, require that the asbestos must not 
be loaded or weighted and also place a maximum limit of 10% on the C as 
above determined, 


CHAPTER X 
ANALYSIS OF FOODS 


COLORING MATTER IN FOODS 


General.—The following procedures are from the tentative 
methods of the Association of Official Agricultural Chemists, 
published in its "Methods of Analysis" (1925), page 139. 

Coloring matters may be divided into 3 classes: (1) Insoluble 
Pigments, (2) Soluble Dyes and their Lakes, and (3) Natural 
Coloring Matters. 


PIGMENTS 


The insoluble pigments, ultramarine, lampblack, ete., are most 
commonly used as facings and may be separated by washing the 
sample with water and letting the washings settle. The par- 
ticles of coloring matter can be identified by microscopic exam- 
ination and by chemical tests of the residue or purified coloring 
matter.* Most of the common pigments other than lakes, such 
as the yellow, brown, and red ochers and umbers, are derivatives 
of the heavy metals and contain Fe, Mn, ete. Others, such as 
various green and blue compounds, including certain green chloro- 
phyll derivatives, may contain Cu. 


SOLUBLE Dyers AND THEIR LAKES 
(Woot Dretne Uran 


Water-soluble Coal-tar Dyes.—(a) Wines, fruit juices, distilled 
liquors, flavoring extracts, vinegars, beers, syrups, non-alcoholic 
beverages and similar products.—Dilute 20-200 cc. of the sample 
with 1-3 volumes of water, neutralize with dil. NH,OH (1:9) if 
necessary, and boil, or heat on the steam bath, with a small 
piece of white woolen cloth (nun’s veiling). When the mixture 
contains much alcohol, heat until most of the alcohol has been 

* See also Schultz: “Farbenstofítabellen,” 5th German ed., 1914, 
517 
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removed; in other cases, take out the wool after 5-15 minutes 
and rinse with water. Then treat the liquid with 3-4 drops of 
conc. HCl for each 100 cc. of solution and warm again for 10-20 
minutes with a clean piece of wool. The basic dyes go on the 
fiber best from neutral or faintly ammoniacal solutions and, if 
present, will appear on the first piece of wool. Acid colors dye 
from neutral solutions, but more readily from those containing 
free acid. If the wool takes up any considerable amount of 
coloring matter in either case, the presence of coal-tar dyes is 
indicated. The lichen colors (Archil, Cudbear, Litmus) go 
readily on wool, however, and many other natural colors, such 
as Turmeric, will dye the fiber, if present in considerable amount. 
On the other hand, a few coal-tar dyes, especially Auramine O 
and Naphthol Green B, are quite unstable and, if present in 
small amounts, may give no distinct dyeing. 

Acid dyes are much more frequently used than basie dyes and 
in most eases may be removed from wool without much decom- 
position by “stripping” the latter with dil. NH,OH. By the 
action of the alkali many natural colors are destroyed, while 
others remain for the most part on the fiber. If the behavior 
with wool in neutral and acid solutions indicates the presence of 
acid dyes, rinse the colored cloth thoroughly with water, cover 
with dil. NH,OH (1:9) in a casserole, boil for a few minutes, 
remove the cloth and squeeze out the adhering liquid. Boil the 
ammoniacal solution to remove the excess of NH;, drop in a 
piece of clean, wet wool, make distinctly but not strongly acid 
with dil. HCl (1:9) and boil again. If acid coal-tar dyes are 
present, they will usually give a fairly clean, bright dyeing on 
the second piece of wool. A further purification may be carried 
out by repeating the stripping and redyeing, though this is 
generally accompanied by corresponding loss of dye. 

(b) Candies and similar colored- sugar products.—Dissolve 
about 20 grams of the sample in 100 cc. of water and treat the 
solution as directed under (a). When the coloring matter is on 
the surface of the candy, pour off the solution before the colorless 
inner portion has dissolved. 

(c) Jams and jellies.—Boil a mixture of 10-20 grams of the 
sample and 100 cc. of water with wool in neutral and also in acid 
solution as directed under (a). For thick jams it is usually 
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better, though less easy, to first extract the coloring substances 
by treating the product as directed below under (d). 

(d) Canned and preserved fruits and vegetables, sausage casings, 
smoked fish, coffee, spices, etc.—Macerate 20-200 grams of the 
sample with 4-5 times its weight of 80% alcohol. After standing 
a few hours, pour off the solvent as completely as possible and 
repeat the extraction, using 70% alcohol containing about 1% 
of NH,OH. (1) Examine separately the filtered alcoholic 
extracts as directed under (a); or, (2) boil the ammoniacal solu- 
tion until practically neutral, complete the neutralization with 
acetic acid, add the neutral 80% alcohol extract, continue the 
evaporation until most of the alcohol is removed, and boil with 
wool as directed under (a). 

(e) Cocoa and chocolate products.— reat cocoa as directed 
under (d). The alcoholic extract will contain a large amount of 
natural coloring matter and several dyeings and strippings may 
be necessary to remove this in order to show the presence of 
coal-tar dyes. 

Chocolate may be treated similarly but the following procedure 
is preferable: Wash 20-200 grams of the well-divided sample 
with gasoline on a filter until most of the fat has been removed; 
if the gasoline is colored, reserve for the examination of oil-soluble 
dyes as directed below under Oil-soluble Coal-tar Dyes. Remove 
most of the adherent solvent from the residue by evaporation or 
pressure between layers of absorbent paper and digest with alco- 
hol as directed under (d). 

Coal-tar dyes may also be detected in chocolate and cocoa 
produets by mixing directly with three to four times their 
weight of hot water and immediately boiling the magma with 
wool, as directed under (a). Because of the presence of large 
amounts of fatty and protein materials, this method is not very 
satisfactory. 

(f) Cereal products.—Proceed as directed under (d), in most 
cases working with a large amount of the sample, 200-300 grams, 
and a relatively smaller amount of alcohol. Where tests are to be 
made only for the acid dyes, the extraction with neutral 80% 
alcohol may be omitted advantageously. 

Oil-soluble Coal-tar Dyes.—Prepare an alcoholic solution 
of the oil-soluble dye by one of the following methods, which 
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are to be applied to the oil or fat obtained by extraction with ether 
or gasoline, if the nature of the substance requires it: 

(a) Shake the oil or melted fat with an equal volume of 90% 
alcohol and wash the alcoholic extract with several portions of 
gasoline to free the coloring matter from foreign fats. The 
alcohol after separation will contain Aniline Yellow, Butter 
Yellow, Aminoazotoluene, Auramine, etc., if present. 

(b) Saponify 20-200 grams of the oil or fat with 0.5 N alcoholic 
KOH and, after removal of most of the alcohol on the steam bath, 
extract the soap with ether or gasoline. Most of the common 
dyes are removed by this treatment, though the digestion with 
strong alkali may cause some decomposition and make the 
extraction rather troublesome. 

(c) Dilute 20-200 grams of the oil or melted fat with 1—2 
volumes of gasoline and shake out successively with 2-495; KOH 
or NaOH solution, dil. HCl (1: 2), and phosphoric-sulfuric acid 
mixture, prepared by mixing 85% HPO; with about 10-20% by 
volume of conc. H2SO,. 

The dil. alkali extracts Sudan G and Annatto. The dil. HCl 
extracts Aniline Yellow (7)*, Aminoazotoluene, and Butter 
Yellow (16), the first two forming orange-red, the latter cherry- 
red solutions in this solvent. The H;PO, mixture is necessary 
for the extraction of Sudan I (11), Sudan II (49), and Sudan III 
(143), and the homologue of the last, Sudan IV. Benzeneazo- 
betanaphthylamine and homologues also come in this group, 
though they readily decompose in the strongly acid mixtures. 
The procedure is not very suitable in the presence of Auramine, 
but this dye is seldom found in oils. Neutralize the alkaline and 
the dil. HCl solutions; dilute the H¿PO, mixture and partially 
neutralize, cooling the liquid during this operation; and extract 
the dyes by shaking with ether or gasoline. 

For the direct dyeing test use the alcoholic solution obtained 
as directed in (a). Evaporate to dryness the ether or gasoline 
solutions, obtained as directed in (b) and (c) and dissolve the 
residue in 10-20 cc. of 95% alcohol. Add some strands of white 


* The numbers following the names of the dyes in parenthesis are the 
numbers by which that dye is designated in “A Systematic Survey of the 
Organie Coloring Matters," by A. Green, 1904, translated from Schultz and 
Julius. 
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silk and a little water and evaporate on the steam bath until the 
alcohol has been removed or until the dye is taken up by the silk. 
The dyeing test is sometimes unsatisfactory and in all cases a 
small portion of the alcoholic solution should be tested by treat- 
ment with an equal volume of conc. HCl and SnCl; solution, 
respectively. The common oil-soluble coal-tar dyes are rendered 
more red or blue by the acid and are decolorized by the reducing 
agent. Most of the natural coloring matters become slightly 
paler with the acid and are little changed by the SnCl, solution. 

NorE.—For the separation and identification of the permitted coal-tar 


colors, see Association of Official Agricultural Chemists: “Methods of 
Analysis" (1925). 


NATURAL COLORING MATTERS 


Chlorophyll.—The “brown phase reaction" may be useful for 
the characterization of chlorophyll, when this has not been 
previously treated with alkalies. Treat the green ether or 
petroleum-ether solution of the coloring matter with a small 
quantity of 10% solution of KOH in methyl alcohol. The color 
becomes brown, quickly returning to green. 

Annatto.—Pour on a moistened filter an alkaline solution of 
the color obtained by shaking out the oil or melted and filtered 
fat with warm, dil. NaOH solution. If annatto is present, the 
filler paper will absorb the color, so that when washed with a 
gentle stream of water it will remain dyed a straw color. Dry the 
filter and add a drop of SnCl, solution. If the color turns pink, 
the presence of annatto is confirmed. 

Tumeric.— Treat an aqueous or dil. alcoholic solution of the 
color with HCl until the shade just begins to appear slightly 
orange. Divide the mixture into 2 parts and add some boric 
acid powder or crystals to one portion. A marked reddening 
will be quickly apparent, best seen by comparison with the 
portion to which the HBO; has not been added. The test may 
also be made by dipping a piece of filter paper in the other portion 
of the alcoholic solution of the coloring matter, drying at 100° C., 
then moistening with a weak solution of H;BO; to which a few 
drops of HCl have been added. On drying again, a cherry- 
red color will be developed. 

Cochineal.— When the presence of cochineal is suspected, 
acidify the mixture with } its volume of conc. HCl and shake 
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with amyl alcohol. Wash the amyl alcohol solution of the color- 
ing matter two to four times with equal volumes of water to 
remove HCl, ete. Dilute the amyl alcohol with 1-2 volumes of 
gasoline and shake with a few small portions of water to remove 
thecolor. Divide the combined aqueous extracts into 2 portions. 
To the first add, drop by drop, 5% uranium acetate solution, 
shaking thoroughly after each addition. In the presence of 
cochineal a characteristic emerald-green color is produced. The 
green coloration with uranium salts is not developed in the pres- 
ence of much free acid. "Therefore, add a little sodium acetate 
before making this test, or a correspondingly large quantity of 
uranium acetate must be added. To the second portion add 1 
or 2 drops of conc. NH,OH; in the presence of cochineal, a violet 
coloration results. This, however, is not so characteristic as the 
first test since many fruit colors give almost identical reactions. 

As cochineal lakes often contain tin, further examination for 
this metal should always be made when water-insoluble cochineal 
compounds seem to be present. 


METALS IN FOODS 


General.—The principal metals which are to be looked for in 
foods as objectionable are arsenic, tin, copper and zinc. ` 

Arsenic.—Determine As by the Sanger-Black-Gutzeit Method 
as described on page 52. 

Tin.—Gravimetric METHOD.. Weigh 50-100 grams of the 
sample (depending upon the amount of dry substance present 
and the relative ease with which the organic matter is oxidized) 
into an 800-cc. Kjeldahl flask and add 100 ee. of cone. HNO;. 
Let stand overnight (this procedure being preferred if much fat 
or sugar is present) or place the flask on a wire gauze over a free 
flame and heat until the contents boil quietly. Add 25-50 cc. 
of conc. H50, (depending upon the amount of dry substance 
present in the sample), and heat until white fumes are generated. 
Cool somewhat, then add 5-10 ce. of conc. HNO; and continue 
heating as before. Repeat the addition of HNO; until the solu- 
tion remains clear after boiling off the HNO; and white fumes of 
SO; appear. 

Add 200 ce. of water to the digested sample and pour into a 
600-ec. beaker. Rinse out the Kjeldahl flask with 3 portions of 
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boiling water, making a total volume of about 400 ec. Cool and 
add cone. NH,OH until just alkaline and then 5 cc. of conc. 
HCl or of dil. HSO, (1:3) for each 100 cc. of solution. Place 
the beaker covered on a hot plate, heat to about 95? C., and pass 
in a slow stream of H-S for 1 hour. Digest on the hot plate at 
95? C. for 1 hour and let stand 1-2 hours longer. 

Filter the SnS on a close-textured, 11-cm. filter and wash 
alternately with 3 portions each of wash solution (100 cc. of 
saturated ammonium acetate solution, 50 cc. of glacial acetic 
acid, and 850 cc. of water) and hot water. Digest the filter and 
precipitate in a 50-cc. beaker with 3 successive portions of 10-20 
ec. of ammonium polysulfide, heat to boiling and filter through a 
9-cm. filter each time. Wash the filter with hot water. Acidify 
the combined filtrate and washings with dil. acetic acid (1:9), 
digest on the hot plate for 1 hour, let stand overnight and filter 
through a double 11-cm. filter. Wash alternately with 2 por- 
tions each of the wash solution and hot water and dry thoroughly 
in a weighed porcelain crucible. Ignite over a Tirrill flame, very 
gently at first to burn off the paper and convert the SnS, to 
SnO». Then heat the crucible, partly covered, strongly with a 
large Meker burner. Stannic sulfide must be roasted gently 
to the oxide, which may be heated strongly without loss by 
volatilization. Weigh as SnO» and calculate to Sn. 

CALCULATION.—Sn0O5 X 0.7877 — Sn. 

VOLUMETRIC Mrtuop.—Reagents.—(a) Air-free Wash Solu- 
tion.—Dissolve 20 grams of NaHCO; in 2 liters of boiled water 
and add 40 cc. of conc. HCl. This solution should be freshly 
prepared before use. 

(b) 0.01 N Iodine.—Standardize the solution frequently 
against (d), adding asbestos and proceeding as described below 
under Determination, except to omit the precipitation with H:S 
and the boiling with HCl and KCIO;. The tin solution used 
for standardization should contain about the same amount of 
Sn as in the sample under examination. 

(c) 0.01 N Sodium Thiosulfate. 

(d) Standard Tin Solution.—Dissolve 1 gram of Sn in about 
500 cc. of conc. HCl and dilute to 1 liter with water. 1 cc. con- 
tains 1 milligram of tin. 

(e) Sheet Aluminum.—Use sheet Al, about 30-gage, free from 


Sn, 
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Determination.—Proceed as directed under Gravimetric 
Method above to “Digest on the hot plate for 1 hour and let 
stand 1-2 hours longer." Then filter with suction upon an 
asbestos mat in a Gooch crucible with a detachable bottom. 
Wash the precipitate a few times and then transfer the detachable 
bottom, asbestos mat and precipitate to a 300-cc. Erlenmeyer 
flask. Remove all traces of the precipitate from the inside of 
the crucible by means of a jet of hot water and a Gees 
using a minimum amount of water for washing. 

Add 100 ec. of conc. HCl and 0.5 gram of KCIO; to the flask. 
Boil for about 15 minutes, making about 4 more additions of 
smaller amounts of KCIOz as Cl is boiled off. Wash the par- 
ticles of KCIO; down from the neck of the flask with water and 
finally boil to remove Cl. Then add about 1 gram of the sheet 
Al to dispel the last traces of Cl. 

Fit a 2-hole rubber stopper to the flask. Through one hole 
pass a bulbed glass tube reaching nearly to the surface of the 
liquid. Attach this to a large CO» generator through a scrubber 
containing water. The CO; leaves the flask by a short-bulbed 
tube in the second hole of the stopper and terminating slightly 
below it. Connect this second glass tube by a rubber tube to a 
glass tube about 10 inches long which is immersed in a cylinder 
of water to a depth of about 8 inches. This gives a water-seal 
to the delivery tube and a pressure against which the current of 
CO, must work. It also restrains any strong flow of gas when 
not desired and permits a gas pressure in the Erlenmeyer flask. 

After the flask is connected, raise the delivery tube nearly out 
of the water-seal, allowing a rapid flow of CO; for a few minutes 
to dispel air. "Then lower the delivery tube into the water-seal, 
slightly raise the stopper, and quickly drop into the flask 1-2 
grams of sheet Al, folded into a narrow strip and slightly bent 
to prevent it from striking directly on the bottom of the flask. 
After the Al has entirely dissolved, raise the tube in the water- 
seal, allowing the CO: to pass through rapidly; place the flask 
upon a hot plate and boil for a few minutes. Remove the flask 
from the heat and cool in ice water (or cold running water), still 
maintaining the flow of CO». Lower the delivery tube into the 
cylinder, disconnect the flask and place a glass plug in the rubber 
tube through which the CQ, enters the flask. Wash the tubes, 
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rubber stopper, and sides of the flask with the air-free wash solu- 
tion, add starch paste and titrate at once with the 0.01 N iodine. 

If desired, the titration may be made by slightly raising the 
rubber stopper after cooling, and adding an excess of the 0.01 N 
iodine. Then disconnect the flask, wash the tubes, etc. with air- 
free wash solution, and titrate the excess of iodine with 0.01 N 
sodium thiosulfate. Calculate results to Sn. 

Copper.—Destroy organic matter as directed above under the 
Gravimetric Method for Tin. Concentrate the H;SO, residue 
by continued digestion to a volume of 10-15 ec.; cool, dilute with 
a little water and transfer to a 400-cc. beaker. Rinse the 
Kjeldahl flask with water, adding the rinsings to the contents 
of the beaker; dilute to about 200 ce. and boil to expel nitrous 
fumes. Cool, make slightly alkaline with conc. NH,OH, and 
boil to expel the excess of NHz. Add 5 cc. of conc. HCI for each 
100 ec. of solution, heat to incipient boiling and saturate the 
solution with HS. Let stand on the steam bath for a few 
minutes until the sulfide flocculates, filter and wash the precipi- 
tate with HS water. Protect the precipitate from contact with 
the air as much as possible, use only H.S water for washing, and 
carry out this operation without interruption. Reserve the 
filtrate for determination of Zn, if necessary. 

Place the filter containing the CuS precipitate in a small flask, 
add 4-5 ec. of conc. HSO, and an equal amount of HNO; and 
heat until white fumes appear. Continue the oxidation, adding 
a little cone. HNO; from time to time, until the liquid remains 
colorless upon heating to the appearance of white fumes. Cool, 
dilute with about 30 ec. of water, add an excess of Br water and 
boil until all Br is expelled. Determine the Cu as follows: 

Remove from the heat and add a slight excess (about 7 cc.) of 
cone. NH,OH. Again boil until the excess of NH; is expelled, 
as shown by change of color and partial precipitation. "Then 
add a slight excess of 80% acetic acid (3 or 4 cc.) and boil for a 
minute. Cool to room temperature and add 10 cc. of 30% KI 
solution. Titrate at once with 0.01 N thiosulfate solution until 
the brown tinge has become weak, then add sufficient starch 
indieator to produce a marked blue solution. Continue the 
titration cautiously until the color due to free iodine has entirely 
vanished. 'The blue color changes towards the end to a faint 


526 TECHNICAL METHODS OF ANALYSIS 


liae. If at this point the thio be added drop by drop and a 
little time allowed for complete reaction after each addition, 
there is no difficulty in determining the end-point within a single 
drop. 


Notr.—The 0.01 N thio must be standardized against pure Cu foil. First 
standardize a 0.1 N thiosulfate solution against portions of about 0.2 gram 
of pure Cu foil, accurately weighed.  Dissolve the foil in a 250-cc. flask 
with 5 cc. of HNO; (1:1). Dilute to 50 cc., boil to expel red fumes, add 5 cc. 
of strong Br water, boil off all Br, remove from the heat, add a slight excess of 
conc. NH,OH and proceed as previously described. Then pipette 100 cc. of 
the standardized 0.1 N thio and dilute it to 1000 cc. in a liter volumetric 
flask, using freshly boiled distilled water. This gives a 0.01 N solu- 
tion having 4'y the Cu factor of the solution standardized. 


Zinc.—Proceed as directed above under Copper to the point 
indicated by the sentence ‘‘ Reserve the filtrate for the determina- 
tion of Zn, if necessary."  Boil the filtrate containing the Zn 
to expel H-S and to reduce the volume to about 250-300 cc., add 
a drop of methyl orange and 5 grams of NH,Cl and make alkaline 
with conc. NH,OH. Add dil. HCl (1:9), drop by drop, until 
the reaction is faintly acid, then add 10-15 ce. of 50% sodium 
or ammonium acetate solution and pass in H.S for a few minutes 
until precipitation is complete. Let the precipitate settle, filter 
and refilter if necessary until the filtrate is clear. Then wash 
the precipitate twice with H;S water. Dissolve the precipitate 
on the filter with a little dil. HCl (1:3), wash the filter with water, 
boil the combined filtrate and washings to expel H-S, cool and 
add a distinct excess of Br water. Then add 5 grams of NH,Cl 
and NH4OH until the color, caused by free Br, disappears. Add 
HCl (1:3), drop by drop, until the Br color just reappears, then 
add 10-15 cc. of 50% Na or NH, acetate solution and 0.5 ec. of 
10% FeCl; solution, or enough to precipitate all the phosphates. 
Boil until all Fe is precipitated. Filter while hot and wash the 
precipitate with water containing a little Na acetate. Pass 
HS into the combined filtrate and washings until all the ZnS, 
which should be pure white, is precipitated; filter upon a Gooch 
crucible, previously ignited and weighed, and wash with HS 
water containing a little NH¿NOz. Dry the crucible and contents 
in the oven, ignite at a bright red heat, cool and weigh as ZnO. 
Caleulate to Zn. 
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CALCULATION.—ZnO X 0.8034 = Zn. 


REFERENCE.—Association of Official Agricultural Chemists: “Methods 
of Analysis” 171-176, (1925). 


CRUDE FIBER 


General.—The so-called “official” method for determination 
of crude fiber as directed by the U. S. Dept of Agriculture, Bur. 
of Chem., Bull. 107, page 56, is a long and tedious process. It 
has been adopted in principle as the tentative method of the 
Association of Official Agricultural Chemists. The procedure 
was somewhat modified by M. O. Sweeney (Bull. 137, p. 57), 
so that the time consumed is considerably shortened. It has 
been claimed, however, that for certain kinds of feed-stuffs, 
especially those rich in protein, the Sweeney method is not 
entirely satisfactory. This has, therefore, been further modified 
by Cornelia Kennedy [J. Ind. Eng. Chem., 4, 600 (1912)]. The 
three methods are given below, but, except for special cases, the 
Kennedy modification is the one to be employed in routine work. 

Official Method.*—Rracents.—(a) Sulfuric Acid Solution.— 
Contains 1.25 grams of HSO; per 100 cc. 

(b) Sodium Hydroxide Solution—Contains 1.25 grams of 
NaOH per 100 cc., free, or nearly so, from Na;CO;. 

The strength of these solutions must be accurately checked 
by titration. 

(c) Asbestos.—First digest a quantity on the steam bath over- 
night (or at least 8 hours) with an approximately 595 NaOH 
solution and wash thoroughly with hot water; then digest for a 
similar length of time with dil. HCl (1:3) and again wash thor- 
oughly with hot water; finally dry and ignite at bright red heat. 

APPARATUS.—(a) Water-jacketed Condenser.—Use any suitable 
form that will maintain a constant volume of solution throughout 
the process of digestion. 

(b) Containers.—The digestion flasks should be of such size 
and shape that the depth of solution will be between 1 and 1.5 
inches. A 700—750-cc. Erlenmeyer flask is recommended. 

(c) Filtering Cloth.—The filtering cloth should be of such a 
character that while filtration is rapid no appreciable amount of 
solid matter passes through. Either butcher’s or dress linen 

* Association of Official Agricultural Chemists: “Methods of Analysis” 
117, (1925). 
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with about 45 threads per inch may be used, or No. 40 filtering 
cloth, * or its equivalent. 

DETERMINATION.—Extract 2 grams of the dry material with 
ordinary ether, or use the residue from the ether extract deter- 
mination and transfer the residue, together with about 0.5 
gram of asbestos, to the flask. (Where the residue from the ether 
extract is used and the proper amount of asbestos has already 
been added, further addition is unnecessary.) Add 200 ec. of 
boiling HSC, solution (a) to the contents of the flask and place 
immediately over heat after connecting with the condenser. 
Bring the contents of the flask to boiling within 1 minute and 
continue the boiling briskly for exactly 30 minutes. Rotate 
the flask about every 5 minutes in order thoroughly to mix the 
charge, taking care to keep the sides of the flask above the solu- 
tion free from the sample. A blast of air conducted into the 
flask will serve to reduce the frothing of the liquid. Remove the 
flask at the expiration of the 30 minutes, immediately filter 
through linen in a fluted funnel, and wash with boiling water 
until the washings are no longer acid. 

Next wash the charge and adhering asbestos back into the 
flask with 200 ec. of boiling NaOH solution (b), using a wash 
bottle calibrated to deliver 200 cc. Bring the NaOH to boiling 
and keep at this temperature under a reflux condenser while in 
use. (The boiling NaOH is best transferred to the 200-cc. wash 
bottle by means of a bent tube through which the liquid is forced 
by blowing into a tube connected with the top of the condenser 
attached to the NaOH flask.) Then place the flask over the 
heat, connected with the reflux condenser, and boil for exactly 30 
minutes. Time the boiling with the alkali so that the contents 
of the different flasks will reach the boiling point approximately 
3 minutes apart. This provides sufficient time for filtration. 
At the end of 30 minutes remove the flask and immediately filter 
through a Gooch crucible, which has been prepared previously 
with a thin but close layer of ignited asbestos. If preferred, an 
alundum crucible may be used, or filtering cloth in a fluted funnel. 
If the cloth is used, thoroughly wash the residue with boiling 
water and then transfer to the Gooch crucible. Wash the con- 


* Made by National Filter Cloth & Weaving Company, 57 Hope Street, 
Brooklyn, New York. 
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tents thoroughly with hot water and then with about 15 cc. of 
95% alcohol. 

Dry the crucible and contents to constant weight at 110? C. 
Cool in an efficient desiccator and weigh. Incinerate the con- 
tents of the crucible in an electric muffle or over a Meker burner at 
a dull red heat until the carbonaceous matter has been consumed 
(20 minutes is usually sufficient). Cool in a desiccator and weigh. 
Report the loss in weight as Crude Fiber. 

Sweeney Modification.— Place 2 grams of the oil-free material 
in a wide-mouthed Erlenmeyer flask of liter size, inserting a small 
air condenser in the mouth of the flask to prevent concentration 
due to loss of steam. To the sample in the flask add 0.5 gram of 
prepared asbestos and 200 cc. of a boiling 1.25% solution of 
H.SO,, as in the Official Method. Heat to boiling and after 
gently boiling for 30 minutes treat as follows: 

Neutralize with a 10% solution of NaOH, using a few drops 
of phenolphthalein as indicator. Approximately 25 ec. of NaOH 
solution are required. Add at once 200 cc. of a boiling solution 
of NaOH containing 2.656 grams of NaOH per 100 cc. This 
solution should be prepared as accurately as possible by titration. 
Continue the digestion at the boiling point for 30 minutes longer 
in the same manner as in the treatment with acid. Then filter 
the alkaline solution containing the fiber residue rapidly through 
a linen cloth and wash repeatedly with boiling water. Transfer the 
fiber residue and asbestos to a weighed platinum Gooch crucible 
and wash with alcohol and finally with ether. Dry at 110? C. 
to eonstant weight. Ignite the dried residue and again weigh. 
'The loss in weight gives the weight of crude fiber. 

Kennedy Modification.— Digest 2 grams of the fat-free sample, 
together with 0.5 gram of prepared asbestos, with 200 cc. of a 1.25% 
H.SO, solution by boiling 30 minutes in a liter Erlenmeyer flask 
connected to an air condenser exactly as in the Sweeney Modifi- 
cation. Then add directly 200 ec. of a solution of NaOH con- 
taining 3.52 grams of NaOH per 100 cc., the solution being made 
of this exact strength by titration. Boil the whole for 30 minutes, 
filter through linen, and wash free from alkali with hot water. 
Then wash thoroughly with boiling 1.2595 HSO, which will 
remove any material precipitated by the addition of the alkali. 
Wash free from acid. Transfer from the linen filter to a weighed 
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Gooch erucible, wash with alcohol, then with ether, and dry to 
constant weight at 110? C. Weigh the residue, ignite and 
reweigh. The loss indicates the amount of crude fiber. 


SULFUR DIOXIDE IN FOODS 


General.—F ree sulfurous acid in the form of sulfur fumes is 
extensively employed to bleach molasses, disinfect wine casks, 
and to bleach and preserve dried fruits. The process is known as 
*sulfuring." The sulfurous acid salts most commonly employed 
as preservatives are the bisulfites of Na and of Ca. The normal 
sulfites (Na, K or NH.) are most commonly used as preservatives 
in fruit juices, ketchup, fruit and vegetable pulp, wines, malt 
liquors, and meat products. They are frequently mixed with 
other antiseptics, such as salicylates and benzoates. 

Determination.—The same methods are used for the qualita- 
tive detection of SO; as for its quantitative determination, except 
that in the former case weighed quantities need not be employed. 

(A) DistILLATION MTHOD.— This method is adapted to all 
food products whether solid or liquid. 

Place 20-100 grams of the material in a 500-cc. flask, add water, 
if necessary, and 5 cc. of a 20% solution of H;PO,, and distill in a 
current of CO; into about 100 cc. of water containing a few drops 
of bromine, until 150 cc. have passed over. Have the end of the 
condenser dip below the surface of the liquid. If sulfides are 
present, as is true of decomposed meat products and possibly 
other focds, the steam from the distilling flask before entering the 
condenser should be passed through a flask containing 40 ec. of 
a 2% neutral solution of CdCl. or a 1% solution of CuSQ,. 
These solutions effectually remove the HS without retaining any 
appreciable amount of SO». 

The method and apparatus may be simplified without material 
loss in accuracy by omitting the current of CO», adding 10 cc. of 
H3PO, instead of 5 cc., and dropping into the distilling flask a piece 
of NaHCO;, weighing not more than a gram, immediately before 
attaching the condenser. 

When the distillation is finished, boil off the excess of Br, 
dilute to about 250 cc., add 1 cc. of cone. HCl, heat to boiling and 
add, drop by drop, while boiling, an excess of 10% BaCl, solu- 
tion. Let stand overnight in a warm place, filter, wash with hot 
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water, ignite at a dull red heat and weigh as BaSO,. Calculate 
to SO» and report as parts per million. Run a blank on the 
apparatus and reagents used and subtract any SO; found in the 
blank. 

CALCULATION.—BaSO, X 0.2744 = S02. 

(B) Direct Tirration Mretuop.—This method is applicable 
to light-colored liquids such as white grape juice, wines, and 
similar products, but should not be used for other materials 
unless found by experiment to yield accurate results. 

To 25 cc. of a N solution of NaOH or KOH in a 200-ce. flask, 
add 50 cc. of the sample; shake thoroughly and set aside for 15 
minutes, with occasional shaking; and then add 10 cc. of dil. 
HSC, (1:3) and a little starch solution and titrate the mixture 
with 0.02 N iodine solution, introducing the latter quite rapidly, 
until a blue color is produced which persists for several minutes. 

CALCULATION.—1 cc. 0.02 N iodine —0.00064 gram SO». 


REFERENCES.—Leach: “Food Inspection and Analysis," 840 (1913); 
Association of Official Agricultural Chemists: “Methods of Analysis," 135 
(1925). 


BENZOIC ACID IN FOODS 

Preparation of Sample—(A) GENERAL Mertuop.—lIf solid 
or semisolid, grind the sample, and mix thoroughly. Transfer 
150 ec. or 150 grams to a 500-cc. volumetric flask, add enough 
pulverized NaCl to saturate the water in the sample, render 
alkaline to litmus with 10% NaOH solution or milk of lime, and 
dilute to the mark with saturated salt solution. Shake well, 
let stand for at least 2 hours, with frequent shaking, and filter. 
If the sample contains large amounts of matter precipitable by 
salt solution, proceed as directed below under (4) Salted or Dried 
Fish. When alcohol is present, follow the method given under 
(3) Cider Containing Alcohol, etc. When large amounts of fats 
are present, add a few cc. of NaOH solution to the filtrate and 
extract with ether before proceeding as directed under the 
Quantitative Determination. 

(B) Specia, Mertuops.—(1) Ketchup.—To 150 grams of 
ketehup add 15 grams of pulverized NaCl. "Transfer the 
mixture to a 500-cc. volumetric flask, rinsing with about 150 
cc. of saturated NaCl solution. Make slightly alkaline to litmus 
with 10% NaOH solution and fill to the mark with saturated 
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salt solution. Let stand for at least 2 hours, shaking frequently. 
Squeeze through a heavy muslin bag and then filter through a 
large folded filter. 

(2) Jellies, Jams, Preserves, and Marmalades.—Digest 150 
grams of the sample in about 300 cc. of saturated salt solution. 
Add 15 grams of pulverized NaCl. Make alkaline to litmus with 
milk of lime. Transfer to a 500-cc. volumetric flask and dilute 
to the mark with saturated salt solution. Let stand for at 
least 2 hours, shaking frequently; centrifugalize if necessary, 
and filter through a large folded filter. 

(3) Cider Containing Alcohol, and Similar Products.—Make 
250 cc. of the sample alkaline to litmus with 10% NaOH solution 
and evaporate on the steam bath to about 100 cc. Transfer the 
sample to a 250-cc. volumetric flask, add 30 grams of pulverized 
NaCl and shake until dissolved. Dilute to the original volume, 
250 cc., with saturated salt solution, let stand for at least 2 hours, 
shaking frequently, and filter through a folded filter. 

(4) Salted or Dried Fish—Wash 50 grams of the ground sample 
into a 500-cc. volumetric flask with water. Make slightly 
alkaline to litmus with 10% NaOH solution and dilute to the 
mark with water. Let stand for at least 2 hours, shaking fre- 
quently, and then filter. Pipette as large a portion of the filtrate 
as possible (at least 300 ec.) into a second 500-ce. flask. Add 30 
grams of pulverized NaCl for each 100 ec. of solution. Shake 
until the salt has dissolved and dilute to the mark with saturated 
salt solution. Mix thoroughly and filter off the precipitated 
protein matter. 

Qualitative Tests.—Extract benzoic acid as directed under 
Salicylic Acid, Ferric Chloride Test (p. 535) or Quantitative 
Determination (p. 536). If benzoic acid is present in consider- 
able quantity, it will crystallize from the ether in shining leaflets 
having a characteristic odor on heating. Dissolve the residue 
in hot water, divide into 2 portions, and test as below.* 

(A) Ferric CHLORIDE Trest.—Make the above solution alka- 
line with a few drops of conc. NH,OH, expel the excess of NH; 
by evaporation, dissolve the residue in a few ec. of hot water, and 

* The residue may also be purified by sublimation as directed under 


Salicylic Acid, Ferric Chloride Test and the melting point determined. Ben- 
zoic acid melts at 121? C. 
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add a few drops of a neutral 0.5% FeCl; solution. A brownish 
precipitate of ferric benzoate indicates the presence of benzoic 
acid. 

(B) Mopiriep Mouter Terst.*—Add to the water solution, 
prepared as previously described, 1 or 2 drops of 10% NaOH 
solution and evaporate to dryness. To the residue add 5-10 
drops of conc. H2SO, and a small crystal of KNO;. Heat for 10 
minutes in a glycerol bath at 120-130? C. The temperature must 
not exceed 130? C. After cooling add 1 cc. of water and make 
distinctly ammoniacal. Boil to decompose any NH4NO»; which 
may have been formed. Cool and add a drop of fresh, colorless 
(NH4)sS solution, wihout letting the layers mix. A red-brown 
ring indicates benzoic acid. On mixing, the color diffuses 
through the whole liquid and, on heating, finally changes to 
greenish-yellow. This differentiates benzoic acid from salicylic 
acid or cinnamic acid, which form colored compounds not 
destroyed by heating. 

Quantitative Determination.—Pipette a convenient portion 
(100-200 cc.) of the filtrate, obtained under Preparation of 
Sample, into a separatory funnel. Neutralize to litmus with 
dil. HCl (1:3) and add 5 cc. in excess. In the case of salted fish 
a precipitation of protein matter usually occurs on acidifying, 
but this does not interfere with the extraction. Extract care- 
fully with CHCl;, using successively portions of 70, 50, 40, and 
30 ce. To avoid an emulsion, shake cautiously each time. The 
CHCl; layer usually separates readily after standing a few 
minutes. If an emulsion forms, break it by stirring the CHCl; 
layer with a glass rod, by drawing it off into a second funnel and 
giving 1 or 2 sharp shakes from one end of the funnel to the other, 
or by centrifugalizing for a few moments. As this is a progressive 
extraction, draw off carefully as much of the clear CHCl; solution 
as possible after each extraction, but do not draw off any of the 
emulsion. If this latter precaution is taken, the CHCl; extract 
need not be washed. 

Transfer the combined CHCl; extracts to a porcelain evaporat- 
ing dish, rinse the container several times with a few cc. of CHCI;, 
and evaporate to dryness at room temperature in a current of 
dried air. 

* The presence of phenolphthalein interferes with this test. 
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The extract may also be transferred from the separatory funnel 
to a 300-cc. Erlenmeyer flask, rinsing the separatory funnel three 
times with 5-10-cc. portions of CHCl;. Distil very slowly at low 
temperature to about a quarter of the original volume. Then 
transfer the residue to a porcelain evaporating dish, rinsing the 
flask three times with 5-10-ce. portions of CHCl;, and evaporate 
to dryness at room temperature in a current of dry air. 

Dry the residue overnight (or until no odor of acetic acid can 
be detected, if the product is a ketchup) in a desiecator over conc. 
H$;SO,. Dissolve the residue of benzoic acid in 30-50 cc. of neu- 
tral 95% alcohol, add about ł its volume of water and 1 or 2 
drops of phenolphthalein, and titrate with 0.05 N NaOH. 


CALCULATION.—1 cc. 0.05 N NaOH 
— 0.0072 gram anhydrous Na-benzoate. 
—0.0061 gram anhydrous benzoic acid. 


REFERENCE.—Association of Official Agricultural Chemists: “Methods 
of Analysis," 127 (1925). 


SALICYLIC ACID IN FOODS 


Preparation of Sample.— Non-aucono tic Liguips.—Many liq- 
uids may be extracted directly as directed below under the Ferric 
Chloride Test or the Colorimetric Test without further treatment. 
If troublesome emulsions form during extraction, pipette 100 cc. 
into a 250-cc. volumetric flask, add about 5 grams of NaCl, shake 
until the latter is dissolved, dilute to the mark with 95% alcohol, 
shake vigorously, let the mixture stand 10 minutes with occa- 
sional shaking, filter through a dry folded filter, and treat an 
aliquot of the filtrate as described in the next paragraph. 

ALcoHoLic Liguips.—Make 200 ec. of the sample alkaline to 
litmus with 10% NaOH solution, and evaporate on the steam 
bath to about 3 the original volume. Dilute to the original 
volume with water and filter, if necessary. 

SOLID OR SEMISOLID SUBSTANCES.— Grind the sample and mix 
thoroughly. Transfer a convenient quantity (50-200 grams 
according to the consistency of the sample) to a 500-cc. volu- 
metric flask, dilute to about 400 ec., shake until the mixture 
becomes uniform, add 2-5 grams of CaCl», shake until the latter 
is dissolved, render distinctly alkaline to litmus with 10% NaOH 
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solution, fill to the mark with water, shake thoroughly, let 
stand for at least 2 hours, shaking frequently, and filter. 

Qualitative Tests.— FERRIC CHLORIDE TesT.—Introduce 50 cc. 
of the sample or an equivalent amount of an aqueous extract, 
prepared as directed above, into a separatory funnel; add Ae 
its volume of dil. HCl (1 : 3) and extract with 50-100 cc. of ether. 
If the mixture emulsifies, add 10-15 cc. of petroleum ether (b.p. 
below 60? C.) and shake. If this treatment fails to break the 
emulsion, whirl the mixture in a centrifuge, or let stand until a 
considerable portion of the aqueous layer has separated, run off 
the latter, shake vigorously and again let separate. Wash the 
ether layer with two Bee, portions of water, evaporate the 
greater portion of the ether in a porcelain dish on the steam bath, 
let the remainder evaporate spontaneously and add a drop of 0.5% 
FeCl; solution. A violet color indicates salicylic acid. 

If coloring matter or other interfering substances are present 
in the residue left after evaporation of the ether, purify the 
salicylic acid by one of the following methods: 

(a) Dissolve the original residue from the ether extract, 
obtained as directed above, in about 25 cc. of ether; transfer to 
a separatory funnel and shake with an equal volume of water, 
made distinctly alkaline with several dropsof cone. NH¿OH. Let 
separate, filter the aqueous layer through a wet filter into a 
porcelain dish, evaporate almost to dryness, and test the residue 
as directed above. 

(b) Dry the original residue from the ether extract in a desic- 
cator over conc. HSO, and extract with several 10-ec. portions 
of CS; or petroleum ether (b.p. below 60? C.), rubbing the con- 
tents of the dish with a glass rod, and filtering the successive 
portions of the solvent through a dry paper into a second porcelain 
dish. Evaporate the greater portion of the solvent on the steam 
bath, let the remainder evaporate spontaneously, and test the 
residue as directed above. 

(c) Transfer the original residue from the ether extract to a 
small porcelain crucible by means of a few cc. of ether and let the 
solvent evaporate spontaneously. Cut a holeina piece of asbestos 
board sufficiently large to admit about 3 of the crucible, cover 
the latter with a small, round-bottomed flask filled with cold 
water, and heat over a small flame until any salicylic acid present 
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has sublimed and condensed upon the bottom of the flask. Test 
the sublimate as directed above. 

JORISSEN’s Tesr.—Dissolve the residue from the ether 
extract, obtained as previously directed under Ferric Chloride 
Test, or, in case impurities are present, the purified material 
obtained as there directed, in a little hot water. Cool 10 cc. of 
the solution in a test-tube, add 4 or 5 drops of 10% KNO: 
solution, 4 or 5 drops of 50% acetic acid and 1 drop of 10% 
CuSO, solution, mix thoroughly and heat to boiling. Boil 
for 4 minute and let stand for 1-2 minutes. In the presence of 
salicylie acid a blood-red color will develop. 

Quantitative Determination (Colorimetric).— ExTRACTION.— 
Pipette 100 cc. of the sample or a volume of the solution, prepared 
as previously described, representing not less than 20 grams of the 
original, into a separatory funnel. Make neutral to itmus with 
dil. HCl (1:3) and add an excess of conc. HCl equivalent to 2 
ec. of acid for each 100 cc. of solution. Extract with 4 separate 
portions of ether, using for each extraction an amount equivalent 
to half the volume of the aqueous layer. If an emulsion forms 
on shaking, this may usually be broken by adding a little (4 
the volume of the ether layer) petroleum ether (b.p. below 60? C.) 
and shaking again, or by centrifugalizing. If a little of the 
emulsion still persists, let it remain with the aqueous layer. 
If an emulsion remains after the fourth extraction, separate it 
from the clear ether and the clear aqueous layer and extract it 
separately with 2-3 small portions of ether. Combine the ether 
extracts, wash with Ae their volume of water, let the layers 
separate, and reject the aqueous layer. Wash in this way until 
the aqueous layer after separation yields a yellow color upon the 
addition of methyl orange and 2 drops of 0.1 N NaOH.  Distil 
slowly the greater part of the ether, transfer the remainder to a 
porcelain dish and let the ether evaporate spontaneously. If 
there are no interfering substances present, proceed as below 
under Determination; otherwise purify the residue by one of the 
following methods: 

(a) Dry the residue thoroughly in vacuo over conc. HS0, and 
extract with 10 portions of 10-15 cc. each of CS; or petroleum 
ether (b.p. below 60? C.); rub the contents of the dish with a 
glass rod and filter the successive portions of the solvent through 
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a dry filter into a porcelain dish. Test the extracted residue 
with a drop of 2% ferric alum solution and, if it gives a reaction 
for salicylic acid, dissolve it in water, acidify the solution with dil. 
HCl (1:3), extract with ether, evaporate, extract the dry residue 
thus obtained with CS; or petroleum ether and add to the extract 
first obtained. Distil the greater portion of the CS: or petroleum 
ether and let the remainder evaporate spontaneously. Proceed 
as directed below under Determination. 

(b) Dissolve the residue in 40-50 ec. of ether. Transfer the 
ether solution to a separatory funnel and extract with 3 succes- 
sive 15-cc. portions of 1% NH,OH. (If fat is known to be 
present in the original ether extract, extract the latter directly 
with 4 portions of the NH,OH instead of 3.) Combine the 
alkaline aqueous extracts, acidify, again extract with ether, and 
wash the combined ether extracts as directed above.  Distil 
slowly the greater portion of the ether, let the remainder 
evaporate spontaneously and proceed as directed below. 

DETERMINATION.—Dissolve the residue obtained above in a 
small amount of hot water and, after cooling, dilute to a definite 
volume (usually 50 or 100 cc.), dependent on the amount of 
salicylic acid present. If the solution is not clear, filter through 
a dry filter. Dilute aliquots of the solution and treat with a few 
drops of 0.5% FeCl; solution or 2% ferric alum solution* until 
the maximum color is developed. Generally a few drops will be 
sufficient. Compare the colors developed with the color obtained 
when a standard salicylic acid solution (containing 1 mg. of 
salicylic acid in 50 cc.) is similarly treated, using Nessler tubes 
or a colorimeter. In either case, and especially with FeCl;, 
avoid an excess of the reagent, although an excess of 0.5 cc. of 2% 
ferric alum solution may be added to 50 cc. of the comparison 
solution of salicylic acid without impairing the results. 


REFERENCE.—This is the official method of the Association of Official Agri- 
cultural Chemists as published in its “Methods of Analysis," 125 (1925). 


* The ferric alum solution should be boiled until a precipitate appears, 
allowed to settle, and filtered. The acidity of the solution is slightly 
increased in this manner, but it remains clear for a considerable time, and the 
turbidity caused by its dilution with water is much less and does not appear 
as soon as when the unboiled solution is used. This turbidity interferes 
with the exact matching of the color. 
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FORMIC ACID IN FOODS 


Reagents.—(a) Sodium Acetate Solution.—Dissolve 50 grams 
of dry sodium acetate in sufficient water to make 100 cc., and 
filter. 

(b) Mercuric Chloride Reagent.—Dissolve 100 grams of HgCl» 
and 150 grams of NaCl in sufficient water to make 1 liter, and 
filter. 

(c) Dilute HCl.—Approximately 10% solution; dilute 30 ce. 
of cone. HCl with 70 cc. of water. 

Apparatus.—The apparatus required (Fig. 32) consists of a 
steam generator S; a 300-cc. flask A, in which the sample is 


Fic. 32.—Apparatus for Determination of Formic Acid. 


placed; a 500-cc. flask B, containing a suspension of BaCO;; 
a spray trap T; a condenser; and a 1-liter volumetric flask C. 
The tip of the tube D, leading into B, consists of a bulb containing 
a number of small holes to break the vapor into small bubbles. 
Determination.—For thin liquids, like fruit juices, use 50 cc.; 
for heavy liquids and semisolids, like syrups and jams, use 50 
grams diluted with 50 cc. of water. Place the sample in the 
flask A, add 1 gram of tartaric acid, and connect as indicated, 
the flask B having been charged previously with a suspension of 
2 grams of BaCO; in 100 cc. of water. If much acetic acid is 
present, sufficient BaCO; must be used so that at least 1 gram 
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remains at the end of the operation. Heat the contents of flasks 
A and B to boiling and distill with steam from the generator 
S, the vapor passing first through the sample in flask A, then 
through the boiling suspension of BaCO; in B, after which it is 
condensed, and measured in the volumetric flask C. Continue 
the distillation until 1 liter of distillate is collected, maintaining 
the volume of the liquids in flasks A and B as nearly constant as 
possible by heating with small Bunsen flames, and avoiding 
charring of the sample in the flask A. 

After 1 liter of distillate has been collected, disconnect the 
apparatus and filter the contents of flask B while hot, washing 
the BaCO; with a little hot water. The filtrate and washings 
should now measure about 150 cc. If not, boil down to that 
volume. Then add 10 cc. of the sodium acetate solution, 2 cc. 
of the dil. HCl, and 25 cc. of the HgCl, reagent. Mix thoroughly 
and immerse the container in a boiling water or steam bath for 
2 hours. Then filter on a tared Gooch crucible and wash the 
precipitate thoroughly with cold water and finally with a little 
alcohol. Dry in a boiling water oven for 30 minutes, cool, weigh, 
and calculate the weight of formic acid present by multiplying 
the weight of the Hg2Cle precipitate by 0.0975. 

Note.—If the weight of Hg,Cl, obtained exceeds 1.5 grams, repeat the 
determination, using more HgCl, reagent or a smaller amount of sample. 
Conduct a blank test with each new lot of reagents employed in the reduc- 
tion, using 150 cc. of water, 1 cc. of 10% BaCl: solution, 2 cc. of the dil. HCl, 
10 cc. of the Na acetate, and 25 cc. of the HgCl, reagent, and heat the mix- 
ture in a boiling water or steam bath for 2 hours. Deduct the weight of 
Hg»Cl, obtained in this blank test from that obtained in the regular 
determination. 


REFERENCE.—Association of Official Agricultural Chemists: “Methods 
of Analysis," 137 (1925). 


BORIC ACID AND BORATES IN FOODS 


Qualitative Test.—(a) Preliminary.—lmmerse a strip of tur- 
meric paper in the sample acidified with HCl in the proportion of 
7 ec. of conc. HCl to each 100 cc. of sample, and let the paper dry 
spontaneously. If borax or boric acid is present, the paper will 
acquire a characteristic red color, changed by NH,OH or Na;CO; 
solution to à dark blue-green but restored by acid. In case of 
solid or pasty samples heat with enough water to make them 
sufficiently fluid before acidifying. 
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(b) Confirmatory.—Make about 25 grams of the sample decid- 
edly alkaline with lime water and evaporate to dryness on the 
steam bath. Ignite the residue at a low red heat until the organie 
matter is well charred. Digest with about 15 cc. of water, and 
add conc. HCl, drop by drop, until the solution is distinctly acid. 
Saturate a piece of turmeric paper with the solution, and let it 
dry without heat. In the presence of borax or boric acid, the 
color change will be the same as given above. 

Quantitative Determination.—Make 10-100 grams of the 
sample (depending upon its nature and the amount of H;BO; 
present) distinctly alkaline with NaOH solution and evaporate 
to dryness in a platinum dish. Ignite the residue until the 
organic matter is well charred, avoiding an intense red heat; cool, 
digest with about 20 cc. of hot water, and add cone. HCl, drop by 
drop, until distinctly acid. Filter into a 100-cc. volumetric 
flask, and wash with a little hot water, the volume of the filtrate 
not to exceed 50-60 cc. Return the filter containing any 
unburned carbon to the platinum dish, make alkaline by wetting 
thoroughly with lime water, dry on the steam bath, and ignite to 
a white ash. Dissolve the ash in a few cc. of dil. HCI (1: 3) and 
add to the liquid in the 100-cc. flask, rinsing the dish with a few 
cc. of water. To the combined solutions, add 0.5 grams of CaCl, 
and a few drops of phenolphthalein indicator, then 10% NaOH 
solution until a permanent light pink color is produced, and 
finally dilute to the mark with lime water. Mix and filter 
threugh a dry filter. 

To 50 cc. of the filtrate add 1.0 N H380, until the pink color 
disappears, then add methyl orange, and continue the addition 
of acid until the yellow color is changed to pink. Boil for about 
1 minute to expel CO». Cool, and carefully add 0.2 N NaOH 
until the liquid assumes a yellow tinge, avoiding an excess of the 
alkali. All the H;BO; is now in a free state with no uncombined 
HSO; present. Add about 10 grams of neutral mannitol (man- 
nite) and a few drops of phenolphthalein indicator and titrate 
with 0.2 N NaOH until a permanent pink color is produced. At 
the end of the titration add about 2 grams more of mannitol and 
continue the titration if the pink color is discharged. Repeat 
the alternate addition of mannitol and 0.2 N NaOH until a 
permanent pink end-point is reached. (A volume of neutral 
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glycerol equal to the volume of the solution to be titrated may 
be substituted for the mannitol but the end-point is not so sharp.) 
Caleulate the total titration after the first addition of mannitol 
to boric acid or borax as desired. 


CALCULATION.—1 cc. 0.2 N NaOH =0.01237 gram H;BO3. 
=0.01006 gram Na;B4O;. 
— 0.01907 gram Nas;B40;:- 
10H50. 


REFERENCE.—Association of Official Agricultural Chemists: “Methods 
of Analysis," 131 (1925). 


ARTIFICIAL SWEETENERS IN FOODS 


Saccharin.—PREPARATION OF SAMPLE.—(a) Fruit Juices, Syr- 
ups, and Other Non-alcoholic Liquids.— Transfer 100-200 grams 
of the sample to a 250-cc. volumetric flask by means of a little 
water, dilute to about 200 cc. with water, add 5 ec. of glacial 
acetic acid, mix, add a slight excess of 20% neutral lead acetate 
solution, mix thoroughly, dilute to the mark with water, again 
mix thoroughly and filter through a folded filter. 

(b) Alcoholic Liquids.—Heat 100-200 ec. of the liquid on a 
steam bath to remove alochol, this being accomplished in most 
cases by evaporating to 3 the original volume. In the case of 
heavy syrups dilute the liquid with an equal volume of water 
before beginning the evaporation. After the alcohol has been 
removed, transfer to a 250-cc. volumetric flask and proceed from 
this point as directed above under (a). 

(c) Solid or Semisolid Preparations.—Transfer 50-75 grams of 
the sample to à 250-cc. volumetric flask by means of a little hot 
water and add sufficient nearly boiling water to make the volume 
about 200 cc. Let the mixture stand for 2 hours, shaking 
occasionally. Then add 5 ce. of glacial acetic acid, mix thor- 
oughly, add a slight excess of 20% neutral lead acetate solution, 
dilute to the mark with cold water, mix and let stand for 20 min- 
utes. Filter through a folded filter. 

QUALITATIVE TEsT.—Acidify 50 ce. of a non-alcoholic liquid 
food or an equivalent quantity of an aqueous extract, prepared 
as directed previously, with conc. HCl and extract 3 times with 
25-cc. portions of ether. Wash the combined ether extract once 
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with 5 ec. of water, transfer to a small beaker or evaporating 
- dish and let the ether evaporate spontaneously. Dissolve the 
residue in a little hot water and test a small portion of the solution 
for salicylic acid (see p. 535). Dilute the remainder of the 
solution to about 10 cc. and add 2 ce. of dil. H2SO, (1:3). Heat 
to boiling and add a slight excess of 5% KMn0O, solution, drop by 
drop. Partly cool the solution, dissolve about 1 gram of NaOH 
in it, and filter the mixture into a silver dish (silver crucible lids 
are suitable). Evaporate to dryness and heat for 20 minutes at 
210-215? C. Dissolve the residue in water, acidify with HCl 
and test the ether extract for salicylic acid as previously 
described. By this method all the so-called ‘‘false saccharin” 
and the salicylic acid naturally present (also added salicylic acid 
when not present in too large an amount) are destroyed, while 
5 milligrams of saccharin per liter are detected with certainty. 

QUANTITATIVE DETERMINATION.— Transfer 150 cc. of the 
filtrate (obtained by one of the methods for Preparation of 
Sample) to a separatory funnel, add 15 cc. of conc. HCl, and 
extract three times with 80-cc. portions of ether, shaking the 
separatory funnel for 2 minutes each time. Wash the combined 
ether extracts once with 5 cc. of water, remove the ether by 
distillation and transfer the residue to a platinum crucible by 
means of a little ether; or, if substances diffieultly soluble in 
ether are present, use alternately small portions of water and 
ether. Evaporate the ether on the steam bath, add to the residue 
2-3 cc. (or enough to make the mixtures strongly alkaline) of 
a 10% NaCO; solution, rotate so that all the saccharin is brought 
in contact with the solution and evaporate to dryness on the steam 
bath. To the dry residue in the crucible add 4 grams of a 
mixture of equal parts of anhydrous NaCO; and K5CO;, heat 
gently at first and then to complete fusion for 30 minutes over 
an alcohol or other sulfur-free flame. The fusion may be con- 
ducted with a gas flame by closely fitting the crucible into a hole 
cut into a piece of heavy asbestos board so that 4 of the crucible 
projects above the asbestos, and heating the lower portion of the 
crucible by means of a large Bunsen or Meker burner. 

Cool, dissolve the melt in water, add about 5 cc. of Br water, 
acidify with conc. HCl, filter, wash the paper with a little water, 
dilute the filtrate and washings to about 200 ec., heat to boiling, 
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and slowly add an excess of 1095 BaCl, solution. Let stand 
overnight, collect the BaSO, on a filter (or a platinum Gooch 
crucible), wash until free from Cl, dry, ignite, cool and weigh. 
Correct the result thus obtained for any sulfur present in the 
fusion mixture as found by a blank determination. Calculate 
the equivalent amount of saccharin (C;H;SO3;N) from the cor- 
rected weight of BaSO,. 

CaLCULATION.—BaSQ, X 0.7844 = Saccharin. 

Norrs.—(1) Instead of the mixed Na;CO; and K:CO;, 3-4 grams of 
Na2O2 may be employed for the fusion. In this case a nickel crucible 
must be used, and the time of fusion may be reduced to 5 minutes. 


(2) The separation of a little PbCl, during the extraction does not inter- 
fere with the accuracy of the method. 


Dulcin.— Morpurgo Qualitative Test.—Evaporate about 100 
cc. of the sample, or of the aqueous extract prepared as directed 
under Salicylie Acid (p. 534, Solid or Semisolid Substances) and 
neutralized with acetic acid, to a sirupy consistency after the 
addition of about 5 grams of PbCO;, and extract the residue 
several times with 90% alcohol. Evaporate the alcoholic extract 
to dryness, extract the residue with ether, and let the ether 
evaporate spontaneously in a porcelain dish. Add 2 or 3 drops 
each of phenol and conc. H;SO, and heat for about 5 minutes on 
the water bath; cool, transfer to a test-tube and overlay with 
conc. NH4OH or NaOH solution with the least possible mixing. 
The presence of dulcin is indicated by the formation of a blue 
color at the zone of contact. 

Sucrol.—Jorissen Qualitative Test.—Suspend the residue from 
the ether extract, obtained as directed above, in about 5 cc. of 
water; add 2-4 ec. of an approximately 10% solution of 
Hg(NOs)s, and heat for 5-10 minutes on the steam bath. In 
the presence of sucrol a violet-blue color is formed, which is 
changed to deep violet on the addition of PbO;. 

REFERENCE.—Association of Official Agricultural Chemists: “Methods of 
Analysis," 129 and 136 (1925). 


REDUCING SUGARS AND SUCROSE 


General.— This method describes general procedures to be used 
in determining sucrose and different kinds of reducing sugars 1n 
various materials. In employing these methods, however, the 
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analyst should make sure that there are not special methods or 
precautions to be used with the particular substances under 
analysis. 

The methods described below are official methods of the 
Association of Official Agricultural Chemists, unless otherwise 
designated. 


(I) SUCROSE 


There are 2 general classes of methods for the determination 
of sucrose: (1) Optical methods, and (2) Chemical methods. 

(1) Optical Methods.—The rules of the International Com- 
mission for Unifying Methods of Sugar Analysis have been 
adopted as an official method of the Association of Official Agri- 
cultural Chemists for raw sugars as follows: 

GENERAL DIRECTIONS FOR Raw Sucars.—‘‘In general, all 
polarizations are to be made at 20° C. The verification of the 
saccharimeter must also be made at 20° C. For instruments 
using the Ventzke scale 26 grams of pure dry sucrose, weighed 
in air with brass weights, dissolved in water so that 100 metric 
ec. of solution is obtained at 20? C., and polarized in a room or 
cabinet, the temperature of which is also 20° C., must give a 
saccharimeter reading of exactly 100.00. The temperature of 
the sugar solution during polarization must be kept constant 
at. 20°..Ci* 

“For countries where the mean temperature is higher than 
20° C., saccharimeters may be adjusted at 30° C. or any other 
suitable temperature, under the conditions specified above, pro- 
vided the sugar solution be diluted to final volume and polarized 
at this same temperature. 

"In determining the polarization of substances containing 
sugar employ only half-shade instruments." The saccharimeter 
used may be either single or double wedge and should be a half- 
shadow instrument with either double or triple field. 

““ During the observation keep the apparatus in a fixed position 
and so far removed from the source of light that the polarizing 
Nicol is not warmed. As sources of light employ lamps which 

* According to Bates and Jackson of the U. S. Bur. of Standards, J. Ind. 


Eng. Chem., 12, 792 (1920), the Ventzke reading for 26 grams of pure dry 
sucrose under these conditions is 99.89 instead of 100.00 
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give a strong illumination, such as triple gas burner with metallic 
cylinder, lens and reflector; gas lamps with Auer (Welsbach) 
burner; electric, lamp; petroleum duplex lamp; or sodium light. 
Whenever there is any irregularity in the sources of light, such as 
that due to the convolutions of the filament in the case of an 
electric light or to the meshes of the gauze in the case of the Wels- 
bach light, place a thin ground-glass plate between the source of 
light and the polariscope, so as to render the illumination uniform. 

“Before and after each set of observations the chemist must 
satisfy himself of the correct adjustment of his saccharimeter by 
means of standardized quartz plates. He must also previously 
satisfy himself of the accuracy of his weights, polarization flasks, 
observation tubes and cover-glasses. (Scratched cover-glasses 
must not be used.) Make several readings and take the mean 
thereof, but no one reading may be neglected.” The quartz 
plates are standardized to read to the second decimal place and 
by their use a quick and at the same time accurate test can be 
made. In using such plates for testing saccharimeters, it is 
necessary that the instrument, as well as the plate, be at 20° C. 
before making a reading. Different points of the scale, prefer- 
ably 20°, 50°, 80°, and 100° (sugar scale) should be tested against 
the plates. 

* In determining the polarization use the whole normal weight 
for 100 ec. or a multiple thereof for any corresponding volume. 

* As clarifying and decolorizing agents use either basic acetate 
of lead, alumina cream, or concentrated solution of alum. Bone- 
black and decolorizing powders are to be excluded." Whenever 
reducing sugars are determined in the solution for polarizing, use 
only neutral lead acetate for clarification, as basic lead acetate causes 
precipitation of some of the reducing sugars. In addition to these 
clarifying agents, basic lead nitrate (Herles’ solution) has been 
made official by the Association. 

* After bringing the solution exactly to the mark at the proper 
temperature, and after wiping out the neck of the flask with filter 
paper, pour all of the well-shaken clarified sugar solution on a 
rapidly acting, dry filter. Reject the first portions of the filtrate, 
and use the rest, which must be perfectly clear, for polarization.” 
It is advisable to reject the first 25 cc. that run through, then 
cover the funnel with a watch glass and use the remainder for 
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polarization. In no ease should the whole solution or any part 
be returned to the filter. If cloudy after the 25 cc. have been 
rejected, begin a new determination. 

“Whenever white light is used in polarimetric determinations, 
the same must be filtered through a solution of K5Cr$0; of such 
a concentration that the percentage content of the solution 
multiplied by the length of the column of the solution in centi- 
meters is equal to 9." This concentration must be doubled in 
polarizing carbohydrate materials of high rotation dispersion, 
such as commercial glucose, etc. 

PREPARATION AND USE or CLARIFYING REAGENTS.—(a) Basic 
lead acetate solution.—Boil 430 grams of neutral lead acetate, 130 
grams of litharge, and 1 liter of water for 30 minutes. Let the 
mixture cool and settle, and dilute the supernatant liquid to sp. 
gr. 1.25 with recently boiled water. Solid basic lead acetate may 
be substituted for the normal salt and litharge in the preparation 
of the solution. 

(b) Alumina cream.—Prepare a cold saturated solution of 
alum (potassium aluminum sulfate) in water. Add conc. NH,OH 
with constant stirring until the solution is alkaline to litmus; let 
the precipitate settle and wash by decantation with water until 
the wash water gives only a slight test for sulfates with BaCl; 
solution. Pour off the excess of water and store the residual 
cream in a stoppered bottle. 

(c) Dry basic lead. acetate (Horne Method).—This clarifying 
agent is obtained as a dry powdered salt and should contain 
72.8% of Pb, which corresponds to a composition of 3Pb- 
(C4H5O03);52PbO. In making the clarification, after diluting 
the sugar solution to volume in the flask, add a small quantity 
of the dry salt and shake, then add more and shake again, 
repeating until completely precipitated, but avoiding any excess. 
Of this salt 0.1346 gram is equivalent to 1 cc. of the basic lead 
acetate solution, described under (a). When molasses or any 
other substance producing a heavy precipitate is being clarified, 
add some dry, coarse sand to break up the balls of basic lead 
acetate and precipitate. (Dry basie lead acetate can also be 
used in place of a solution of basic lead acetate in clarifying cane, 
sorghum, and beet produets.) 
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(d) Neutral lead acetate.—Prepare a saturated solution of neu- 
tral lead acetate and add it to the sugar solution before complet- 
ing to volume. Its use is imperative when determining the 
reducing sugars in the solution used for polarization. 

(e) Basic lead nitrate (Herles’ Solution).—(1) Dissolve 250 
grams of Pb(NO;); in water and make up to 500 ec. (2) Dissolve 
25 grams of NaOH in water and make up to 500 cc. In making 
the clarification, add equal amounts of (1) and (2) to the sugar 
solution, shake, and add more if complete precipitation has not 
occurred, but avoid an excess. Then complete the volume 
with water. When this solution is used for clarification, the 
factor in the Clerget determination becomes 143.5. 

TEMPERATURE CORRECTIONS FOR THE POLARIZATION OF 
Suears (TENTATIVE).—(a) Refined Sugars.—The polarizations 
of sugars testing 99 or above, when made at temperatures other 
than 20° C., may be calculated to polarizations at 20° C. by the 
following formula: 


Pos = p'[12-0.0003 (1 — 20)], 


in which p' =the polarization at the temperature read; 

and t=the temperature at which the polarization is read. 
(b) Raw Cane Sugars.—The polarizations of raw cane sugars, 

when made at temperatures other than 20? C., may be calculated 

to polarizations at 20? C. by the following formula: 


Po. = p! J-0.0015(p' — 80) (t— 20), 


in which oi and t are the same as in the formula under (a). 
When the percentage of levulose in the sugar is known (which 
in the case of honeys and sugar cane products is approximately 
one-half the reducing sugars), the following formula should be 
used: 
Pz — p'+0.0003S (£— 20) — 0.00812L (t — 20), 


in which p' and ¢ are the same as in the formula under (a); 


S =the percentage of sucrose; and 

L =the percentage of levulose. 

These formulas give results agreeing closely with the polariza- 
tions obtained at 20? C. if the sugar is of average normal 
composition. 
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Mutaroration.—Products, such as honey and commercial 
glucose, that contain dextrose or other reducing sugars in crystal- 
line form or in solution at high density, may exhibit the phe- 
nomenon of mutarotation under the conditions prevailing during 
analysis. Only the constant rotation should be employed in 
polarimetric methods. To obtain this, allow the solution pre- 
pared for polarization to stand overnight before making the 
reading. If it is desired to make the reading immediately, heat 
the neutral (pH approximately 7.0)* solution to boiling for a 
few moments or add a few drops of conc. NH4OH before complet- 
ing to volume; or, if the solution has been made to volume, add 
dry NaCO; until just distinctly alkaline to litmus paper. (Do 
not allow the slightly alkaline solutions to stand at such high 
temperatures or for such lengths of time as to cause destruction 
of fruetose. Determine the completion of mutarotation by 
making readings at 15-30-minute intervals until these become 
constant. 

DETERMINATION OF SUCROSE IN THE ABSENCE OF RAFFINOSE 
BY POLARIZATION BEFORE AND AFTER INVERSION WITH HCL 
(TENTATIVE).]—(a) Direct Reading—Dissolve the double 
normal weight (52 grams) of the substance in water in a 200-cc. 
volumetric flask, add basic lead acetate carefully, avoiding any 
excess, then 1-2 cc. of alumina cream, shake and dilute to 200 ce. 
Mix well, filter, rejecting the first 25 cc. of the filtrate, cover the 
funnel with a watch glass and, when sufficient filtrate is collected, 
remove the Pb from the solution by adding anhydrous Na;CO,, 
a little at a time, avoiding any excess; mix well and filter again, 
rejecting at least the first 25 cc. of the filtrate.t Pipette one 
50-ec. portion of the Pb-free filtrate into a 100-cc. volumetric 
flask, dilute to the mark with water, mix well and polarize in a . 
200-mm. tube. The reading, multiplied by 2, is the direct 


* See page 739. 

T In the presence of much levulose, as in honeys, fruit products, sorghum 
syrup, cane syrup and molasses, the optical method for sucrose, requiring 
hydrolysis by acid, gives erroneous results. 

i Instead of weighing 52 grams into a 200-cc. flask, two 26-gram portions 
may be diluted to 100 cc. each and treated exactly as described. Depend- 
ing upon the color of the product, multiples or fractions of the normal 
weight may be used, and the results reduced by calculation to the basis of 
26 grams in 100 ce, 


ANALYSIS OF FOODS 549 


reading (P of the formula given below) or polarization before 
inversion. If there is a possibility of mutarotation, see page 548. 
(b) Invert Reading —For the invert reading, introduce 50 ce. 
of the lead-free filtrate into a 100-cc. volumetric flask and add 
25 cc. of water. Then add, little by little, while rotating the 
flask, 6 cc. of conc. HCl. Place a thermometer in the flask, and 
heat, with constant agitation, in a water bath kept at 70° C. 
The temperature of the solution in the flask should reach 67° C. 
in 2.5-3.75 minutes. From the moment the thermometer in the 
flask reaches 67° C., leave the flask in the bath for exactly 5 
minutes, during which time the temperature should gradually 
rise to about 69.5° C. Plunge the flask at once into water at 
20° C. When the contents have cooled to about 35° C., remove 
the thermometer, rinse it into the flask and fill almost to the mark 
with water. Leave the flask in the bath at 20? C. for at least 30 
minutes more and finally dilute exactly to volume.  Polarize 
this solution in a tube provided with a lateral branch and water 
jacket, keeping at 20? C. This reading must be doubled to 
obtain the invert reading. If necessary to work at a tempera- 
ture other than 20? C., which is allowable within narrow limits, 
the volumes must be completed and both direct and invert 
polarizations must be made at exactly the same temperature. 
Caleulate the sucrose by the following formula (Clerget): 


100(P — I) 


143--0.0676 (m —13) — 5 


S= 


ES 


in which S = percentage of sucrose; 

P — direct reading of normal solution; 

I =invert reading of normal solution; 

T =temperature at which readings are made; 
and m — grams of total solids in 100 cc. of the invert solution 
read in the polariscope. * 

(c) Inversion at Room Temperature.—The inversion may also 
be accomplished as follows: (1) To 50 cc. of the clarified solution, 
freed from Pb, add 6 cc. of cone. HCl and set aside for 24 hours 
at a temperature not below 20? C.; or, (2) if the temperature be 


* Obtained by determining the total solids as percentage by weight, as 
described on page 560, and multiplying this figure by the sp. gr. at 20? C. 
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above 25? C., set aside for 10 hours. Make up to 100 cc. at 20° C. 
and polarize as directed above. 

Under these conditions the previous Clerget formula must be 
changed to the following: 


100(P — I) 
S= T 
143.2--0.0676 (m —13) — 


DETERMINATION OF SUCROSE AND RAFFINOSE (of value chiefly 
in analysis of beet products).—If the direct reading is more than 
1? higher than the percentage of sucrose as calculated by the 
formula given above, raffinose is probably present. Calculate 
sucrose and raffinose by the following formulas of Herzfeld: 


0.514 P—I 0.33 P +1 


ELE ER P ole dE 
in which P — direct reading of normal solution; 

I —invert reading of normal solution; 

S — percentage of sucrose; 
and R — percentage of anhydrous raffinose. 


The above formulas assume that polarizations are made at 
exactly 20° C. If the temperature (7) is other than 20° C., 
the following formulas should be used: 


P(0.478 +0.0018t) — I (1.006 —0.0003 T) 
(0.908 —0.0032¢) (1.006 — 0.0003 T') 
P (0.43 —0.005t) +I (1.006 —0.0003T) . 
(1.681 —0.0059t) (1.006 —0.0003T) ” 


in which P — direct reading of normal solution, 
I —invert reading of normal solution, 
S — percentage of sucrose, 
R — percentage of anhydrous raffinose, 
T =temperature of direct polarization, 
and t —temperature of invert polarization. 


S= 


and R= 


(2) Chemical Method.. DETERMINATION OF SUCROSE FROM 
REDUCING SUGARS BEFORE AND AFTER INVERSION.—Determine 
the reducing sugars (clarification having been effected with 
neutral lead acetate, never with basic lead acetate), as directed 
below under the Munson and Walker Method and calculate to 
invert sugar from the M. and W. tables. Then invert the solution 
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as directed above (under Polarization before and after Inversion 
with HCl), exactly neutralize the acid and again determine the 
reducing sugars; but calculate them to invert sugar from the same 
table as just referred to, using the invert sugar column alone. 
Deduct the percentage of invert sugar determined before 
inversion from that obtained after inversion, and multiply the 
difference by 0.95; the result is the percentage of Sucrose. The 
solution should be diluted in both determinations so that not 
more than 240 milligrams of invert sugar are present in the 
amount taken for reduction. It is also important that all Pb be 
removed from the solution with anhydrous powdered K;C;0, 
or Na2CO; before reduction. 


(II) Tora REDUCING SUGARS 


General.—The determination of reducing sugars by copper 
reduction depends upon the reduction of an alkaline copper 
solution by the action of the reducing sugars, precipitating red 
Cus;O. Since the extent of the reduction varies under different 
conditions, it is necessary that the directions be strictly adhered to. 

Of the common sugars, sucrose is the only one which has no 
direct reducing action on alkaline copper tartrate; but on under- 
going inversion, it is converted into reducing sugars which ean be 
readily determined. 

There are various methods, all based on the reduction of Cu 
salts, but varying in detail. For all ordinary use the Munson and 
Walker method is the most convenient, since the Cu;O can be 
caleulated directly to dextrose, invert sugar, maltose or lactose, 
as the case may be. It is not well adapted, however, to the 
determination of lactose (milk sugar) in the presence of sucrose, 
for instance in sweetened condensed milk or in sweetened milk 
chocolate, on account of partial inversion of the sucrose by the 
boiling. In such case it is necessary to use the Defren-O'Sullivan 
method. 

Munson and Walker Method.—REaAGENTSs.—(a) Fehling's 
Copper Sulfate Solution.*—Dissolve 34.639 grams of carefully 
selected crystals of pure CuSO,4:5H;0 in water, dilute to exactly 
500 cc. and filter through prepared asbestos. 


* Soxhlet modification, 
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(b) Fehling's Alkaline Tartrate Solution.*—Dissolve 173 grams 
of Rochelle salts (KNaC¿H,05:4H:20) and 50 grams of NaOH in 
water, dilute to exactly 500 cc., let stand for 2 days, and filter 
through prepared asbestos. 

(c) Asbestos.—Digest the asbestos (which should be of the 
amphibole variety) with dil. HCl (1:3) for 2-3 days. Wash 
free from acid and digest for a similar period with 10% NaOH 
solution. Then treat for a few hours with hot alkaline tartrate 
solution of the strength employed in the sugar determinations. 
(Old alkaline tartrate solutions that have stood for some time 
may be used.) Then wash free from alkali, digest with dil. 
HNO; (1:3) for several hours, and, after washing free from acid, 
shake with water into a fine pulp. In preparing the Gooch 
crucible, make a film of asbestos 0.25 inch thick and wash 
thoroughly with water to remove fine particles of asbestos. Finally 
wash with alcohol and then with ether. Dry for 30 minutes at 
100? C., cool in a desiccator and weigh. It is best to dissolve the 
Cus;O with HNO; each time after weighing and use the same felts 
repeatedly, as they improve with use. 

PROCEDURE.—Transfer 25 cc. each of the copper sulfate and 
the alkaline tartrate solutions to a 400-cc. beaker of alkali-resisting 
glass, and add 50 cc. of the reducing sugar solution, which must 
be neutral or slightly alkaline; or, if a smaller volume of sugar 
solution be used, add water to make the final volume 100 cc. 
Heat the beaker on an asbestos gauze over a Bunsen burner; so 
regulate the flame that boiling begins in 4 minutes, and continue 
boiling for exactly 2 minutes. f 

Keep the beaker covered with a watch glass throughout the 
heating. Without diluting, filter the Cu2O at once on the asbestos 
felt in a porcelain Gooch crucible, using suction. Wash the CuzO 
thoroughly with water at about 60° C., then with 10 cc. of alcohol, 
and finally with 10 ec. of ether. Dry for 30 minutes in the 
water oven at 100? C., cool in a desiccator and weigh as Cu,0. 

Calculate from the weight of the Cu;O (see note 3 below) 
the amount of reducing sugars according to Munson and Walker’s 

* Soxhlet modification. 

} It is important that these directions be strictly observed. In order to 
regulate the burner for this purpose, it is advisable to make preliminary 


tests, using 50 cc. of the reagent and 50 cc. of water, before proceeding with 
the actual determination, 
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tables. These tables may be found in Leach: “Food Inspection 
and Analysis," 4th ed., page 623; also in Association of Official 
Agricultural Chemists: "Methods of Analysis," pages 434-445 
(1925). 


Nores.—(1) The number of milligrams of Cu reduced by a given amount 
of reducing sugar differs when sucrose is present and when it is absent. In 
the tables, the absence of sucrose is assumed, except in the columns under 
invert sugar and sucrose, and lactose and sucrose. 

(2) Blank Determination: Always conduct a blank determination, using 
50 cc. of the reagent and 50 cc. of water; and if the weight of the Cu;O 
obtained exceeds 0.0005 gram, correct the result of the reducing sugar 
determination accordingly. The alkaline tartrate solution deteriorates on 
standing and the amount of Cu;O obtained in the blank increases. 

(3) The method of direct weighing of the Cu;O should be used only for 
determinations in reducing sugar solutions of comparatively high purity; 
in all other cases the Cu of the Cuz0 should be determined by one of the 
following methods, since the Cu.O is very apt to be contaminated with 
foreign matter. 


DETERMINATION OF CoPPER REDUCED.— 

(a) Electrolysis from HS0, Solution.—Decant the hot solution 
through an asbestos mat in a Gooch crucible and wash the beaker 
and precipitate thoroughly with hot water without transferring 
the precipitate to the filter. Wash the asbestos film and adhering 
Cu:0 into the beaker by means of hot dil. HNO; (1:9). After 
all the Cu is in solution, refilter through a thin mat of asbestos 
in a Gooch crucible and wash thoroughly with hot water. Add 
10 ec. of dil. HSO, (1:4) and evaporate the filtrate on the steam 
bath until the Cu salt has largely crystallized. Heat carefully 
on a hot plate or over asbestos until the evolution of white fumes 
shows that the excess of HNO; is removed. Add 8-10 drops of 
conc. HNO; and rinse into a 100-125-cc. platinum dish. Deposit 
the Cu upon the dish by electrolysis. Wash thoroughly with 
water, then break the current, wash with alcohol and ether 
successively, dry at about 50? C., and weigh. If preferred, the 
electrolysis may be conducted in a beaker, the Cu being deposited 
upon a weighed platinum electrode. 

(b) Electrolysis from H3804 and HNO; Solution.—Filter and 
wash as directed above. Transfer the asbestos mat from the 
crucible to the beaker by means of a glass rod and rinse the 
crucible with about 30 cc. of a boiling mixture of dil. sulfuric 
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and nitric acids, containing 65 cc. of conc. H;80, and 50 cc. of 
conc. HNO; per liter. Heat and agitate until solution is com- 
plete; filter and electrolyze as above. 

(c) Electrolysis from HNO; Solution—Filter and wash as 
directed above. Transfer the asbestos mat and adhering Cuz0 
to the beaker. Dissolve the oxide still remaining in the crucible 
by means of 2 cc. of conc. HNO;, adding it with a pipette and 
collecting the solution in the beaker containing the asbestos. 
Rinse the crucible with a jet of water, letting the rinsings flow 
into the beaker. Heat the contents of the beaker until all Cu is 
in solution; filter, wash, dilute the filtrate to 100 cc. or more, 
and electrolyze. When a nitrate solution is electrolyzed, make 
the first washing of the deposit with water acidulated with HSO, 
in order to remove all HNO; before the current is interrupted. 

Defren-O'Sullivan Method.*—Rxza4cENTSs.— The solutions used 
in this procedure are the same as those for the Munson and 
Walker method above described. ‘The asbestos used should be 
of the long-fiber variety and should be specially prepared as 
follows: Boil first with dil. HNO; (about 1:6). Washouttheacid 
with hot water and then boil with a 25% solution of NaOH, 
and finally wash out the alkali with hot water. Keep the asbestos 
in à wide-mouthed flask or bottle and transfer it to the Gooch 
crucible by shaking up in the water and pouring it quickly into 
the erucible while under suction. 

PROCEDURE.—Mix 15 cc. of Fehling's CuSO, solution with 
15 ec. of the tartrate solution in a 250-cc. Erlenmeyer flask, and 
add 50 cc. of distilled water. Place the flask and contents in a 
boiling water bath and let remain for 5 minutes. Then run 
rapidly from a burette into the hot liquor in the flask 25 cc. of 
the sugar solution to be tested (which should contain not over 
0.595 of reducing sugars). Let the flask remain in the boiling 
water bath exactly 15 minutes after the addition of the sugar 
solution; remove, and with the aid of suction filter the contents 
rapidly in a Gooch crucible containing a layer of prepared asbes- 
tos fiber about 1 em. thick, the Gooch erucible with the asbestos 
having been previously ignited, cooled and weighed. Wash the 


* This method is described in Leach: “Food Inspection and Analysis," 
4th ed., 618. 
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CusO precipitate thoroughly with boiling water till the filtrate is 
no longer alkaline. 

Dry the Gooch crucible with contents in the oven, and finally 
heat to dull redness for 15 minutes, during which the red Cu;O 
is converted into black CuO. If a platinum Gooch crucible is 
used (which is preferable) it may be heated directly over the 
low flame of a burner. If the Gooch crucible is of porcelain, 
considerable care must be taken to avoid cracking, the heat being 
increased cautiously and the operation preferably conducted in a 
radiator or muffle. After oxidation as above, transfer the 
crucible to a desiccator, cool, and weigh quickly. From the 
milligrams of CuO, calculate the milligrams of dextrose, etc., as 
the case may be, and calculate to percentage of the original 
sample (see table in Leach, p. 619). 


(III) INDIVIDUAL REDUCING SUGARS 


Invert Sugar.—The methods for total reducing sugars pre- 
viously given, also apply to the determination of invert sugar.* 
The following (Soxhlet) method is the tentative approximate 
volumetric method for rapid work of the Association of Official 
Agricultural Chemists. 

REAGENT: Soxhlets Modification of Fehling's Solution.—Pre- 
pare by mixing, immediately before use, equal volumes of reagents 
(a) and (b) described previously under the Munson and Walker 
Method. 

STANDARDIZATION OF COPPER SOLUTION.—Since the factor 
for calculation varies with the minute details of manipulation, 
every operator must determine a factor for himself, using a known 
solution of the pure sugar that he desires to determine, and 
keeping the conditions the same as those used for the determination. 

Standardize the solution for invert sugar as follows: Dissolve 
4.75 grams of pure sucrose in 75 cc. of water, add 6 ce. of conc. 
HCl and invert as described previously under Polarization 
(Sucrose in the Absence of Raffinose, p. 548). Neutralize the 
acid with NaOH solution and dilute to 1 liter. Ten cc. of this 
solution contain 0.050 gram of invert sugar, which should reduce 
10 ce. of the reagent. The strength of the copper solution should 


* See also under Levulose, Invert Sugar, etc. on p. 557. 
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never be taken as constant, but should be checked against the 
sugar. 

DETERMINATION.—Place 10 cc. of the reagent in a large test- 
tube and add 10 cc. of water. Heat to boiling, and add gradually 
small portions of the solution of the material to be tested until 
the copper has been completely reduced, boiling after each 
addition to complete the reaction. Two minutes’ boiling is 
required for complete reduction when the full amount of sugar 
solution has been added in one portion. When the end is nearly 
reached and the amount of sugar solution to be added can no 
longer be judged by the color of the solution, remove a small 
portion of the liquid and filter rapidly into a small porcelain 
crucible or on a test plate; acidify with dilute acetic acid, and test 
for Cu with dilute potassium ferrocyanide solution. The sugar 
solution should be of such strength as will give a burette reading 
of 15-20 cc. and the number of successive additions should be as 
small as possible. 

Dextrose: Allihn’s Gravimetric Method.— 

REAGENT: Allihn’s Modification of Fehling’s Solution. 

Prepare by mixing, immediately before use, equal volumes of 
(a) and (b), below. 

(a) Copper Sulfate Solution: Dissolve 34.639 grams of CuSO,-- 
5H50 in water and dilute to 500 ce. 

(b) Alkaline Tartrate Solution: Dissolve 173 grams of Rochelle 
salts and 125 grams of KOH in water and dilute to 500 ce. 

DETERMINATION.—Place 30 cc. of the CuSO, solution, 30 ce. 
of the alkaline tartrate solution and 60 ce. of water in a beaker and 
heat to boiling. Add 25 cc.* of the solution of the material to be 
examined, prepared so as not to contain more than 0.25 gram of 
dextrose, and boil for exactly 2 minutes, keeping the beaker 
covered. Filter immediately through asbestos, and obtain the 
weight of Cu by one of the procedures given under the Munson 
and Walker method above. From the Allihn tables determine 
the corresponding weight of dextrose. The Allihn tables are 
given in Association of Official Agricultural Chemists: “Methods 


* If necessary, the volume of the sugar solution added may be greater or 
less than 25 cc., provided the volume of water added is correspondingly 
varied from 60 cc., so that the total volume of sugar solution and water 
added is always 85 ce, 
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of Analysis" pages 454—457 (1925); also in Leach: “Food In- 
spection and Analysis," 4th ed., page 633. 


Norr.—This method may also be used for various other reducing sugars 
as described below. 


Maltose, Lactose, Dextrose.—Use the Munson and Walker 
general method as described above and calculate from the table 
the weight of maltose, lactose or dextrose equivalent to the weight 
of the Cu reduced. 

Levulose, Invert Sugar, Arabinose, Xylose, Galactose.— 
For the determination of these reducing sugars use the Allihn 
method as described above and multiply the weight of dextrose 
found in the Allihn tables by the following factors: 


Telar didi TL, EE Dec 1.093 
inverb sugar ied E EE EC EE 1.044 
Er Uu sage Deinde ee gs le 4 0.969 
Donar Oe Ge vet. Lo pe Kette, EES 1.017 
EH e AP te EE 1.114 


REFERENCES.—U. S. Dept. of Agr., Bur. Chem., Bull. 107, 241; Leach: 
“Food Inspection and Analysis;' Association of Official Agricultural 
Chemists: “Methods of Analysis," 181-196 (1925). 


SUCROSE IN SUGAR BEETS 


Preparation of Sample.—Pass the sample through a meat 
grinder fitted with a plate having $-inch perforations and mix 
thoroughly. 

Alcohol Extraction Method.—Weigh 26 grams of the beet pulp 
into a 100-cc. Soxhlet flask with about 50 cc. of 90% alcohol and 
3-5 ec. of basic lead acetate solution. Connect to a reflux con- 
denser and place on a boiling water bath for 10-15 minutes. 
Then pour the whole into a Soxhlet extractor, washing out the 
flask with fresh portions of 90% alcohol. Connect the same 
flask to the extractor, and fit the latter with a return condenser. 
Add 90% alcohol until the siphon is started and the flask is 
about 2 full. Place the flask in a covered water bath kept 
at a heat that will boil the alcohol freely. Continue the extrac- 
tion for 1-4 hours, or until the alcohol in the extractor gives no 
color by the alpha-naphthol test (p. 567). 
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Remove the flask, transfer the contents to a 100-cc. volumetric 
flask, cool to standard temperature, dilute to the mark with 
90% alcohol, shake and filter, keeping the funnel covered with a 
watch glass. Polarize in a 200-mm. tube (see pp. 548 and 549). 


NomE.—Avoid evaporation and changes of temperature and also use a 
minimum amount of basic acetate for clarification, 3 cc. rather than 5 ec. 
By digesting the beet pulp with alcohol before extraction, the time of extrac- 
tion is greatly shortened; the pulp becomes thoroughly impregnated with 
alcohol, and all air is removed, resulting in à good extraction of the whole 
material. If the pulp is fine and tends to clog the siphon, alcohol-washed 
cotton may be used as a plug in the extractor before adding the beet pulp, 
and a fne-mesh screen may be placed over the pulp to keep the whole 
compact in the extractor. 


Hot-water Digestion Method.—Weigh 26 grams of ground 
beet pulp and transfer with water to a wide-mouthed flask gradu- 
ated to a content of 201.0 cc. (The additional 1.0 ec. is to allow 
for the volume of mare and Pb precipitate.) Add 5-10 cc. of 
basic lead acetate solution and enough water to make the volume 
160-170 cc., and shake. Immerse the flask in a water bath at 
80° C. and rotate at intervals. At the end of 30 minutes dilute 
to the mark with water at 80? C. and continue the digestion 
for 10 minutes longer. Remove the flask from the water bath 
let cool to standard temperature. Add sufficient cone. acetic 
acid to make the solution very slightly acid (generally less than 
0.5 cc.) and a few drops of ether to break the foam. Apply 
suction to remove any retained air. Make up to the mark at 
20? C., mix thoroughly, filter and polarize in a 400-mm. tube. 


REFERENCE.—The above are tentative methods of the Association of 
Official Agricultural Chemists as published in its “Methods of Analysis," 
205 (1925). 


SUGAR PRODUCTS 


General. —This method includes the usual determinations 
common to all sugar products, 2.e., those in which the main solid 
ingredient is one or more sugars. For complete analysis of 
special products see the method for that particular material, 
e.g., Sugar, Honey, Maple Products, Sucrose in Beets, Fruits, etc. 

The methods here given are, unless otherwise specified, the 
official methods of the Association of Official Agricultural 
Chemists. 
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Preparation of Sample.—(a) Liquids (molasses, syrups, etc.).— 
Mix materials of this class thoroughly. If crystals of sugar are 
present, dissolve them either by heating gently (avoiding any 
loss of water by evaporation) or by weighing the whole mass, 
then adding water, heating until completely dissolved and, 
after cooling, reweighing. Calculate all results to the weight of 
the original substance. 

(b) Semisolids (massecuites, etc.)—Weigh 50 grams of the 
sample into a 250-cc. volumetric flask, treat with water, fill 
to the mark and mix thoroughly; or weigh 50 grams of the sample 
and dilute with water to 100 grams. If insoluble material remains, 
mix uniformly by shaking before taking aliquots or weighed 
portions for the various determinations. 

(c) Solids (sugar, confectionery, etc.).—Grind, if necessary, and 
mix thoroughly to secure uniform samples. In the case of raw 
sugars, mix thoroughly and as quickly as possible on a glass plate 
with a spatula, reducing any lumps present with a glass or iron 
roller; or use a large mortar (dry and clean) and break any 
lumps with a pestle. 

Moisture.—Sucars.—Dry 2-5 grams in a flat dish (nickel, 
platinum, or aluminum) at the temperature of boiling water for 10 
hours; cool in a desiccator and weigh; then dry again for an hour, 
or until there is not more than 2 mg. change in weight. In the 
ease of coarse-grained sugars, heat at 105-110? C. to expel the 
last traces of oecluded water. Report the percentage loss in 
weight as Moisture. 

MassECUITES, MOLASSES, AND OTHER LIQUID AND EMI- 
LIQUID Propucts.—(1) Drying upon Pumice Stone.—Prepare 
pumice stone of 2 grades of fineness, one of which will pass through 
a 1-mm. sieve, the other through a 6-mm. but not a 1-mm. sieve. 
Digest each with dil. H2504(1:9) for 8 hours on the steam bath, 
wash free from acid and heat to dull redness. Make the deter- 
mination in a flat metallic dish 60 mm. in diameter. Place a 
layer of the fine pumice stone, 3 mm. in thickness, on the bottom 
of the dish, then a layer of the coarse pumice stone 6-10 mm. in 
thickness, dry and weigh. Dilute the sample with a weighed 
portion of water so that the diluted material shall contain 20-30% 
of solid matter. Weigh into the dish, prepared as described 
above, an amount of the diluted sample to yield approximately 
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| gram of dry matter. If this weighing cannot be made rapidly, 
use a weighing bottle provided with a cork through which a 
pipette passes. Dry at 70? C. under a pressure not exceeding 
100 mm. of mercury, making trial weighings at intervals of 2 
hours toward the end of the drying period until the change in 
weight does not exceed 2 mg. For substances containing little or 
no levulose or other readily decomposable substance, the drying 
may be made in a water oven at the temperature of boiling 
water. Report the percentage loss in weight as Moisture. 

(2) Drying upon Quartz Sand.—Digest pure quartz sand which 
will pass a 40- but not a 60-mesh sieve with conc. HCl, wash free 
from acid, dry and ignite. Preserve in a stoppered bottle. 
Place 25-30 grams of the prepared sand and a short stirring rod 
in a flat-bottomed dish about 60 mm. in diameter. Dry thor- 
oughly, cool in a desiccator, and weigh. Then add sufficient of 
the diluted sample to yield about 1 gram of dry matter and mix 
thoroughly with the sand. Heat on the steam bath for 15-20 
minutes, stirring at intervals of 2-3 minutes, or until the mass is 
too stiff to stir easily. Dry at 70% C. under reduced pressure 
as in the preceding paragraph. For materials containing no 
levulose or other readily decomposable substance, dry at atmos- 
pheric pressure in a water oven at the temperature of boiling 
water for 8-10 hours, cool in a desiccator and weigh. Repeat 
the heating and weighing until the loss of weight in 1 hour is not 
greater than 0.002 gram. Report the percentage loss in weight 
as Moisvure. 

Specific Gravity, Water, and Total Solids.—By MEANS op 
A SPINDLE.—The density of juices, syrups, etc., is most con- 
veniently determined by means of the Brix hydrometer, which is 
graduated to read directly the percentage by weight of pure 
sucrose in pure solutions. For rough work, or where less accu- 
racy is desired, the Baumé hydrometer may be used. Use a 
spindle graduated to tenths and as limited as possible in range of 
degrees recorded. Have the solution as nearly as practicable of 
the same temperature as the air at the time of reading, and, if 
the variation from the temperature of the graduation of the 
spindle (20° C.) amounts to more than 1°, apply a correction 
aecording to Table XXIV. Before taking the density of a juice, 
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RIMETERS (STANDARD AT 20? C.) 


TABLE XXIV— TEMPERATURE CORRECTIONS TO READINGS OF SACCHA- 
table is ealeulated from the data on thermal e 


f sugar 
The 


lon O 


xpans 


(This 
solutions by Plato, assuming the instrument to be of Jena 1611 glass. 


temperature differs much from the standard temperature or from the tem- 


table should be used with caution and only for approximate results when the 
perature of the surrounding air) 


Observed Percentage of Sugar 


5.4 [5.4 |5.3 |5.2 |5.0 


0 | 5 | 10 [^15 | 20 | 25 | 30 | 35 | 4o 45 so | 55 | 60 | 70 


1.16/1.24/1.31/1.37/1.41|1.44/1.49 
0.91/0.97/|1.01/1.05/1.08/1.10/1.14 
0.64/0.67/0.70/0.720.74/0.75/0.77 
0.58/0.60/0.63/0.65,0.66/0.68/0.70 
0.52|0.54/0.56/0.58,0.59/0.60/0.62 
0.46/0.48/0.49/0.51/0.52/0.53/0.55 
0.40/0.41/0.42/0.44/0.45/0.46/0.47 
0.30/0.30/0.32/0.33/0.33/0.34/0.34 


0.25/0.26/0.27/0.28/0.28/0.29/0.30/0.31/0.32 
0.19/0.20/0.20/0.21/0.21/0.22/0.23/0.23|0.24 
0.16/0.16/0.17/0.17/0.18/0. 18/0. 19/0. 19/0. 20 
0.13/0.13/0.14/0.14 0. 14/0. 15/0. 15/0. 15/0. 16 


4.4 |4.4 |4.4 |4.3 |4.2 [4.2 [4.1 4.1 |4.0 (4.0 [3.9 


5.0 |5.0 |5.0 [4.9 4.8 |4.8 |4.7 4.7 |4.6 |4.6 |4.4 


6.9 |6.8 |6.7 |6.6 16.4 |6.3 |6.2 |6.1 |6.0 |5.9: 5.6 


24| 0. 2010. 2810. 200. 220. 33/0. 2410. 36/0. 36/0.37/0. 2810. 39 


0.05, 0.05, 0.05| 0.06/0.06/0.06/0.07/0.07/,0.07,0.07/0.08/0.08/0.08/0.08 


0.04| 0.05} 0.06) 0.06,0.06,0.07/0.07,0.07/0.07,0.08/0.08/0.08/0.08/0.09 
0.10| 0.10} 0.11| 0.12/0.12/0.13/0.14/0. 14,0. 15/0. 15/0. 16/0. 16/0. 16/0. 16 
0.16| 0.16| 0.17} 0.17/0.19/0. 20/0. 21/0. 21/0. 22/0. 23/0. 24/0. 24/0. 24/0. 24 
0.21) 0.22} 0.23) 0.24/0.26)0. 27/0. 28/0. 29,0. 30/0. 31/0. 32,0. 32,0. 32/0. 32 
0.27) 0.28} 0.30) 0.31/0.32/0.34/0.35/0. 36,0. 38/0. 38/0. 39,0. 39/0. 40/0. 39 
0.33) 0.34| 0.36) 0.37/0.40/0.40/0.42/0.44/0.46/0.47/0.47/0.48/0.48/0. 48 
0.40| 0.41| 0.42| 0.44 0.46/0.48/,0.50/0.52/0.54/0. 54/0. 55/0. 56/0. 56/0. 56 
0.46| 0.47, 0.49| 0.51,0.54/0.56,0.58/0.60/0.61/0.62/0.63/0.64/0. 64,0. 64 
0.54| 0.55| 0.56| 0.59,0.61/0.63,0.66/0.68,0. 70,0. 70,0. 710. 72/0. 7210. 72 
0.61| 0.62} 0.63| 0.66,0.68/0. 71/0. 73/0. 76/0. 78,0. 78,0. 79/0. 80/0. 80/0. 81 
0.99| 1.01} 1.02} 1.06/1.10/1.13|1.161.18/1.20/1.21/1.2211.22/1.23¡1.22 
1.42| 1.45| 1.47| 1.51/1.54/1.57|1.60/1.62/1.64/1.65/1.65|1.65]1.66/1.65 
1.91| 1.94| 1.96} 2.00/2.03|2.05|2.07|2.09/2. 102. 10,2. 10|2. 102. 102. 08 
2.46| 2.48| 2.50| 2.53|2.56/2.57|2.58,2.59|2.59 2. 58/2. 58)2.57/2. 56/2. 52 
3.05| 3.07| 3.09| 3.12/3.12/3.12/3.123.11/3.10/3.08/3.07/3.05/3.03/2.97 
3.69| 3.72| 3.73| 3.73/|3.72/3. 70|3.67,3.65,3.62/3.60,3.57/3.54|3. 50|3. 43 
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let it stand in the cylinder until all air bubbles have escaped, * 
and until all fatty or waxy matter has come to the surface and 
been skimmed off. 'The cylinder should be large enough in 
diameter to allow the hydrometer to come to rest without 
touching the sides. A table for comparison of degrees Brix, 
degrees Baumé, sp. gr. at 20?/4? C., and sp. gr. at 20°/20° C. 
is given in Association of Official Agricultural Chemists: ‘‘ Meth- 
ods of Analysis," pages 413-423 (1925); andin Bureau of Standards 
Circular 44, page 151 (1918). 

If the sample is too dense to determine the gravity directly, 
dilute a weighed portion with a weighed quantity of water, or dis- 
solve.a weighed portion and dilute to a known volume with water. 

In the first instance the percentage of total solids is calculated 
by the following formula: 


3 


nied e $ ; W 
Percentage of solids in undiluted material = T 


in which S= percentage of solids in diluted material; 
W = weight of diluted material; 
and w= weight of sample taken for dilution. 


When the dilution is made to a definite volume, the following 
formula is to be used: 


TRE : : D 
Percentage of solids in the undiluted material = 25, 


in which V — volume of diluted solution at a given temperature; 
D — sp. gr. of diluted solution at same temperature; 
S=percentage of solids in diluted solution at same 
temperature; j 
and w — weight of sample taken for dilution. 


If the spindle reading be made at any other temperature than 
20° C., the result should be corrected according to Table XXIV. 

By MEANS or A PYCNOMETER. 

(1) Specific Gravity at 20°/4° C.—Determine the sp. gr. of 
the solution at 20?/4? C. by means of a pyenometer and ascer- 
tain the corresponding percentage by weight of sucrose from 
official tables. When the density of the substance is too high 

* Air bubbles may be removed, especially from thick, heavy solutions, by 


applying suction to the cylinder through a tube passing through a stopper 
inserted in the top. 
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for a direct determination, dilute and calculate the’ sucrose 
content of the original material as directed above. 

Use the following procedure for determining the sp. gr.: Care- 
fully clean the pycnometer by filling with a saturated solution of 
chromic acid in conc. HSC, allowing to stand for several hours, 
emptying, and rinsing thoroughly with water. Fill the pyeno- 
meter with recently boiled, distilled water, previously cooled to 
16-18? C.; place in a water bath cooled to the same temperature 
and let the bath warmup slowly to 20? C. Adjust the level 
of the water to the proper point on the pycnometer; put the 
perforated cap or stopper in place; remove from the bath; wipe 
dry with a clean cloth; and, after allowing to stand for 15-20 
minutes, weigh. Empty, rinse several times with alcohol and 
then with ether, remove the ether fumes, allow the pycnometer to 
become perfectly dry, and weigh. Ascertain the weight of 
contained water at 20? C. in air (W of the formula below) by sub- 
tracting the weight of the empty pyenometer from its weight 
when full. Cool the sample to 16-18? C., fill the pycnometer 
with it, bring to 20? C., adjust the level of the liquid to the proper 
point on the pyenometer, put the perforated cap or stopper in 
place, wipe dry, and weigh as before. Ascertain the weight of 
the contained sample at 20? C. in air (S of the formula below) by 
subtracting the weight of the empty pycnometer from its weight 
when filled with the sample. Calculate the sp. gr. in vacuo by 


the following formula: 
S 4-0.00105W 


— 1.00282W ` 
in which G — corrected sp. gr. of sample at 20?/4? C. in vacuo; 
W = weight of contained water at 20? C. in air; 
and S=weight of contained sample at 20° C. in air. 

(2) Specific Gravity at 20°/20° C.—Determine the sp. gr. at 
20°/20° C. with a pyenometer and ascertain the corresponding 
pereentage by weight of sucrose from official tables. 

In this case use the following formula for calculating the sp. gr. 


in vacuo: 
S+0.00105W 


G= 1:00105W 
in which W and S are the same as in the previous formula, 
and, G — corrected sp. gr. of sample at 20°/20° C. in vacuo. 
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NomE.—Pycnometer determinations must not be made at any other 
temperature than those given. 


Ash.—Merruop 1.—Heat 5-10 grams of the sample in a 
50-100-ce. platinum dish at 100? C. until water is expelled, add a 
few drops of pure olive oil, and heat slowly over a flame until 
swelling ceases. Then place the dish in a muffle and heat at 
low redness until a white ash is obtained. Treat the residue 
with a little ammonium carbonate solution, re-evaporate, and 
again heat in the muffle at very dull redness to constant weight. 

MrTHop 2.—Carbonize 5-10 grams of the sample at a low 
heat in a 50-100-ce. platinum dish, dissolve the soluble salts in 
hot water and filter. Burn the filter and residue to a white ash, 
add the solution of soluble salts, evaporate to dryness at 100? C. 
and ignite gently. "Treat the residue as in Method 1 above. 


Norr.—In the case of impure products it may be advisable to add a few 
drops of olive oil before carbonizing. 


METHOD 3.—SULFATED AsH.—To 5 grams of the sample in a 
50-100-cc. platinum dish add 0.5 cc. of conc. H2SOx,, ignite gently 
until well carbonized, then burn in a muffle at low redness to con- 
stant weight. Express the result as percentage of Sulfated Ash. 

Soluble and Insoluble Ash.—Ash the material as directed 
above under Method 1 or Method 2, add water to the ash in the 
dish, heat nearly to boiling, filter, and wash with hot water 
until the combined filtrate and washings are about 60 cc. Return 
the filter and contents to the dish, ignite carefully, cool, and 
weigh. Calculate the percentages of water-soluble and water- 
insoluble ash. à 

Alkalinity of Soluble Ash.—Cool the filtrate from the above 
and titrate with 0.1 N HCl and methyl orange. Express the 
alkalinity as the number of ce. of normal acid per 100 grams of 
sample. 

Alkalinity of Insoluble Ash.—Add an excess of 0.1 N HCl 
(usually 10-15 cc.) to the ignited insoluble ash in the platinum 
dish, heat to boiling over an asbestos plate, cool and titrate the 
excess of HCl with 0.1 N NaOH and methyl orange. Express 
the alkalinity as above. 

Mineral Adulterants in the Ash (Tentative).—Mix 100 grams 
of the sample with about 35 grams of conc. H;SO, in a large por- 
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celain evaporating dish and evaporate to a syrupy consistency. 
Pass an electric current through it while stirring by placing one 
platinum electrode in the bottom of the dish near one side and 
attaching the other to the lower end of the glass rod with which 
the contents are stirred. Begin with a current of about 1 ampere 
and gradually increase to 4. In 10-15 minutes, the mass is 
reduced to a fine dry char, which may be readily burnt to a white 
ash in the original dish over a free flame or in a muffle. 

_ This method is preferred to the ordinary method of heating 
with H:250,, especially in the case of molasses, because, if properly 
manipulated, the material comes .quietly into the form of a very 
finely divided char or powder, particularly adapted for subse- 
quent quick ignition. 

If an electric current is not available, treat in a large porcelain 
dish 100 grams of the saccharine solution, evaporate to a syrupy 
consistency with sufficient conc. H2SO,4 to thoroughly carbonize 
the mass, and ignite in the usual manner. 

The following adulterants may be present: Salts of Sn, used 
in molasses to bleach it; mineral pigments, such as PbCrO, in 
yellow confectionery; Fe:0;, sometimes used to simulate the 
color of chocolate; and Cu. These elements may be detected 
by the usual qualitative tests. 

Nitrogen.— Determine the nitrogen in 5 grams of the material 
by the Kjeldahl, Gunning, or Kjeldahl-Gunning-Arnold Method 
as directed on pages 87-89, using a larger quantity of H550,, if 
necessary, for complete digestion. 

Sucrose.—Metuop 1 (TENTATIVE).—(Substances in which 
the volume of the combined insoluble matter and precipitate from 
clarifying agents 1s less than 1 cc. from 26 grams.) 

Determine sucrose by polarization before and after inversion 
with HCl as directed on page 548, under Determination of 
Sucrose in the Absence of Raffinose, paying attention, however, 
to the footnote. 

- METHOD 2.—Use the Chemical Method as described on page 
550, determining the reducing sugars by the Munson and Walker 
method before and after inversion. 

Metruop 3.—DovBnLE DiLurioNn MermoD.—(Substances in 
which the volume of the combined insoluble matter and precipitate 
from clarifying agents is more than 1 cc. from 26 grams.) 
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Weigh out a half normal weight (13 grams) of the sample 
and make up the solution to 100 cc., employing the appropriate 
clarifier (basic lead acetate for dark-colored confectionery or 
molasses, and alumina cream for light-colored confectionery). 
Also weigh out the normal weight (26 grams) of the sample and 
make up a second solution with the clarifier to 100 cc. Call 
these solutions A and B. Filter and obtain direct polariscopic 
readings of both solutions. Invert each solution with HCl and 
obtain its invert reading. 

The true direct polarization of the sample is equal to four 
times the direct polarization of A, minus the direct polarization 
of B; and the true invert polarization is equal to four times the 
invert polarization of A, minus the invert polarization of B. 
Calculate the sucrose from the true polarizations thus obtained, 
using the formula on page 549 corresponding to the method used 
for inversion. 

Commercial Glucose (Approximate).— METHOD  1.—(Sub- 
stances containing little or no invert sugar.)—Commercial glucose 
cannot be determined accurately, owing to the varying amounts 
of dextrin, maltose, and dextrose which it contains. In syrups, 
however, in which the amount of invert sugar is so small as not to 
appreciably affect the result, commercial glucose may be esti- 
mated approximately from the polarization by the following 
formula: 

(a—8)100, 

211 

in which G = percentage of commercial glucose solids; 
a=direct polarization of normal solution; 

and S — percentage of cane sugar. 


QE 


Express the results in terms of commercial glucose solids polariz- 
ing +211* V.* 

Meruop 2.— (Substances containing invert sugar).—Prepare 
an inverted half-normal solution of the substance as directed on 
page 549 under Invert Reading, except that after inversion, cool 
the solution, make neutral to phenolphthalein with NaOH solu- 
tion, slightly acidify with dil. HCl, and treat with 5-10 ec. of 
alumina cream before making up to the mark. Filter and 


* This result may be recalculated in terms of commercial glucose of any 
Baumé gravity desired, 
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polarize at 87° C. in a 200-mm. jacketed metal tube, preferably 
silver. Multiply the reading by 200 and divide by the factor 196 
to express the amount of glucose solids polarizing + 211° V.* 

Reducing Sugars.—Determine reducing sugars, either as dex- 
trose or invert sugar, by the Soxhlet method or the Munson and 
Walker method as described on pages 555 and 551. 

Starch (Tentative).—Measure 25 cc. of a solution or uniform 
mixture, prepared as directed previously under Preparation of 
Sample, which represents 5 grams of the sample, into a 300-cc. 
beaker; or, introduce 5 grams of the finely ground sample (pre- 
viously extracted with ether if it contains much fat) into the 
beaker; add sufficient water to make the volume 100 cc., heat to 
about 60° C. (avoiding, if possible, gelatinizing the starch) and 
let stand for about an hour, stirring frequently to secure complete 
solution of the sugars. Transfer to a wide-mouthed bottle, rinse 
the beaker with a little warm water, cool, add an equal volume of 
95% alcohol, mix, and let stand at least an hour. Centrifuge 
until the precipitate is closely packed on the bottom of the bottle 
and decant the supernatant liquid through a hardened filter. 
Wash the precipitate with successive 50-ec. portions of 50% 
alcohol by centrifuging and decanting through the filter until 
3 or 4 drops of the washings give no test for sugar with alpha- 
naphthol when treated as described below. Transfer the residue 
from the bottle and the hardened filter to a large flask and 
determine starch by the modified Sachsse method, described on 
page 618. 

Alpha-naphthol Test for Sucrose.—Introduce into a test-tube a 
few drops of the liquid; add 4 or 5 drops of 20% alcoholic alpha- 
naphthol solution and 2 cc. of water; shake well, tip the tube and 
let 2-5 cc. of colorless conc. H2SO, flow down the side. Then 
hold the tube upright and, if sucrose is present, a color varying 
from a faint to a deep violet will occur at the junction of the two 
liquids. On shaking the whole solution becomes a blue-violet 
color. , 

Ether Extract in Confectionery.—CoNTINUOUS EXTRACTION 
Mertuop (TENTATIVE).—Measure 25 cc. of a 20% mixture or 

* This result may be recalculated in terms of commercial glucose of any 


Baumé gravity desired. 
f This test is suitable for the purpose here specified but it should 
be remembered that other substances besides sucrose give this color reaction. 
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solution, prepared as directed previously under Preparation of 
Sample, into a very thin, readily frangible, glass evaporating shell 
(Hofmeister Schilchen), or a thin lead or tin-foil dish containing 
5—7 grams of freshly ignited asbestos fiber; or if possible to obtain 
a uniform sample, weigh 5 grams of the mixed finely divided 
sample into a dish, and wash with water upon the asbestos in 
the evaporating shell, using, if necessary, a small portion of the 
asbestos fiber on a stirring rod to transfer the last traces of the 
sample from the dish to the shell. Dry to constant weight at 
100° C., cool, wrap loosely in smooth paper, crush into rather 
small fragments between the fingers, and transfer carefully the 
erushed mass, exclusive of the paper, to an extraction tube or à 
fat-extraction thimble. A thin lead disk (bottle cap) may be 
substituted for the Schálchen. If a metal dish is used, cut it into 
small pieces and place in the extraction tube. Extract with 
anhydrous ether or petroleum ether (b. p. 45-60? C. and without 
weighable residue) in a continuous extraction apparatus for at 
least. 25 hours. In most cases it is advisable to remove the 
substance from the extractor after the first 12 hours, grind with 
sand to a fine powder, and re-extract for the remaining 13 hours. 
'Transfer the extract to a tared flask, evaporate the solvent and 
dry to constant weight at 100? C. 

RorsEg-GorrLIEB MrTHoDp (TENTATIVE).—Substances such 
as butter-scotch invariably yield extremely inaccurate results 
by the above method. In such cases introduce 4 grams of the 
material or an amount of a uniform solution equivalent to this 
amount of the dry substance, into a Róhrig tube or similar appa- 
ratus; make up to a volume of 10 cc. with water, add 1.25 ec. of 
conc. NH¿OH and mix thoroughly. Add 10 ec. of 95% alcohol 
and mix. Then add 25 ec. of washed ether and shake vigorously 
for half a minute; finally add 25 cc. of petroleum ether (b. p. below 
60? C.), and shake again for half a minute. Let stand 20 minutes, 
or until the separation of the liquids is complete. Draw off as 
much as possible of the ether-fat solution (usually 0.5-0.8 cc. 
will be left) into a weighed flask through a small, rapid filter. 
(The flask should be weighed with a similar one as a counterpoise.) 
Again extract the liquid remaining in the tube, this time with 
15 ec. each of ether and petroleum ether, shake vigorously half a 
minute with each, and let settle. Proceed as above, washing the 


ANALYSIS OF FOODS 569 


tip of the spigot and the filter with a few cc. of a mixture of equal 
parts of the 2 ethers (previously mixed and freed from deposited 
water). For absolutely exact results the extraction must be 
repeated. This third extraction usually yields not more than 
about 1 milligram of fat, if the previous ether-fat solutions have 
been drawn off closely, or about 0.0295 on a 4-gram charge. 
Evaporate the ether slowly on a steam bath, then dry the fat in 
a boiling water oven to constant weight. 

Test the purity of the fat by dissolving in a little petroleum 
ether. Should a residue remain, wash the fat out completely 
with petroleum ether, dry the residue, weigh and deduct the 
weight. 

Paraffin in Confectionery (Tentative).—Add to the ether 
extract in the flask, as above obtained, 10 cc. of 95% alcohol and 
2 cc. of NaOH solution (1:1); connect the flask with a reflux 
condenser, and heat for 1 hour on the water bath, or until 
saponification is complete. Remove the condenser and let the 
flask remain on the bath until the alcohol is evaporated and the 
residue is dry. Dissolve the residue as completely as possible 
in about 40 cc. of water and heat on the bath, shaking frequently. 
Wash into a separatory funnel, cool, and extract with 4 suc- 
cessive portions of petroleum ether, collecting the extracts in a 
tared flask. Evaporate the petroleum ether and dry to constant 
weight at 100° C. 

Any phytosterol or cholesterol present in the fat would be 
extracted with the paraffin, but the amount is so insignificant 
that it may be disregarded generally. The character of the 
final residue may, however, be confirmed by determining its 
melting point, sp. gr., and refractive index. 

Alcohol in Syrups used in Confectionery (Brandy Drops’’).— 
Collect in a beaker the syrup from a sufficient number of pieces 
to yield 30-50 grams, strain into a tared beaker and weigh. 
Introduce the syrup into a 250—300-cc. distilling flask, dilute 
with half its volume of water, attach the flask to a vertical 
condenser and distill almost 50 cc., or as much of the liquid as 
possible without causing charring. Foaming may be prevented 
by adding a little tannin or a piece of paraffin about the size 
of a pea to the contents of the distillation flask. Cool the distil- 
late, make up to volume with water, mix well, determine the 
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sp. gr. of the liquid very carefully with a pycnometer at standard 
temperature and obtain the corresponding weight of alcohol 
in the 50 ce. of distillate from standard alcohol tables.* Caleu- 
late the percentage by weight of alcohol in the candy filling. 

Coloring Matter.—Proceed as under Coloring Matter in 


Foods (p. 517). 
Metals. Proceed as under Metals in Foods (p. 522). 


REFERENCE.—Association of Official Agricultural Chemists: “Methods of 
Analysis" (1925). 


HONEY 


General.— The Federal Standard for honey (U. S. Department 
of Agriculture Circular 136) requires that it be laevorotatory and 
contain not over 25% of water, not over 0.25% of ash, and not 
over 8% of sucrose. The following methods are the official 
and tentative methods of the Association of Official Agricultural 
Chemists. f 

Preparation of Sample.—(a) LIQUID OR STRAINED HoNEY.— | 
If the sample is free from granulation, mix thoroughly by stirring 
or shaking before drawing the weighed portions for analysis. If 
the honey is granulated, place the container, with the stopper 
loose, in a water bath, and heat at not over 50° C. until the sugar 
crystals dissolve; mix thoroughly, cool, and weigh out portions 
for analysis. If foreign matter is present, such as particles of 
comb, wax, sticks, bees, etc., heat the sample to 40? C. in a water 
bath and strain through cheesecloth before weighing. 

(b) Coms Honry.—Cut across the top of the comb, if sealed, 
and separate completely from the comb by straining through a 40- 
mesh sieve. If portions of the comb or wax pass through the sieve, 
heat the sample as in (a) and strain through a cloth. If the 
honey is granulated in the comb, heat until the wax is liquefied, 
stir, cool, remove the wax and take the clear liquid for analysis. 

Moisture.—Use the method of Drying upon Quartz Sand as 
deseribed on page 560, employing an amount of the sample 
sufficient to give about 1 gram of solids. Add, if necessary, alittle 


* These tables may be found in Association of Official Agricultural Chem- 
ists: "Methods of Analysis," 464—477, (1925); also Leach: “Food Inspection 
and Analysis," 3d ed., 661-674; and Van Nostrand's “Chemical Annual." 

+See its “Methods of Analysis” 199, (1925). 
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water to incorporate the honey thoroughly with the sand. Dry 
at 70° C. under a pressure of not over 100 mm. of mercury. 

Ash.—Weigh 5-10 grams into a weighed platinum dish, add 
& few drops of pure olive oil to prevent spattering, heat 
carefully till swelling ceases and then ignite to a white ash 
at not above dull redness. 

Soluble and Insoluble Ash.—Add water to the ash in the plat- 
inum dish, heat nearly to boiling, filter through an ashless filter 
paper, and wash with hot water until the combined filtrate and 
washings measure about 60 cc. Return the filter paper and 
contents to the dish, ignite carefully, cool, and weigh. Calcu- 
late the percentages of water-soluble and water-insoluble ash. 

Alkalinity of Soluble Ash.—Cool the filtrate from the above 
determination and titrate with 0.1 N HCl and methyl orange. 
Express the alkalinity in terms of cc. of normal acid per 100 
grams of the sample. 

Polarization.—DrinEcT POLARIZATION.—(a) Immediate Direct 
: Polarization.—Transfer 26 grams of the honey to a 100-cc. volu- 

metric flask with water, add 5 ec. of alumina cream, dilute to the 
mark with water at 20? C., filter and polarize immediately in a 
200-mm. tube. 

(b) Constant Direct Polarization.—Pour the solution from the 
tube used in reading (a) back into the flask, stopper, and let stand 
24 hours, or complete the mutarotation as described on page 548. 
Then again polarize the solution at 20? C. in a 200-mm. tube. 

(c) Mutarotation.—The difference between (a) and (b) gives 
the mutarotation or birotation. 

(d) Direct Polarization at 87° C.—Polarize the solution obtained 
in (b) at 87° C. in a jacketed 200-mm. tube. 

INVERT PoLARIZAaTION.—(a) At 20° C.—Invert with HCl 
50 ec. of the solution (obtained under Direct Polarization above) 
as described on page 548 under the Determination of Sucrose 
in the Absence of Raffinose, and polarize at 20° C. in a 200-mm. 
tube. 

(b) At 87° C.—Polarize the above solution also at 87? C. in a 
200-mm. metal tube, preferably of silver. 

Reducing Sugars.— Dilute 10 ec. of the solution used for direct 
polarization to 250 cc. Pipette out 25 cc. and determine the 
reducing sugars by the Munson and Walker or the Allihn method 


572 TECHNICAL METHODS OF ANALYSIS 


as described on pages 551 and 556 and calculate the result to 
percentage of invert sugar. 

Sucrose.— Take 10 cc. of the solution obtained for invert 
polarization, dilute with a small amount of water, neutralize 
with Na;CO;, and make up to 250 cc. with water. Pipette 50 cc. 
of this solution and determine the total sugars as reducing sugars 
by the Munson and Walker method. Calculate to invert sugar. 
Deduct the percentage of invert sugar obtained previously and 
multiply the difference by 0.95. The result is the percentage of 
sucrose. 

Levulose.— Multiply the direct polarization reading at 87° C. 
by 1.0315 and subtract the product from the constant direct 
polarization at 20? C.; divide the difference by 2.3919 to obtain 
the grams of levulose in the normal weight (26 grams) of honey. 
From this figure caleulate the percentage in the original sample. 

Dextrose.—Subtract the percentage of levulose above deter- 
mined from the percentage of invert sugar found under Reducing 
Sugars, to obtain the approximate percentage of dextrose. 

The dextrose can be determined more accurately by multi- 
plying the percentage of levulose by the factor 0.915, which gives 
its dextrose equivalent in copper reducing power. Subtract this 
figure from that of the reducing sugars calculated as dextrose, to 
obtain the percentage of dextrose in the sample. 


Norr.—Owing to the difference in the reducing powers of different sugars, 
the sum of the dextrose thus found and the levulose as calculated above will 
be greater than the total amount of invert sugar obtained under Reducing 
Sugars. 


Dextrin (Approximate).—Transfer 8 grams of the sample (4 
grams in the case of dark-colored honey-dew honey) to a 100-cc. 
volumetric flask (using not more than 4 cc. of water) by letting 
the sample drain from the weighing dish into the flask and then 
dissolving the residue in 2 ec. of water. After adding this 
solution to the contents of the flask, rinse the weighing dish with 
two Lee portions of water, adding a few cc. of absolute alcohol 
each time before decanting. Fill the flask to the mark with 
absolute alcohol, shaking constantly. Set the flask aside until 
the dextrin has collected on the sides and bottom and the liquid 
is clear. Decant the clear liquid through a filter paper and wash 
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the residue in the flask with 10 cc. of 95% alcohol, pouring the 
washings through the same filter. Dissolve the dextrin in the 
flask with boiling water and filter through the filter paper already 
used, receiving the filtrate in a tared dish, prepared as described 
on page 560, under Drying upon Quartz Sand. 

Rinse the flask and wash the filter several times with small 
portions of hot water, add the washings to the tared dish, and 
evaporate the whole on a water bath. Dry to constant weight 
at 70° C. under a pressure not greater than 100 mm. of mercury. 

After determining the weight of the alcohol precipitate, dis- 
solve the latter in water and make up to definite volume, using 
50 ec. of water for each 0.5 gram of precipitate or part thereof. 
Determine the reducing sugars in the solution, both before and 
after inversion, by the Munson and Walker method, expressing 
results as invert sugar. Calculate the sucrose from the results 
thus obtained and subtract the sum of the reducing sugars before 
inversion and of the sucrose from the weight of the total alcohol 
precipitate to obtain the weight of the dextrin. 

Free Acid.—Dissolve 10 grams of honey in water and titrate 
with 0.1 N NaOH and phenlophthalein. Express results in terms 
of ee of 0.1 N NaOH required to neutralize 100 grams of the 
sample. 

Commercial Glucose.—QuALITATIVE Trst.—Dilute the honey 
with an equal volume of water, then add a few cc. of iodine solu- 
tion (1 gram of iodine, 3 grams of KI, 50 cc. of water). In the 
presence of commercial glucose the solution turns red or violet, 
the depth and character of the color depending upon the quality 
and nature of the glucose employed. A blank test with a pure 
honey of about the same color should be made in order to secure 
an accurate color comparison. Should the honey be dark and the 
percentage of glucose very small, precipitate the dextrin which 
may be present by adding several volumes of 95% alcohol. Let 
stand until the precipitate settles (do not filter), decant the 
liquid, dissolve the residue of dextrin in hot water, cool and apply 
the above test to this solution. A negative result is not proof of 
the absence of commercial glucose, as some glucose, especially 
of high conversion, does not give any reaction with iodine. 

QUANTITATIVE DETERMINATION.—An approximate determina- 
tion can be made by Browne’s formula as follows: Multiply the 
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difference in the polarizations of the invert solution at 20° C. 
and at 87° C. by 77 and divide this product by the percentage of 
invert sugar found after inversion in the sample. Multiply the 
quotient by 100 and divide the product by 26.7, to obtain the 
percentage of honey in the sample. 100% minus the percentage 
of honey gives the percentage of glucose. 

Commercial Invert Sugar.—Resorcin Txrst.—Dissolve 1 
gram of resorcin in 100 ec. of conc. HCl. Introduce 10 cc. of a 
50% honey solution into a test-tube and add 5 cc. of ether. Shake 
gently and let stand for some time until the ether layer is clear. 
Transfer 2 cc. of this clear ether solution to a small test-tube and 
add a large drop of the fresh resorcin solution. Shake and note 
the color immediately. In the presence of commercial invert 
sugar, the resorcin assumes immediately a cherry-red colar. 
Yellow to salmon shades have no significance. 

FEDER ANILINE CHLORIDE Trst.—To 100 cc. of c. P. aniline 
add 30 cc. of 25% HCl. Introduce 5 grams of the honey into 
a porcelain dish and add 2.5 cc. of the fresh aniline reagent. A 
bright orange-red color, turning dark red, indicates the presence 
of commercial invert sugar. Yellow to salmon shades have no 
significance. 


Notr.—The resorcin test may be applied to all types of honey, but the 
aniline chloride test is of no value in the case of dark-colored honey. When 
the above tests are positive they can be considered conclusive evidence of 
the presence of commercial invert sugar in honey, provided the honey has 
not been stored for some length of time after having been heated to tempera- 
tures of 160? F. or more; but negative results are not conclusive evidence of 
the absence of commercial invert sugar. 


Diastase.—Mix 1 part of honey with 2 parts of sterile water. 
Treat 10 ec. of this solution with 1 cc. of 1% soluble starch solu- 
tion and digest at 45? C. for an hour. At the end of this time 
test the mixture with 1 cc. of iodine solution (1 gram of iodine, 
2 grams of KI, 300 cc. of water). Treat another 10-cc. portion of 
the honey solution, mixed with 1 ec. of the soluble starch solution, 
without heating to 45? C., with the reagent and compare the 
colors produced. If the original honey had not been heated 
sufficiently to kill the diastase, an olive-green or brown coloration 
will be produced in the mixture that has been heated at 45? C. 
Heated or artificial honey becomes blue. 
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MAPLE PRODUCTS 


General.—The procedures given herewith are the tentative 
methods of the Association of Official Agricultural Chemists. * 

Preparation of Sample.—(A) Matt Syrur.—For Moisture 
Determination.—If the sample contains no crystallized sugar or 
other sediment, mix thoroughly by shaking. If crystallized 
sugar is present, redissolve it by heating. If other sediment is 
present, decant the clear syrup, filtering through cotton wool 
if necessary. 

For Other Determinations.—Transfer about 100 cc. of a uniform 
mixture of the sample (including any sediment present) to a 
casserole or beaker, add { its volume of water, boil to a tempera- 
ture of 104? C., and filter hot through a plug of cotton wool. 
Determine moisture in this prepared sample as directed below 
and calculate all other determinations to a moisture-free basis. 

(B) Marie Sucar, Marie Paste, ETC.—For Moisture Deter- 
mination.—Grind in a mortar, if necessary, and mix thoroughly. 

For Other Determinations.—Prepare a syrup by dissolving about 
100 grams of the sample in about 150 cc. of hot water, boil to a 
temperature of 104? C. and filter through cotton wool. Deter- 
mine molsture in the prepared syrup as directed below and 
calculate all other determinations to a moisture-free basis. 

Moisture.—Use a quantity of the sample, prepared as directed 
above, sufficient to give about 1 gram of solids, and follow the 
method for Drying upon Quartz Sand (p. 560). 

Polarization.—(A) Direct AT 20? C.; (B) InverT AT 20? C.— 
Make these determinations as described under the determination 
of Sucrose in the Absence of Raffinose by Polarization before and 
after Inversion with HCl (p. 548). 

(C) Invert AT 87? C.—Proceed as described under Com- 
mercial Glucose, Method 2 (p. 566). 

Reducing Sugars as Invert Sugar.—(A) BEFORE INVERSION.— 
Proceed as directed on page 551, using the Munson and Walker 
method. Employ an aliquot of the solution used for the direct 
polarization (as above) and use only neutral lead acetate for 
clarification. 

(B) AFTER InversioN.—Proceed as above, using an aliquot of 
the solution used for the invert polarization. 

* “Methods of Analysis” 202 (1925). 
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Sucrose.—Follow the procedure for Sucrose in Fruits and 
Fruit Products (p. 585). 

Total Ash.—Heat 5 grams of the syrup, prepared as previously 
described, in a 50-100-cc. platinum dish over a low flame until 
completely charred. Transfer to a muffle and heat at low red- 
ness (not over 550? C.) until a white ash is obtained. If it is 
difficult to burn off all the carbon, cool the dish and contents, 
add about 1 cc. of water, evaporate to dryness and return the 
dish to the muffle. To the cooled ash add about 1 gram of 
ammonium carbonate, free from non-volatile matter, and 0.5- 
1.0 cc. of water. Evaporate to dryness, reheat in the muffle 
for 1-2 minutes, cool in a desiccator and weigh. 

Soluble and Insoluble Ash.—See page 564. 

Alkalinity of Soluble and Insoluble Ash.—See page 564. 

Lead Number (Winton).—REaAGENT: Standard Basic Lead 
Acetate Solution—Boil 430 grams of neutral lead acetate and 
130 grams of PbO for 30 minutes (or in place of these, 560 grams 
of Horne's dry basic lead acetate) with 1 liter of water, cool, let 
settle and dilute the supernatant liquid to sp. gr. 1.25. Toa 
measured amount of this solution add 4 volumes of water and 
filter if not perfectly clear. The solution should be standardized 
each time a set of determinations is made. 

DETERMINATION OF LEAD IN THE BLANK.—Transfer 25 cc. 
of the standard basic lead acetate to a 100-cc. volumetric flask, 
add a few drops of acetic acid and make up to the mark with 
water. Shake and determine PbSO, in 10 ce. of the solution, as 
directed below. The use of the acetic acid is imperative in this 
case to keep the lead in solution when the reagent is diluted with 
water. 

DETERMINATION.—Transfer 25 grams of the sample to a 
100-ce. volumetric flask by means of water. Add 25 ec. of the 
standard basic lead acetate and shake; fill to the mark, shake and 
let stand for at least 3 hours before filtering. Pipette 10 cc. of 
the clear filtrate into a 250-cc. beaker, add 40 ec. of water and 1 cc. 
of conc. H580,, shake and add 100 cc. of 95% alcohol. Let stand 
overnight, filter on a weighed Gooch crucible, wash with 95% 
alcohol, dry in a water oven, and ignite in a muffle or over a Tirrill 
burner. Apply the heat gradually at first, and if a flame is used, 
set the Gooch crucible inside of a platinum crucible. Cool and 
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weigh. Subtract the weight of PbSO, so found from the weight 
of PbSO, found in the blank above and multiply by the factor 
27.33. The use of this factor gives the lead number directly 
without the various calculations otherwise required. 

Malic Acid Value (Cowles Method).—Weigh 6.7 grams of the 
sample into a 200-cc. beaker, add 5 ec. of water, then 2 cc. of a 
10% calcium acetate solution and stir. Add gradually, and with 
constant stirring, 100 cc. of 95% alcohol, and agitate the solution 
until the precipitate settles; or let stand until the supernatant 
liquid is clear. Filter off the precipitate and wash with 75 ce. 
of 85% alcohol. Dry the filter paper and ignite in a platinum 
dish. Add 10 cc. of 0.1 N HCl and warm gently until all the lime 
dissolves. Cool and titrate back with 0.1 N NaOH and methyl 
orange. The difference in cc. divided by 10 represents the malic 
acid value of the sample. Previous to use the reagents should 
be tested by a blank determination and any necessary corrections 
applied. 

Metals.—See page 522. 


Notr.—The Federal standard (U. S. Dept. of Agr. Circ. 136) requires that 
maple syrup shall contain not more than 35% of water and shall weigh not 
less than 11 pounds per gallon of 231 cubic inches. 


TOMATO PRODUCTS 


General.—Usually the basis of judging the quality of tomato 
paste products is its bacteriological condition. The U.S. Federal 
Standards are as follows: 


Maximum 
Molds, percentage of fields mokis iier e gi: 66 
Weastiandsspores im er EE 125 
EE EEN Zen 200 , 000 , 000 


For certain purposes, however, chemical tests are desirable. 
The following procedures, unless otherwise indicated, are the 
official methods of the Association of Official Agricultural Chem- 
ists, as published in its ‘‘ Methods of Analysis," page 220 (1925). 

Preparation of Sample.—Shake the unopened container thor- 
oughly to incorporate any sediment, then transfer the entire 
contents to a large glass or porcelain dish and mix thoroughly, 
continuing the stirring for at least 1 minute. Transfer the well- 
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mixed sample to a glass-stoppered container and shake or stir 
thoroughly each time before removing portions for analysis. 

Total Solids (Tentative)..—Weigh 5 grams of the sample into a 
flat-bottomed dish having a diameter of about 6 cm., spread the 
sample in a thin layer, evaporate to dryness on the steam bath, 
and dry at 70? C. for 4 hours at a pressure of not over 100 mm. 
of mercury. 

Insoluble Solids (Tentative).—Wash 20 grams of the sample 
repeatedly with hot water, centrifugalizing after each addition of 
water and pouring the clear, supernatant liquid through a tared 
triple filter paper on à Büchner funnel. After 4 or 5 washings 
transfer the remaining insoluble matter to the filter, dry for 2 
hours at 100? C., cool in a desiccator and weigh rapidly. The 
paper used should be dried previously for 2 hours at 100? C., 
cooled in a desiccator and weighed. A cylinder, 1-14 inches in 
diameter and 5-6 inches long, is convenient for washing and 
centrifugalizing. 

Soluble Solids (Tentative).—Subtract the percentage of 
insoluble solids from the total solids to obtain the percentage of 
soluble solids. 

Sand (Tentative).—Weigh 100 grams of the well-mixed sample 
into a 2-3-liter beaker, nearly fill the beaker with water, and mix 
the contents thoroughly. Let stand 5 minutes and decant the ` 
supernatant liquid into a second beaker. Refill the first with 
water and again mix the contents. After 5 minutes more decant 
the second beaker into a third, the first into the second, refill and 
again mix the first. Continue this operation, decanting from the 
third beaker into the sink until the lighter material is washed 
from the sample. Then collect the sand from the 3 beakers on a 
tared Gooch crucible, dry, ignite and weigh. 


Norr.—Attention is especially called to the fact that under Sand only the 
figure obtained by this method should be reported. The results obtained 
by the determination of ash insoluble in HCl are not applicable to the deter- 
mination of sand, since the sand is so unevenly distributed that reliable 
results can be obtained only by taking a larger sample than is possible in 
the determination of ash. 


Ash.—Evaporate 10 grams of the sample in a platinum dish to 
dryness on à water bath and ignite at a low heat not to exceed 
dull redness. If a carbon-free ash cannot be obtained, exhaust 
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the charred mass with hot water, filter, burn the insolube matter 
in the dish till white or nearly so, and then add the filtrate to the 
ash, evaporate to dryness, heat to low redness till white or 
grayish white, cool in a desiccator and weigh. 

Alkalinity of Ash.—Add to the ash in the platinum dish a 
measured excess of 0.1 N HCl, warm on the steam bath, cool, 
add a few drops of methyl orange indicator and titrate the 
excess of acid with 0.1 N NaOH. Express the alkalinity as the 
number of cc. of normal acid required to neutralize the ash from 
100 grams of the sample. 

Sodium Chloride.—Determine Cl either gravimetrically as 
AgCl or volumetrically by the Volhardt method (p. 584), using 
a HNO; solution of the ash. Calculate the percentage of NaCl. 

CALCULATION.—AgCl X 0.4078 = NaCl. 

1 ec. 0.1 N AgNO; —0.005845 gram NaCl. 

Reducing Sugars before Inversion.—Weigh 20 grams of the 
sample into a 200-cc. volumetric flask, dilute with about 100 ce. 
of water, clarify with a slight excess of neutral lead acetate 
solution, dilute to the mark and filter. Remove the excess of 
Pb with anhydrous Na:C:20, or K2C204. Filter and determine 
reducing sugars by the Munson and Walker procedure as described 
on page 551. Express the result as percentage of invert sugar. 

Reducing Sugars after Inversion.— Transfer 50 cc. of the filtrate 
obtained above to a 100-ce. volumetric flask, add 5 cc. of conc. 
HCl and let stand overnight. (If the temperature is above 
25? C., 10 hours is sufficient.) Nearly neutralize with NaOH 
solution, eool, dilute to the mark and determine reducing sugars 
in an aliquot by the Munson and Walker method. Express 
the result as percentage of invert sugar. 

Sucrose.—Deduct the percentage of invert sugar obtained 
before inversion from that obtained after inversion, and multiply 
the difference by 0.95. Report the result as Sucrose. 

Total Acids.—Dilute 5 grams of the sample with recently 
boiled and cooled water until it appears very slightly colored 
(about 250 cc.), and titrate with 0.1 N NaOH and phenol- 
phthalein. Express the result as anhydrous Citrie Acid. 

CALCULATION.—1 cc. 0.1 N NaOH =0.0064 gram H3C&H50;. 

Volatile Acids.—Introduce 25 grams of the sample into the 
inner tube of a modified Sellier distillation apparatus as shown in 
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Fig. 33. Add a small piece of paraffin to prevent foaming and 
adjust the tube and its contents in place within the larger flask, 
which contains about 200 cc. of recently boiled water. Connect 
the condenser as shown in the figure and distill by heating the 
outer flask. When about 100 
ec. of the distillate have been 
collected, empty the receiver 
into a beaker and titrate with 
01 N NaOH and phenol- 
phthalein. Continue the dis- 
tillation and titrate each suc- 
ceeding 10 cc. of distillate 
until not more than 1 drop of 
Fra. 33.—Sellier Apparatus for the Deter- EE 

EE quired to reach the neutral 

point. Reserve the neutral- 

ized distillate for the detection of butyric acid and calculate the 
titration to acetic acid. 

CALCULATION.—1 cc. 0.1 N NaOH =0.0060 gram acetic acid. 

Butyric Acid (Qualitative Test, Tentative).—Evaporate the 
neutralized distillate, obtained above in the determination of 
Volatile Acids, to dryness on the steam bath. Decompose the 
residue with about 5 cc. of 10% HSO, and note whether the 
characteristic odor of butyric acid is evolved. 

Fixed Acids.—Multiply the percentage of volatile acids by 
1.067 and subtract the product from the percentage of total acids 
to obtain the percentage of fixed acids as citric acid. 


FRUITS AND FRUIT PRODUCTS 


General.—The following procedures are the official and tenta- 
tive methods of the Association of Official Agricultural Chemists. 

Preparation of Sample.—All samples received in open packages 
(2.e., not in sterile condition) must be transferred without delay 
to glass-stoppered containers and kept in a cool place. The 
determinations of aleohol, total and volatile acids, solids and 
sugars, particularly in the case of fruit juices and fresh fruits, 
should be made at once, as fermentation is likely to begin very 
soon. Portions for determinations of sucrose and reducing 
sugars may be weighed and, after adding the slight excess of 


ANALYSIS OF FOODS 581 


neutral lead acetate solution required in the determination, 
may be kept without fermenting for several days if desired. The 
various products are prepared for analysis as follows: 

(a) Juices.—Mix thoroughly by shaking to insure uniformity 
in sampling. Remove any extraneous matter by decantation or 
by filtering through previously washed and dried muslin. Fresh 
juices may be prepared by pressing the well-pulped fruit in a 
jelly bag and filtering through muslin. In the case of citrus 
fruit, express the juice by means of one of the common devices 
for squeezing oranges or lemons and strain the expressed juice 
through muslin. 

(b) Jellies and Syrups.—Mix thoroughly to insure uniformity 
in sampling. Weigh 300 grams into a 2000-cc. volumetric flask 
and dissolve in water, heating on the steam bath if necessary. 
Use as little heat as possible to minimize inversion of the sucrose. 
Cool, dilute to the mark with water, mix thoroughly, and use 
aliquots for the various determinations. If insoluble material 
is present, mix thoroughly and filter before removing the aliquots. 

(c) Fresh, Canned, or Dried Fruits; Jams, Marmalades, and 
Preserves.—Pulp by grinding in a large mortar or by passing 
through a food chopper and mix thoroughly. Complete this as 
quickly as possible to avoid loss of moisture. In the case of 
stone fruits, remove the pits and determine their proportion in a 
weighed sample. In the case of canned fruits, it is often sufficient 
merely to examine the syrup in which the fruits are preserved. 
In such cases separate the liquor by draining and treat as pre- 
scribed for juices. 

Weigh 300 grams of the well-pulped and mixed sample into 
a 1.5-2-liter beaker, add about 800 cc. of water and boil for 1 
hour, replacing at intervals the water lost by evaporation. 
Transfer to a 2-liter volumetric flask, cool, dilute to volume, mix 
and filter. 

Alcohol.—Determine the alcohol in 50 grams of the original 
material as described on page 569 under Alcohol in Syrups used 
in Confectionery. 

Total Solids.—J uices, Jellies, and Syrups, Containing No 
Insoluble Matter.—Proceed as directed on page 559 under 
Moisture in Massecuites (Drying upon Pumice Stone), employing 
the sample prepared as directed above under (a) or (b). 
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Fresh and Canned Fruits, Jams, Marmalades, and Preserves 
(Insoluble Matter Present).—Weigh accurately about 20 grams of 
pulped fresh fruit, or such an amount of fruit products as will 
give not more than 3-4 grams of dried material, into a large 
flat-bottomed dish. If necessary to secure a thin layer of the 
material, add a few cc. of water and mix thoroughly. Dry at 
70° C. under a pressure of not over 100 mm. of mercury until 
consecutive weighings made at intervals of 2 hours do not vary 
more than 3 mg. 


Norr.—Certain State and Federal regulations require moisture in dried 
apples to be determined by drying 4 hours at the temperature of boiling 
water.* 


Water-insoluble Solids.—Weigh 25 grams of the prepared 
sample into a 400-cc. beaker, add 200 cc. of water, cover, heat 
to boiling, and boil vigorously for 30 minutes, replacing at inter- 
vals the water lost by evaporation. Filter the solution through 
a coarse 15-cm. qualitative filter paper which has been previously 
dried and weighed in à low-form weighing bottle. Wash the 
residue and paper with hot water until the washings are colorless 
and no longer acid to litmus. Dry the paper and residue in the 
weighing bottle to constant weight at 100-105? C. Calculate 
the increase in weight to percentage of water-insoluble solids. 
Save the filtrate and washings for determination of Alcohol 
Precipitate. 

Total Ash.—Determine the ash as follows, using 10 grams of 
jellies, syrups, preserves, jams, marmalades, and dried fruits; 
or 25 grams of juices, fresh or canned fruits: 

Char the material in à weighed platinum dish and burn until 
free from carbon at a low heat not exceeding dull redness. Ifa 
carbon-free ash cannot be thus obtained, exhaust the charred 
mass with hot water, collect the insoluble residue on a filter, burn 
the latter until the ash is white or nearly so, and then cool, add 
the filtrate to the ash and evaporate to dryness. Heat to low 
redness until the ash is white or grayish white; cool in a desiccator 
and weigh. 


* For the official method of the Association of Official Agricultural 
Chemists for determining moisture in dried fruits in general see its ‘‘ Methods 
of Analysis,” 209 (1925). 
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If the ash of the water-soluble portion only is desired, evapo- 
rate to dryness 100 cc. of the solution prepared as described under 
Preparation of Sample and then ash as directed. l 

Alkalinity of Ash.—Into the dish containing the ash introduce 
a measured excess of 0.1 N HCI, warm on the steam bath, cool, 
add a few drops of methyl orange indicator and titrate the excess 
of acid with 0.1 N NaOH. Express the result as the number of 
cc. of normal acid required to neutralize the ash from 100 grams 
of the sample. This figure divided by 100 is the Alkalinity 
Number. Save the titrated solution for the sulfur determination. 

Sulfur in Ash.—Add 5 cc. of dil. HCl (1:3) to the previous 
titrated solution; evaporate to dryness and heat for 1 hour at 
110° C. to dehydrate any SiO». Take up in 5 cc. of dil. HCl 
(1:3), filter and wash the paper thoroughly with hot water. 
Heat the filtrate to boiling and add, drop by drop, 3 cc. of 10% 
BaCl: solution. Evaporate to 100 cc. and let stand overnight. 
Filter on a weighed Gooch crucible or small quantitative filter 
paper, wash with hot water until the filtrate is free from Cl, dry, 
ignite, cool, and weigh as BaSO,. As the amount of precipitate 
is small, unusual care should be taken in this determination and 
it should be run in duplicate. Report the result as parts of sulfur 
per 100,000 parts of the original sample and also as percentage 
of S in the ash. 

CALCULATION.—B280,X 0.1373 — 8. 

Total Sulfur.*—In a casserole as large as can be placed in the 
electric muffle furnace available, place 1-3 grams of MgO (1 
gram for fruit juices, 3 grams for heavily sugared products and 
for dried fruits), 1 gram of powdered sucrose, and 50 cc. of conc. 
HNO;. Then add 5-10 grams of the prepared sample. Place 
the same quantities of the reagents in another casserole for a 
blank. Evaporate on the steam bath to a pasty consistency. 
Place the casserole in a cold electric muffle and gradually heat to 
not above dull redness until all oxides of nitrogen fumes have been 
driven off. All organic matter will have been destroyed. Cool, 
dissolve in dil. HCI (1 : 3), and filter. Adjust the acidity so that 
the solution contains 0.5-1 gram of free HCl, heat to boiling, and 
add slowly 3 ec. of a 10% BaCl: solution. Evaporate to 100 cc., 
let stand overnight, filter, wash, ignite, and weigh as BaSO.. 

* For sulfured products and for samples containing little ash. 
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Correct the result for the BaSO, obtained in the blank and report 
as parts of sulfur per 100,000 parts of the original material. The 
determination should be made in a room free from sulfur fumes. 

CaLCULATION.—Ba804X 0.1373 — 8. 

Chlorides.—Ignite a weighed quantity of the sample as 
directed above under Total Ash. Add a slight excess of dil. 
HNO; (1:9), warm on the steam bath, filter and wash thor- 
oughly with hot water. In the combined filtrate and washings 
determine the Cl either gravimetrically, weighing as AgCl, or by 
the Volhardt Method of titrating with 0.1 N AgNO; as follows: 

To the solution, somewhat acid with HNO;, add à measured 
amount of 0.1 N AgNO; in slight excess. Stir well, filter and 
wash the AgCl precipitate thoroughly with cold water. To the 
combined filtrate and washings add 5 cc. of ferric nitrate indi- 
cator solution (p. 12) and titrate the excess of AgNO; with 0.1 N 
sulfocyanate solution until a permanent light brown color appears. 
From the amount of 0.1 N AgNO; consumed calculate the amount 
of Cl in the sample. 

CALCULATION.—1 cc. 0.1 N AgNO;-— 0.00355 gram Cl. 

Total Acidity.—Dilute 10 grams of juice, prepared as directed 
under Preparation of Sample (a), or 25 ec. of the solution pre- 
pared as under (b) or (c), with recently boiled water to about 
250 cc., or less if the sample is not highly colored. Titrate with 
0.1 N NaOH and phenolphthalein. In the case of highly colored 
products use azolitmin solution or phenolphthalein powder on a 
spot plate instead of phenolphthalein solution. Report the 
results as cc. of normal alkali per 100 grams or 100 cc. of the 
original material; or calculate the results as malic, citric, or tar- 
taric acid, specifying the acid and expressing results in percentage 
or in grams per 100 ce. 

CALCULATION.— 


1 ec. 0.1 N NaOH =0.0075 gram tartaric acid (anhydrous). 
=0.0067 gram malic acid. 
=0.0064 gram citric acid (anhydrous). 


NomES.—(1) The azolitmin solution should be neutral and of 0.05% 
strength. Place the azolitmin in the cavities of a spot plate and spot the 
solution under titration into it. The end-point is reached when the color 
of the indicator remains unchanged by the addition of a few drops of 0.1 N 
alkali to the solution under titration. 


ANALYSIS OF FOODS 585 


(2) The phenolphthalein powder is made by mixing 1 part of phenol- 
phthalein with 100 parts of dry, powdered K;SO,. Place this indicator in the 
cavities of a spot plate and flow the solution into it. The end of the titra- 
tion is indicated when the powder acquires a pink tint. 


Volatile Acids.— This determination is seldom required. When 
necessary it should be conducted according to the procedure 
deseribed under Volatile Acids in Tomato Products (p. 579), 
employing 10 grams of the sample, diluted to 25 cc. 

Free Mineral Acids.—Use any one of the 3 following methods: 

Logwood M ethod.—Pour 100 cc. of boiling water upon 2 grams 
of fresh logwood chips, let the infusion stand a few hours and 
filter. Place several drops of the liquid on a porcelain surface 
and dry on the water bath. Add to one of the spots a drop of 
the fruit material to be tested (after concentration if desirable) 
and evaporate to dryness. A yellow tint remains if free mineral 
acids are absent, a red tint if they are present. 

Methyl Violet Method.—Add 5-10 cc. of water to the fruit prod- 
uct and after mixing well add 4 or 5 drops of methyl violet 
solution (1 part of Methyl Violet 2B in 10,000 parts of water). 
A blue or green coloration indicates the presence of free min- 
eral acid. 

Quantitative Hehner Method.—To a measured amount of the 
sample add a measured excess of standard alkali, evaporate to 
dryness, incinerate and titrate the ash with standard acid and 
methyl orange. The difference between the number of cc. of 
alkali first added and the number of cc. of acid needed to titrate 
the ash represents the free mineral acid present. 

Protein.— Determine the nitrogen by the Kjeldahl, Gunning or 
Kjeldahl-Gunning-Arnold method. Use 5 grams of jelly or 
other fruit product containing a large amount of sugar, or 10 
grams of juice or fresh fruit, and a larger quantity of the H2SO, 
if necessary for complete digestion. Multiply the percentage 
of N by 6.25 to obtain the percentage of protein. 

Sucrose.—Use either of the following methods: 

(a) By Polarization.—Determine sucrose by polarizing before 
and after inversion as directed on page 548. 

(b) By Reducing Sugars before and after Inversion.—Clarify 
with neutral lead acetate and determine reducing sugars by the 
Munson and Walker method (p. 551) and calculate to invert 
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sugar. Then invert the solution as directed on page 549 (Deter- 
mination of Sucrose in the Absence of Raffinose by Polarization 
before and after Inversion with HCl), exactly neutralize the 
acid and again determine reducing sugars and calculate them to 
invert sugar from the Munson and Walker table, using the 
invert sugar column alone. Deduct the percentage of invert 
sugar obtained before inversion from that obtained after inver- 
sion and multiply the difference by 0.95 to obtain the percentage 
of sucrose. The solutions should be diluted in both determina- 
tions so that not more than 240 mg. of invert sugar are present 
in the amount taken for reduction. It is important that all Pb 
be removed from the solution with anhydrous powdered K2C204 
or Na2COs; before reduction. 

Reducing Sugars.—Determine reducing sugars by the Munson 
and Walker method as above referred to and express results 
as invert sugar. 

Commercial Glucose.—Follow the procedure for Commercial 
Glucose in Sugar Products (p. 566), using Method 2. 

Dextrin.— Dissolve 10 grams of the sample in a 100-ce. volu- 
metric flask, add 20 mg. of KF and then about } of a cake of 
compressed yeast. Let the fermentation proceed below 25° C. 
for 2-3 hours to prevent excessive foaming, and then incubate 
at 27°-30° C. for 5 days. At the end of that time clarify 
with basic lead acetate solution and alumina cream, make up to 
100 cc., filter and polarize in a 200-mm. tube. A pure fruit 
jelly wil! show a dextro- or laevo-rotation of not more than a few 
tenths of a degree. If a polariscope having the Ventzke scale is 
used and a 10% solution is polarized in a 200-mm. tube, the 
number of degrees read on the sugar scale of the instrument, 
multiplied by 0.8755, will give the percentage of dextrin. Or the 
following formula may be used: 


CX100 ` 
198 XLX W’ 
in which C = degrees of circular rotation; 


L —length of tube in decimeters; 
and W — weight of sample in 1 ce. 


Percentage of dextrin = 


Alcohol Precipitate.—To 100 cc. of a 15% solution of jelly or 
diluted syrup, obtained as under Preparation of Sample above, or 
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of the washings from the determination of Water-insoluble 
Solids, add 4-8 grams of sucrose, if sugar is not already present, 
and evaporate to about 20 cc. If water-insoluble matter sepa- 
rates during evaporation, add more sugar. Cool to room tem- 
perature and add slowly, with constant stirring, 200 ec. of 95% 
alcohol. Let stand at least 1 hour, filter on a 15-cm. qualitative 
paper and wash with 95% alcohol. Wash the precipitate 
back into the original beaker with hot water, rinsing the filter 
paper thoroughly. Evaporate the solution to about 20 cc. and 
add 5 ec. of dil. HCl (1:2.5). If water-insoluble matter separates, 
stir well and warm slightly if necessary to dissolve it. Again 
precipitate with 200 cc. of 95% alcohol, let stand 1 hour and 
filter. Wash the precipitate thoroughly with 95% alcohol to 
remove all HCl. Rinse the precipitate with water from the paper 
into a platinum dish, evaporate to dryness on the steam bath and 
dry to constant weight at 100° C. Then ignite and weigh 
again. Report the loss by ignition as Alcohol Precipitate. 

NorE.—Sinee the precipitate is often colorless and nearly invisible, care 
must be taken not to lose any during the operations of dissolving and trans- 
ferring. If the quantity, as indicated by its volume in the first precipitation, 
is not excessive, the second filtration may be made through a Gooch crucible 
containing a thin asbestos mat. 


Starch (Qualitative Test).—Dilute a portion of the sample 
with water, heat nearly to boiling, add several cc. of dil. H50, 
(1:9) and then KMnO, solution until all color is destroyed. 
Starch remains unaffected. Cool and test with dilute iodine 
solution (blue color). The presence of starch is not necessarily 
an indication of its addition as an adulterant. It is usually 
present in small amount in the apple, and occasionally in other 
fruits, and unless it is found in the fruit product in considerable 
amount its presence may be due to these natural sources. 

Gelatin (Qualitative Test)—The presence of gelatin in jellies 
and jams is shown by the increased content of nitrogen. Pre- 
cipitate a concentrated solution of jelly or jam with 10 volumes of 
absolute alcohol and determine N in the dried precipitate as 
previously directed under Protein. 

Agar-agar (Qualitative Tests). — Microscopic EXAMINATION.— 
Heat the jelly with dil. HSO, (1:18), add a crystal of KMnO, 
and let settle. If agar-agar is present, the sediment will be rich 
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in diatoms which may be detected by the microscope. The 
diatoms adhere to the glass and are best obtained by pouring 
out the liquid, washing the glass with 2 or 3 drops of aleohol and 
transferring the alcohol to a microscopic slide by means of a 
glass rod. 

By PnEciPrTATION.— Cover 30 grams of jam or jelly with 270 cc. 
of hot water, stir until thoroughly disintegrated and boil for 3 
minutes. Filter immediately, while still boiling hot, through a 
rapid filter paper. In the presence of agar-agar a precipitate 
will form upon standing not longer than 24 hours. Filter, wash 
with cold water, and dissolve from the paper with a very small 
amount of boiling water. Upon chilling this hot water solution 
a firm jelly will be formed that can be examined by touch. This 
method will detect 0.2% of agar-agar with certainty if the 
proportions of jam or jelly and water are strictly observed. 

Metals.— Proceed as directed on pages 522-527. 

Preservatives.— Proceed as directed on pages 530-541. 

Coloring Matters.— Proceed as directed on pages 517-522. 

Sweetening Substitutes.— Proceed as directed for Artificial 
Sweeteners on page 541. 


REFERENCE.—Association of Official Agricultural Chemists: “Methods of 
Analysis," 209-218 (1925). 


BUTTER AND BUTTER SUBSTITUTES 
(BUTTERINE, OLEOMARGARINE, ETC.) 


General.—Butter fat is the fat of milk or butter. It has a 
peculiar and complex composition, the characteristic constituent 
being the radicle of butyric acid. Butter consists of a mixture 
of about 80-90% of butter fat with variable proportions of water, 
curd and salt. Coloring matter is often added and Na;CO; 
is sometimes employed to prevent rancidity. In the United 
States the legal title for all butter substitutes is Oleomargarine 
(in England and several other countries it is Margarine). In 
preparing these substitutes various fats are used, including lard 
and tallow. The proper consistency is often obtained by adding 
sesame, peanut or cottonseed oil. The fat is then usually incor- 
porated with milk and salt, and colored. Sometimes more or 
less real butter is added; and palm oil and purified cocoanut oil 
have also been used, 
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Preparation of Sample.—If large quantities of butter are to be 
sampled, use a butter trier or sampler, removing one or more 
cores from a tub diagonally from top to bottom. Melt completely 
the portions thus drawn, 100-150 grams, in a closed vessel at as 
low a temperature as possible and, when melted, shake the whole 
violently for some minutes, cooling at the same time, until the 
mass is homogeneous and sufficiently solidified to prevent the 
separation of the water and fat. Then pour a portion into the 
vessel from which it is to be weighed for analysis. It should 
nearly or quite fill the vessel and should be kept in a cool place 
until analyzed. 


Notr.—We have found that in some cases the use of a butter trier has a 
tendency to squeeze moisture out of the butter. It is, therefore, preferable 
to cut wedges with a knife representative of the tub contents. 

It is also very necessary that the final sample, after it has been 
melted, be shaken thoroughly until it is cold. Otherwise, moisture and salt 
will settle to the bottom. Our procedure is to collect the sample in a Mason 
jar provided with a rubber ring and fasten the cover tightly. Place the jar, 
without opening, in warm water or on the steam bath, agitating at intervals 
until the sample is completely melted, but avoiding excessive heat. As soon 
as all the lumps have disappeared place the jar carefully in ice water, * remove 
it frequently and shake thoroughly until the contents are stiff. Care must 
be taken that none of the sample solidifies on the sides of the jar until 
the whole sample is stiff. If such happens, place the jar momentarily in hot 
water until the solid portions have melted away from the sides. When the 
sample is stiff enough so that it will flow with difficulty, place the jar in the 
ice chest until the entire contents become hard. Then open and remove 
portions for analysis at once. 


Moisture.—Weigh accurately 1.5-2.5 grams in a dish with a 
flat bottom having a surface of at least 20 sq. cm., dry at the 
temperature of boiling water and weigh hourly until it ceases 
to lose weight. The use of clean, dry sand or asbestos is 
permissible. 

Fat (Ether Extract).—INpiREcT MxrnHop.—Dissolve in the 
dish with absolute ether or petroleum ether the dry butter 
obtained in the moisture determination (in which no absorbent was 
used), transfer to a weighed Gooch crucible with the aid of a wash 
bottle filled with the solvent and wash until free from fat. Dry 


* To avoid danger of breaking it is safer to place it in cool water first for a 
few minutes, 
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the crucible and contents at the temperature of boiling water 
until the weight is constant and calculate the fat by difference. 

Drrect Mernop.—From the dry butter obtained in deter- 
mining the moisture, either with or without the use of an absorb- 
ent, extract the fat with anhydrous, alcohol-free ether, or with 
petroleum ether (b.p. below 65? C.), receiving the solution in 
a weighed flask. Evaporate the ether, dry the extract at the 
temperature of boiling water, and weigh hourly until it ceases 
to lose weight. 

Casein, Ash, and Salt.—Cover the crucible containing the 
residue from the fat determination by the Indirect Method 
above and heat, gently at first, gradually raising the temperature 
to just below redness. The cover may then be removed and the 
heat continued until the contents of the crucible are white. The 
loss in weight represents casein, and the residue in the crucible 
mineral matter. Dissolve this mineral matter in water slightly 
acidulated with HNO; and determine chlorine either gravi- 
metrically or volumetrically. Calculate to NaCl. 

Salt.—Weigh in a counterpoised beaker 5-10 grams of the 
sample, add about 20 cc. of hot water and, after the butter is 
melted, transfer the whole to a separatory funnel. Insert the 
stopper and shake for a few minutes. Let stand until the fat 
has all collected on top of the water, then draw off the latter into 
a flask, being careful to let none of the fat globules escape. Again 
add hot water to the beaker and repeat the extraction 10-15 
times, using each time 10-20 ec. of water. The washings will 
contain all but a mere trace of the NaCl originally present in the 
butter. Determine its amount in the whole or an aliquot of the 
liquid by the volumetric AgNO; method with K;CrO, as indi- 
cator. 

CALCULATION.—1 cc. 0.1 N AgNO;-— 0.00585 gram NaCl. 

Examination of Fat.—PREPARATION OF SAMPLE.—Melt the 
butter and keep it in a dry place at about 60? C. for 2-3 hours, or 
until the water and eurd have entirely separated. Filter the 
clear, supernatant fat through a dry filter paper in a hot-water 
funnel or in an oven at about 60? C. Should the filtered liquid 
fat not be perfectly clear, it must be refiltered. 

REICHERT-MEISSL NuMBER.— Determine the Reichert-Meissl 
number as described under Animal and Vegetable Oils (p. 319). 
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SPECIFIC GRAVITY. —Determine with a pyenometer the sp. gr. 
at 40? C. compared with water at the same temperature. 

NomEs.—(1) The average Reichert-Meissl number of pure butter fat is 
26. To calculate the approximate amount of butter fat in a butter sub- 
stitute, divide the Reichert-Meissl number of the separated fat by 26 and 
multiply by the percentage of total fat in the butter substitute. 

(2) U. S. Standards.—The Federal Standards, as given in U. S. Dept. of 
Agr. Circ. 136, are as follows: 

Butter is the clean, non-rancid product made by gathering the fat of milk 
or cream into a mass, which also contains a small portion of the other milk 
constituents, with or without salt, and contains not less than 82.5% of butter 
fat. It may also contain added coloring matter. 

Burter Far is the fat of milk and has a Reichert-Meissl number not less 
than 24 and a sp. gr. at 40°/40° C. not less than 0.905. 

RENOVATED OR PROCESS BUTTER is made by melting butter and reworking 
without chemicals or any substances except milk, cream, or salt, and contains 
not over 16.0% of water and at least 82.5% of butter fat. 


Renovated Butter and Oleomargarine.—(a) Foam Test 
(Spoon TxEst).—Heat 2-3 grams of the sample, either in a spoon 
or a dish, over a free flame. True butter foams abundantly, 
whereas process butter will bump and sputter like grease, with 
little or no foaming. Oleomargarine behaves like process butter, 
but the chemical tests will determine whether the sample is oleo 
or butter. 

(b) MELTED Fat Trst.—Melt 50-100 grams of the sample 
at 50° C. The curd from butter will settle, leaving a clear super- 
natant fat; with renovated butter, the supernatant fat remains 
more or less turbid. 

Coloring Matter.—Pour about 2 grams of the filtered fat, 
dissolved in ether, into each of 2 test-tubes. Into one of the tubes 
pour 1-2 cc. of dil. HCl (1:2) and into the other about the same 
volume of 10% NaOH solution. Shake well and let stand. 
In the presence of azo dyes, the tube to which the acid has been 
added will show a pink to wine-red color, while the alkaline solu- 
tion in the other tube will show no color. If, however, annatto 
or other vegetable color is present, the alkaline solution will be 
colored yellow, while no color will appear in the acid solution. 

NomEs.—(1) For more extensive examination for artificial coloring, see 


Leach: “Food Inspection and Analysis." 
(2) Theabove methods are those of the Association of Official Agricultural 


Chemists. 
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EGGS 


General.— Perfectly fresh eggs have been found to show analy- 
ses within the following limits: 


Whole Egg olk White 


Maxi-| Mini- | Maxi-| Mini- | Maxi-| Mini- 
mum | mum | mum | mum | mum | mum 


Tota edu Ere S atre ure s 20:221.24*2:10460.-9. 125070 A LES IDAS 
Fat (ether extract), %........ 9.3 | 11.0 | 24.5 | 28.8 0.01) 0.12 
Ammoniacal nitrogen, parts per 
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The relation of the ammoniacal nitrogen to the fat is a good 
index for determining the quality of eggs. In Fig. 34 the ammo- 
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Fra. 34.—Relation of Fat and Ammonical Nitrogen in Eggs. 


niacal N in parts per 100,000 is plotted vertically against the 
fat in percentage horizontally. For edible eggs the intersection 
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of the horizontal line for ammoniacal N with the vertical line 
for fat should fall below the heavy diagonal line. 

The percentage of fat in a sample of frozen or mixed eggs is 
also an index of the proportion of the yolks to whites, since the 
whites are nearly free from fat. 

Preparation of Sample.—In the case of frozen eggs keep the 
sample frozen until ready for analysis and weigh all analytical 
portions as soon as the sample has melted. If the material is 
slightly melted around the outside, take the portions for analysis 
from the inner frozen part. With liquid egg samples stir and mix 
thoroughly before withdrawing portions for FUMUS Make all 
determinations in duplicate. 

Moisture and Fat.—Weigh accurately 5-10 grams of the 
sample into a tared lead dish 23-3 inches in diameter or a 
Hoffmeister schaelchen and dry to constant weight, preferably 
at 55? C. and under a vacuum of not less than 25 inches.  (Caleu- 
late the percentage of moisture, if desired.) Then extract the 
dry residue with absolute ether, using a Knorr apparatus. If this 
is not available, a Johnson extractor may be used. 

If à tared lead dish is used, cut through the sides at 4 equi- 
distant points and roll between 2 fat-free filter papers into a 
cylinder which will fit the extraction tube fairly snugly. If a 
schaelchen is used, crush it between similar filter papers. Turn 
in the ends of the cylinder to prevent any solid particles from 
dropping into the extraction flask. Three hours’ extraction 
is usually sufficient but it should be continued until no more fat 
is extracted.  Distill off the ether and dry the residue to con- 
stant weight, preferably at 55? C. in à vacuum of not less than 
25inches. Calculate the percentage of fat in the original sample. 

Ammoniacal Nitrogen.— There are 2 general methods for this 
determination. 'The  nesslerization method is simple and 
reasonably accurate. It is said not to be quite so accurate as 
the titration method which is therefore to be preferred in 
cases of dispute. For eggs containing less than 3.5 parts of 
ammoniacal N per 100,000, and in ordinary routine work, use 
the nesslerization method and run the determination in tripli- 
cate; otherwise use the titration method. 

NESSLERIZATION Mertuop.—Apparatus——The apparatus as 
shown in Fig. 35 consists of the following: A, an acid bottle 
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containing about 250 cc. of dil. H3SO4 (1:3) to remove any NH; 
from the air-blast entering at F; B, a tall cylinder about 2X 12 
inches to contain the sample; and C, a 250-cc. volumetric flask 
containing about 60 cc. of NH;-free water and 5 cc. of 0.2 N HCl 
or H.SO, (or its equivalent) to absorb the NH;. The tubes 
entering A and B reach nearly to the bottom and the tube enter- 
ing C reaches below the surface of the liquid and is bulb shaped 
on the lower end and perforated with small holes. There is a 
spray trap between A and B and likewise a trap between B and C, 
containing a plug of cotton or glass wool to prevent any foam 
from passing into C. A stopcock at F regulates the air blast. 
Connections are made with glass tubing through 2-hole rubber 
stoppers. 


A B d 


Fig. 35.— Apparatus for Determining Ammonia in Eggs. 


Determination.—If the eggs are odorless, weigh out about 25 
grams; if the odor is rather strong, weigh about 10 grams. In 
weighing out the sample pour a sufficient amount of the thor- 
oughly mixed eggs into a beaker and weigh. Then pour the 
desired amount from the beaker into the cylinder B and again 
weigh. To the eggs in the cylinder add NH:-free water a little 
at a time, mixing with the eggs thoroughly after each addition 
by means of a long rod, using in all an amount of water about 
equal to the volume of the eggs. Wash off the rod into the 
cylinder and add to the mixture 5 ec. of a solution of equal parts 
of a 10% solution of Na;COs; and a 15% solution of K,C:04. 
The solutions should be made up separately and mixed just before 
using. Pour in sufficient mineral oil ( a very heavy engine oil 
or a steam-cylinder oil is suitable) to form a layer about 4 inch 
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deep on the surface of the egg mixture, and connect up the 
apparatus. Pass through the mixture a current of air sufficiently 
rapid to cause a slight spray in flask C. Continue the aeration 
for 4 hours or longer (see note 2). If possible the aeration should 
be accomplished by an air-blast entering at F, but if this is not 
available, suction may be used by fitting the flask C with a 2-hole 
rubber stopper. (In this case a wide-necked flask or bottle will 
have to be substituted for C.) 

After air has been blown through the eggs forasufficient length 
of time to carry over all the NH;, remove the flask C and make 
the solution up to 250 cc.  Nesslerize an aliquot of this solution 
and compare it with the regular Nessler standards as used in the 
determination of NH; in sanitary water analysis (p. 675). The 
aliquot taken for comparison will depend upon the amount of 
NH; present in the eggs. It should not develop a color more 
intense than that given by 5 cc. of the standard NH,Cl solution. 

The standard NH,Cl solution contains 0.00001 gram of N per cc. 
It is made by dissolving 3.822 grams of pure NH,Cl in 1000 
cc. of NH;-free water, and diluting 10 cc. of this solution to 
1000 cc. with NH;-free water. The Nessler solution is made 
by dissolving 61.75 grams of KI in 250 ee of water and 
adding a saturated solution of HgCls cautiously, till a slight, 
permanent, red precipitate appears. Dissolve this slight precipi- 
tate by adding 0.75 gram of powdered KI. Then add 150 
grams of KOH dissolved in 250 cc. of water. Make up to 1 liter 
and let settle overnight. 

Carry out the nesslerization in 50-cc. tall Nessler tubes. For 
the standards take 0.1, 0.3, 0.5, 0.7, 1.0, 1.5, 2.0, 2.5, 3.0, 3.5, 4.0, 
4.5, and 5.0 cc., respectively, of the above standard NH,Cl solu- 
tion, each in a separate tube. In another tube place the aliquot 
of the solution to be tested. Add 1 cc. of the Nessler solution to 
each tube and dilute to 50 cc. with NH;-free water. Mix thor- 
oughly, let stand 10 minutes, and match up the sample with the 
standard giving the same color. Calculate the amount of 
ammoniacal N in the original eggs in parts per 100,000. 


Nores.—(1) The Nessler solution described on page 675 may be used in 
place of the one above described. 

(2) Blank Tests: It is necessary to run a control blank test, using in 
place of the egg sample a known amount of the standard NH,CI solution 
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(25 cc. is suitable) and about 25 cc. of the NH;-free water. The blank test 
should give at least 95% recovery of the amount of N added. If not, 
inerease the time of aeration both for the blank and for the determination. 
A separate blank should also be run on the reagents and the NH;-free water. 


TITRATION METHOD.—AÀ pparatus.— The apparatus is similar 
to that described above except that the receiving flask C may be 
conveniently substituted by a wide-mouthed, 8-ounce bottle 
containing 10 cc. of 0.02 N HCl or H2S0,, 2 drops of a saturated 
solution of methyl red in 95% alcohol, and about 75 ec. of NH;- 
free water. (If the sample has a bad odor, use 25 cc. of the 0.02 
N acid or reduce the amount of sample employed.) 

Determination.—Weigh approximately 25 grams of the eggs 
into the cylinder B as described previously. Add 100 ce. of 
NH;-free water and 75 cc. of alcohol, mix well and let stand for 
15 minutes. Then add about 1 gram of NaF, 2 cc. of a 50% solu- 
tion of K;CO; and 1 cc. of kerosene. Immediately connect up 
the apparatus and aerate for at least 4 hours, using as rapid a 
current of air as possible. Titrate the excess of acid in C with 
0.02 N NaOH (free from carbonate) and calculate in terms of 
parts of ammoniacal N per 100,000 parts of the sample. 

CALCULATION.—1 cc. 0.02 N acid =0.00028 gram N. 


NorEs.—(1) If the determination cannot be completed at once, the 
sample may be left in the cylinder with the alcohol and the NaF overnight, 
and the K;CO; added just before starting the aeration the next morning. 

(2) See note 2 under the Nesslerization Method above. 

RxrEnzNCE.—U. S. Dept. Agr., Bur. Chem., Bull. 846 (1920). 


BAKING POWDERS 


General.—This method covers the analysis of mixed baking 
powders and baking powder ingredients. The following pro- 
cedures, unless otherwise indicated, are the Official Methods of 
the Association of Official Agricultural Chemists. 

Preparation of Sample.—Remove the entire sample from the 
package, mix carefully and pass through a 20-mesh sieve. 

Total Carbon Dioxide.—RxAaENTS.—(a) KOH Solution.—Dis- 
solve 25 grams in 50 cc. of water. 

(b) Soda-lime.—Finely granulated and freed from dust by 
sifting. 
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APPARATUS. *—The apparatus as designed by Knorr is shown 
in Fig. 36. It consists of a flask A fitted by means of a ground- 
glass joint with a glass connection through the upper part of 
which passes a dropping funnel B, and joined at the side with a 
Liebig condenser D. The mouth of the dropping funnel B is 
connected by means of a 1-hole stopper with a soda-lime tube C. 
The upper end of the Liebig condenser is connected by a rubber 
joint with a Geissler bulb E, containing conc. H580, for drying 
the gas passing into the next Geissler bulb F, connected with E, 
and containing the strong KOH solution. The bulb F is con- 


Fic. 36.—Knorr’s Apparatus for the Determination of CO». 


nected with a third Geissler bulb G, containing conc. HSO; for 
the absorption of moisture escaping from F. A fourth Geissler 
bulb H is attached to G as a precaution to prevent moisture from 
the air being absorbed by G. His connected with an aspirator. 
Many analysts prefer to replace the bulb F by 2 U-tubes filled 
with sifted soda-lime. 

DETERMINATION.—Place 0.5-2 grams of the sample, the 
amount depending upon the percentage of CO; present, in the 


*The Association of Official Agricultural Chemists tentatively permits 
the use of any apparatus based on the absorption principle and giving 
accurate results when checked with pure CaCO;. In working with Na»CO; 
or CaCO; use 0.25-1.00 gram, depending upon the amount of absorbent 
employed. With baking powders use 0.50-2.00 grams, 
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flask A, which must be perfectly dry. Close the flask with 
the stopper which carries the funnel tube and the tube connecting 
with the absorption apparatus. Weigh separately the Geissler 
bulbs F and G and attach them to the apparatus. If 2 soda-lime 
tubes are employed, weigh them separately and refill the first 
when the second inereases materially in weight. Nearly fill the 
funnel tube B with dil. HCl (5 : 4) and place the soda-lime tube 
G in position. Then aspirate air through the Geissler bulbs at a 
rate of about 2 bubbles per second. Open the stopper of the 
funnel and let the acid run slowly into the flask, taking care that 
the evolution of gas is so gradual as not materially to increase 
the current through the Geissler bulbs. After all the acid has 
been introduced, close the stop-cock in B, continue the aspiration, 
and heat gradually the contents of the flask to boiling. While 
the flask is being heated the aspirator tube may be removed, 
although many analysts prefer, when using ground-glass joints, 
to aspirate during the entire operation. Continue the boiling 
for a few minutes after the water has begun to condense in D, 
then remove the flame, open the stop-cock in tube B and let the 
apparatus cool with continued aspiration. Remove the absorp- 
tion bulbs F and G and weigh. ‘The increase in weight is due to 
CO». 

Residual Carbon Dioxide.—Weigh 2 grams of the sample into 
a flask suitable for the subsequent determination of COs, add 
20 cc. of cold water and let stand 20 minutes. Place the flask 
in a metal drying cell surrounded by boiling water and heat, with 
occasional shaking, for 20 minutes. To complete the reaction 
and drive off the last traces of gas from the semisolid mass, heat 
quickly to boiling and boil for 1 minute. Aspirate until the air 
in the flask is thoroughly changed, and determine the residual CO; 
by absorption, as directed previously. 

Available Carbon Dioxide.—This is obtained by subtracting 
the residual from the total CO). The Federal Standard (U. S. 
Dept. Agr. Circ. 136) requires not less than 12% of available CO», 
in baking powder. 

Acidity.*—Dissolve 1 gram in hot water and titrate with 0.1 N 
NaOH to a permanent pink color to phenolphthalein. Calculate 
the titration to tartaric acid. 

* For cream of tartar and its substitutes; not applicable to CaH,(PO,);. 
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CALCULATION.—1 cc. 0.1 N NaOH — 0.007502 gram H;C4H40;. 
Free or Combined Tartaric Acid.*—Shake repeatedly about 
5 grams of the sample with about 250 cc. of cold water in a flask 
and let the insoluble portion subside. Decant the solution 
through a filter and evaporate the filtrate to dryness. Powder 
the residue, add a few drops of 1% resorcin solution and about 
3 ec. of conc. HSO; and heat slowly. Tartaric acid is indicated 
by a rose-red color which is discharged on dilution with water. 
Total Tartaric Acid.]—Into a 500-cc. porcelain casserole or 
similar dish weigh 1.881 grams of the sample. Add 10 ce. of 
water and then 10 cc. of dil. HCl (1:1), adding the latter carefully 
to avoid loss due to effervescence. Heat gently until most of 
the starch, if present, is hydrolyzed. Add slowly, with constant 
stirring, 15 cc. of K3CO; solution containing 328 grams of K5CO; 
per liter, boil gently on the hot plate for 1 minute and evaporate 
on the steam bath to incipient crystallization. Remove from 
the steam bath and add, drop by drop with constant stirring, 3 
cc. of glacial acetic acid. Add 2 cc. more of the acetic acid and 
stir for 3 minutes. Then add 150 cc. of 95% alcohol, carefully 
rinsing down the sides of the dish with the alcohol, stir vigorously 
for 5 minutes, and let stand for at least 1 hour. Decant through 
a Gooch crucible containing a thin layer of paper pulp and wash, 
mainly by decantation, with 95% alcohol until the combined 
filtrate and washings measure 550 cc. Test the last few cc. of 
filtrate with litmus to make sure the precipitate has been properly 
washed. Return the paper pulp containing part of the precipi- 
tate to the residue in the dish and add 120 cc. of hot water. 
Add 0.2 N NaOH sufficient to neutralize most but not all of the 
acidity. Boil the solution for 5 minutes and complete the titra- 
tion with 0.2 N NaOH and phenolphthalein. Twice the number 
of ec. of 0.2 N NaOH gives the percentage of potassium bitartrate, 
to which 0.1595 must be added to compensate for loss due to 
solubility in the solutions used. One cc. of 0.2 N NaOH is equiv- 
alent to 0.02641 gram of tartaric anhydride (C4H404)202; 
0.03001 gram of tartaric acid; or 0.03763 gram of KHC4H4O.. 
Free Tartaric Acid (Qualitative Test).—Extract 5 grams of the 
sample with absolute alcohol and evaporate the alcohol from the 


* Tentative qualitative test, applicable in the presence of phosphates. 
t Applicable only in the absence of Ca and Al salts and phosphates. 
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extract. Dissolve the residue in dil. NH4OH, transfer to a test- 
tube, add a good-sized crystal of AgNO:;, and heat gently. 
Tartaric acid is indicated by the formation of a silver mirror. If 
desired, the absolute alcohol extract may be tested as directed 
previously under Free or Combined Tartaric Acid. 

Starch.—Use method (a) for all baking powder ingredients 
free from lime, and method (b) for phosphate, alum phosphate, 
and all other baking powders containing lime. 

(a) Direct Inversion Method.—Weigh 5 grams of the powder 
into a 500-ce. volumetric flask. Heat for 2.5 hours with 200 
cc. of water and 20 cc. of dil. HCl (5: 4), using a reflux condenser. 
Cool and nearly neutralize with NaOH. Dilute to the mark, mix, 
filter and determine the dextrose in an aliquot of the filtrate by 
the Munson and Walker or the Alhhn method as described on 
pages 551 and 556. Multiply the percentage of dextrose by 
0.90 to get the percentage of starch. 

(b) Indirect Method.—Mix 5 grams of the powder with 200 cc. 
of dil. HCl (1:11) in a 500-cc. volumetric flask and let the 
mixture stand for 1 hour, with frequent shaking. Filter on an 
11-em. hardened filter, taking care that a clear filtrateis obtained. 
Rinse the flask once without attempting to remove all the starch, 
and wash the paper twice with cold water. Carefully wash the 
starch from the paper back into the flask with 200 cc. of water. 
Add 20 cc. of dil. HCl (5: 4) and proceed as directed above under 
(a). 

Notr.—The treatment with dil. HCl (1:11), without dissolving the 


starch, removes effectively the lime, which otherwise would be precipitated 
as tartrate by the alkaline copper solution. 


Alum.*—(a) In Baking Powder.—Ash about 2 grams of the 
sample in a porcelain dish. Extract with boiling water and filter. 
Add to the filtrate a few drops of NH,Cl solution. A flocculent 
precipitate indicates alum. 

(b) In Cream of Tartar —Mix about 1 gram of the sample with 
an equal quantity of Na;CO;, burn to ash and proceed as in (a). 

Analysis of Ash.—(a) Ash Insoluble in Acid.—Char 5 grams 
of the sample in a platinum dish at a heat below redness. Boil 
the carbonaceous mass with dil. HCl (1:3), filter into a 500-cc. 
volumetrie flask and wash with hot water. Return the residue, 

* Qualitative test in the presence of phosphates. 
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together with the paper, to the platinum dish and burn to a 
white ash. Boil again with dil. HCl, filter, wash, unite the 2 
filtrates, dilute to 500 cc. and mix thoroughly. Incinerate the 
residue after the last filtration and weigh the ash insoluble in acid. 

(b) Iron Oxide and Alumina.—Pipette 100 cc. of the above 
solution into a 300-cc. beaker. If SiO; is present, evaporate to 
dryness, take up with HCl and filter out the SiO». To the acid 
solution add an excess of Na2HPO, solution and then NH,OH 
until a permanent precipitate is obtained. Add cone. HCl drop 
by drop until the solution is clear. Heat to boiling and boil for 
2-3 minutes. Then mix with a considerable excess of 50% 
NH4C$;H50; solution and 4 ce. of 80% HC2H302. Let the pre- 
cipitate settle, filter and wash with hot water. Dry the pre- 
cipitate on the filter, remove it as completely as possible from the 
paper, ignite the paper in a weighed platinum crucible, then add 
the bulk of the precipitate, ignite strongly, cool in a desiccator 
and weigh as FePO,+ AIPO,. 

Mix the ignited residue with 10 parts of Na;CO; and fuse. 
Dissolve the fusion in dil. HSO, (1:6), pass through a Jones 
reductor and titrate with 0.1 N KMnO,. Calculate the titra- 
tion to Fe20s. 

CALCULATION.—1 cc. 0.1 N KMn0,- 0.008 gram Fe;O;. 

In the same solution after titration determine Ps, either 
gravimetrically or volumetrically, as described under Phosphoric 
Acid in Fertilizers. From the weight of the mixed phosphates 
subtract the weights of P20; and Fez0; and report the difference 
. a8 Al,O3. 

(c) Lime.—Heat the combined filtrate and washings from the 
precipitate of mixed phosphates above to 50° C. and add an excess 
of saturated (NH4):C20, solution. Let stand in a warm place 
until the precipitate has settled, filter, wash with hot water, dry and 
ignite in a platinum crucible, first over a burner and finally over 
a blast lamp. Cool in a desiccator and weigh as CaO. 


Norr.—If preferred, the washed CaC.0, may be dissolved in hot dil. 
H.SO, and titrated with standard KMnO, solution, as described on p. 697. 


(d) Potash and Soda.—Evaporate 100 cc. of the acid solution 
of the ash prepared as described above under (a) nearly to dry- 
ness to remove excess HCl, dilute and heat to boiling. While 


602 TECHNICAL METHODS OF ANALYSIS 


still boiling add 10% BaCl: solution as long as a precipitate forms 
and then enough saturated Ba(OH), solution to make the liquid 
strongly alkaline. As soon as the precipitate has settled, filter 
and wash with hot water. Heat the filtrate to boiling, add suffi- 
cient ammonium carbonate solution* to precipitate all the Ba, 
filter and wash with hot water. Evaporate the filtrate to dry- 
ness and ignite below redness to remove NH, salts. Add to the 
residue a little water and a few drops of the ammonium carbon- 
ate solution. Filter into an unweighed platinum dish, evaporate, 
ignite below redness, cool in a desiccator and weigh. Digest the 
residue with hot water, filter through a small filter, wash with 
hot water, save the filtrate and ignite the filter paper in the same 
platinum dish. Cool and weigh. The difference between the 
two weights gives the weight of NaCl+KCl. 

Determine K,O in the filtrate by precipitation as K2PtCls, 
as described on page 66. Calculate the K2PtCls to K20 (report- 
ing as such) and to KCl. Subtract the KCl from the weight of 
mixed chlorides and calculate the remaining NaCl to Na2O. 

CALCULATIONS.— K5;PtCl,X 0.1937 = K20. 

K5;PtCl,x 0.3067 = KCI. 
NaCl X0.5303 = Nach, 

Phosphoric Anhydride.—Mix 5 grams of the sample with a 
little Mg(NOs)» solution, dry, ignite, dissolve in dil. HCl (1:2.5) 
and dilute to definite volume. In an aliquot of the solution 
determine P;O;, either gravimetrically or volumetrically, as 
described under Phosphoric Acid in Fertilizers. 

Sulfur Trioxide.—Boil 5 grams of the sample gently for 1.5 
hours with a mixture of 300 ec. of water and 15 cc. of conc. HCl. 
Filter, wash well with hot water, cool the filtrate and washings 
and dilute to 500 cc. in a volumetric flask. Pipette out 100 cc., 
dilute to about 200 cc. and to the boiling solution add, drop by 
drop, an excess of 10% Bal: solution. Continue boiling until 
the BaSO, settles clear, let stand at least 5 hours, filter on a 
weighed Gooch crucible, wash with hot water, dry, ignite, cool 
in a desiccator and weigh as BaSO, Calculate to SOs. 

CALCULATION.—BaSQ, X 0.3430 = S0;. 

Ammonia.—Introduce 2 grams of the sample into a 500-ec. 
distilling flask and add about 350 ec. of water and an excess of conc. 

* 1 part of ammonium carbonate to 5 parts dil. NH4OH (1:2). 
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NaOH solution. Connect with a vertical condenser and distill 
into a measured excess of 0.1 N acid. The end of the con- 
denser or an adapter should dip below the surface of the acid. 
After about 100 cc. have distilled over, titrate the excess of acid 
in the distillate with 0.1 N NaOH, using methyl red or cochineal 
as indicator.* Calculate to NH;. 

CALCULATION.—1 cc. 0.1 N acid 20.001703 gram NH. 

Norre.—Ammonia alum is often used as an ingredient of cream of tartar 


substitutes and baking powders, and ammonium carbonate is occasionally 
present in baking powders. 


1 cc. 0.1 N acid =0.04533 gram (NH4);ALl(SO4)4:24H;O. 
— 0.005705 gram (NH4)»CO;-H30. 

Arsenic (Tentative).—Introduce 5 grams of the sample directly 
into the apparatus shown on page 54 (Sanger-Black-Gutzeit 
Method), add 10 ce. of water, a little at a time to prevent frothing 
over, and then 15 ec. of conc. arsenic-free HCl, drop by drop 
till frothing ceases. Heat on the steam bath until a drop of the 
mixture diluted with water and tested with very dil. iodine solu- 
tion, shows no blue color. Then dilute to about 30 cc. with 
water, add 4 ec. of 20% KI solution, and proceed as directed 
under the Sanger-Black-Gutzeit method, Determination (p. 54), 
beginning with “Heat to about 90? C.,” except that the blank and 
standards for comparison are made by the use of the arsenic-free 
HCl of the same concentration as that used for the determination. 


COCOA, CHOCOLATE, AND CACAO PRODUCTS 


General.—Plain or bitter chocolate (chocolate liquor) accord- 
ing to the Federal Standard is the solid or plastic mass obtained 
by grinding cacao nibs and contains not less than 50% of cacao 
fat and, on the moisture- and fat-free basis, not more than 8% 
of total ash, not more than 0.4% of ash insoluble in HCl and not 
more than 7% of crude fiber. 

By extraction of part of the fat Cocoa is obtained. The fat 
in cocoa generally runs from 18 to 24%. “Breakfast Cocoa" is 
required by the Federal Standard to contain at least 22% of 
cacao fat and sweetened cocoa not more than 65% of sugar in 
the finished product. 


* See p. 89, note 3. 
1 Effective Jan. 19, 1923. 
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Sweetened chocolate is made by adding sucrose (and sometimes 
cocoa butter, spices, etc.) to bitter chocolate, and by the Federal 
Standard it should contain on the moisture-, sugar- and fat-free 
basis no higher percentage of total ash, crude fiber, or acid-insolu- 
ble ash than is found in the moisture- and fat-free residue of bitter 
chocolate. ` 

Chocolate is further modified by the addition of milk or milk 
solids and is sold as Milk Chocolate, either sweetened or unsweet- 
ened. According to Food Inspection Decision 136, both sweet- 
ened and unsweetened milk chocolates should contain at least 
12% of milk solids (for determination see p. 611). 

For direct comparison of different kinds of chocolate and 
cocoa it is best to convert the results of analysis to a ““moisture-, 
fat-, and sugar-free basis." This is accomplished by dividing 
the analytical figures by 1 — (M + F +S), where M, F, and S are 
the percentages of moisture, fat and sugar, respectively, each 
expressed as a decimal. 

The following procedures where marked Official or Tentative 
are those of the Association of Official Agricultural Chemists. 

Preparation of Sample (Tentative).—Mix powdered products 
thoroughly and preserve in tightly stoppered bottles. Chill 
sweet or bitter chocolate until hard and reduce to a finely granu- 
lar eondition by grating or shaving. Mix thoroughly and 
preserve in a tightly stoppered bottle in a cool place. 

Moisture.—Dry 2-5 grams in a flat platinum dish at the 
temperature of boiling water for 10 hours. Cool in à desiceator 
and weigh. Then dry again for 1 hour, or until there is only a 
slight change in weight. ` 


Norte.—In the case of sweetened chocolate and cocoa it is preferable to 
use the full 5 grams for moisture and ash determinations. 


Ash (Official).—Char the residue from the moisture determina- 
tion in the platinum dish and burn until free from carbon at not 
exceeding a dull red heat. If impossible thus to burn the carbon 
off, exhaust the charred mass with hot water, collecting the insol- 
uble residue on a filter. Burn the residue in the dish until the 
ash is white or nearly white, and then add the filtrate to the ash 
and evaporate to dryness. Heat at low redness until the ash is 
white or grayish white, cool in a desiecator and weigh. 
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Ash Insoluble in Acid (Official).—Boil the ash above obtained 
with 25 cc. of dil. HCl (1 : 2.5) for 5 minutes. Filter on a Gooch 
crucible or ashless filter. Wash with hot water, ignite, cool and 
weigh. 

Soluble and Insoluble Ash (Official).—Ash the material as 
directed above, employing sufficient sample to contain approxi- 
mately 1 gram of water-, sugar-, and fat-free material. Add 
water to the ash, heat nearly to boiling, filter through a quanti- 
tative paper and wash with hot water until the combined filtrate 
and washings measure about 60 cc. Return the filter paper and 
contents to the platinum dish, ignite carefully, cool and weigh. 
Calculate the percentages of water-soluble and water-insoluble 
ash. 

Alkalinity of Soluble Ash (Official).—Cool the filtrate from the 
above and titrate with 0.1 N HCl and methyl orange. Express 
the alkalinity in terms of the number of cc. of normal acid per 
100 grams of sample. 

Alkalinity of Insoluble Ash (Official).—Add an excess of 0.1 N 
HCl (usually 10-15 cc.) to the ignited insoluble ash obtained 
above in the platinum dish. Heat to boiling over an asbestos 
plate, cool and titrate the excess of HCl with 0.1 NaOH and 
methyl orange. Express the alkalinity in terms of cc. of normal 
acid required per 100 grams of sample. 

Total Nitrogen (Official). —Determine nitrogen by the Kjeldahl 
or Gunning or Kjeldahl-Gunning-Arnold method as described on 
pages 87-89. 

Crude Fiber (Tentative).— Determine crude fiber according to 
the method on page 527; in cases of dispute use the Official 
Method. 

For the crude-fiber determination employ sufficient sample to 
contain approximately 1 gram of water-, sugar-, and fat-free 
material. Both filtrations should be made upon paper, the 
washed fiber either being weighed on a tared filter in the usual 
way or rinsed from the paper into a tared Gooch crucible, and 
then dried and weighed. 


Norr.—The residue after the fat extraction may be used directly for 
crude-fiber determination in the analysis of commercial cocoa and other finely 
ground or pulverized cacao products. If, however, the material is at all 
granular, it should be reduced to an impalpable powder, otherwise results will 
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be much too high. The pulverization may be satisfactorily performed by 
grinding with ether as described later under the determination of Crude 
Starch, treating the extracted residue with the hot dil. H;SO, and proceeding 
from that point in the usual way. 


Crude Starch, Direct Acid Hydrolysis (Tentative).*—Weigh 
4 grams of the sample, if unsweetened, or 10 grams if sweetened, 
into a small porcelain mortar, add 25 cc. of ether and grind (see 
note). After the coarser material has settled, decant the ether, 
together with the fine suspended matter, upon an 11-cm. paper of 
sufficiently fine texture to retain the crude starch. Repeat this 
treatment until no more coarse material remains. After the ether 
has evaporated from the filter, transfer the fat-free residue to the 
mortar by means of a jet of cold water and rub to an even paste, 
filtering on the paper previously employed.] Repeat the process 
until all the sugar is removed. In the case of sweetened products 
the filtrate should measure at least 500 cc. With unsweetened 
material less washing is necessary. Determine the crude starch 
in the extracted residue as follows: 

Wash the residue from the filter into a 500-cc. Erlenmeyer 
flask with 200 cc. of water. To the solution so prepared, either 
with sweetened or unsweetened goods, add 20 ec. of dil. HCl 
(5 : 4) and heat for 2} hours in the flask with a reflux condenser. 
Cool and nearly neutralize with NaOH solution. Add 5 ce. of 
neutral lead acetate solution and dilute to exactly 250 ec. Mix 
well, filter, and to 100 ce. of the filtrate add sufficient powdered, 
anhydrous Na;CO; to remove the lead. Shake, let settle, filter 
through a dry filter and determine reducing sugars in 25 cc. of 
the filtrate by the Munson and Walker procedure as directed 
on page 551. The weight of dextrose multiplied by 0.90 gives 
the weight of starch. 


Norr.—lIf the fat is to be determined, use 3 grams of the residue from the 
fat extraction (see below) for the starch determination and calculate back to 
the original sample, correcting also for moisture; ¿.e., multiply the percentage 
of starch found in this residue by 1 — (M +F), where M is the percentage of 


* The crude starch by this method will include pentosans and other carbo- 
hydrate bodies present which are converted into reducing sugars by HCl. 
it is consequently higher than the Pure Starch obtained by diastase 
hydrolysis. 


T We have found centrifuging just as satisfactory and much quicker than 
filtering. 
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moisture and F is the percentage of fat in the original, each expressed as a 
decimal. 


Pure Starch, Diastase Method (Tentative).—Remove fat and 
sugar from 4 grams of the material, if unsweetened, and 10 grams 
if sweetened, as directed under Crude Starch. Wash the wet 
residue carefully into a 350-cc. beaker with 100 cc. of water, heat 
over asbestos to boiling with constant stirring, and continue 
boiling and stirring for 30 minutes. Replace the water lost by 
evaporation and immerse the beaker in a water bath kept between 
55-60? C.; cool to the temperature of the bath, add 20 cc. of 
freshly prepared malt extract (see notes) and digest the mixture 
for 2 hours with occasional stirring. Boil again for 30 minutes, 
dilute, cool, and digest as before with another 20-ec. portion of 
malt extract. Heat again to boiling, cool, transfer to a 250-cc. 
volumetric flask, add 3 cc. of alumina cream, make up to the mark 
and filter through a dry paper. The residue on the paper should 
show no signs of starch when treated with weak iodine solution 
and examined microscopically. 

Conduct the hydrolysis of 200 cc. of the filtrate by boiling in 
a flask under a reflux condenser with 20 cc. of dil. HCl (5 :4) for 
2.5 hours and determine the reducing power of an aliquot of 
the solution as directed under Crude Starch. (Finish the 
neutralization of the solution with NaCO; solution and omit 
the addition of the lead acetate.) Correct for the dextrose due 
to added malt extract as determined by an accompanying blank 
analysis upon 20 cc. of malt extract carried through the same 
procedure. The corrected weight of dextrose, multiplied by 0.90, 
gives the weight of starch. 

Nores.—(1) Malt Extract. Digest 10 grams of fresh, finely ground malt 
for 2-3 hours at room temperature with 200 cc. of water and filter. 

(2) Pancreatin and similar powdered preparations, such as Vera Dia- 
stase and Panase, obtained from the pancreas of cattle and hogs, are pre- 
ferable to diastase as starch-converting reagents, since, as a rule, they have 
no copper-reducing power and hence no correction is necessary. Instead of 
the malt extract above specified, there may be used the same amount (20 cc.) 
of a 0.5% aqueous solution of powdered pancreatin, v. s. P. 


Fat (Official).—Dry 2 grams (or more) of the sample over cone. 
H.SO, in a vacuum desiccator until practically all moisture is 
removed. (Products rich in fat show a tendency to cake at the 
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temperature of boiling water, hence drying by means of heat must 
be avoided.) Extract with anhydrous ether in à continuous 
extractor until no more fat is removed (overnight, if convenient). 
Grind and repeat the extraction (1-2 hours is generally enough). 
Evaporate the ether and dry the residue to constant weight at 
100? C. 


Norr.—The rapid centrifugal method, though useful and accurate under 
ordinary conditions, is unreliable during the summer months or in warm 
latitudes and has not been approved. 


Sucrose and Lactose (Tentative).— Transfer 26 grams of the 
sample to an 8-ounce nursing bottle, add about 100 cc. of petro- 
leum ether and shake for 5 minutes. Centrifugalize until the 
solvent is clear. Draw off by suction and repeat the treatment 
with petroleum ether. Place the bottle containing the defatted 
residue in a warm place until the residual traces of petroleum 
ether are practically expelled. Add 100 cc. of water, shake until 
all chocolate is loosened from the sides and bottom of the bottle 
and then shake for 3 minutes longer. Add basic lead acetate 
solution from a burette to complete precipitation, then sufficient 
water to make the total volume of the liquid 110 cc. Mix 
thoroughly and filter through afolded filter. Make adirect polari- 
scopic reading in a 200-mm. tube at 20°C. Callthis A.  Precipi- 
tate the excess of Pb from solution with anhydrous, powdered 
K,C30,, a little at a time, avoiding excess. Filter out the precipi- 
tate. Introduce 50 cc. of lead-free filtrate into a 100-cc. flask 
and add 25 cc. of water. Complete the inversion of the solution, 
as described on page 549 under (b) Invert Reading. Obtain 
the invert reading, multiply by 2 to correct for dilution and call 
this B. 

From the figures obtained calculate the percentages of sucrose 
(S) and lactose (L) by the following formulas: 


_(A=B) (110+2) 


t 
143.0 —5 


x 
1.14+—— E 
id +5) 
0.79 


o 


and TUE 
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In the first formula t is the temperature at which readings were 
made and g is obtained from the equation: 


~ 0.2244 (A —21d) 
~1—0.00204 (A—21d) 


and d in this equation is obtained from 


x 


Norr.—In case the determination of sucrose is not desired, the amount of 
lactose may be determined by the Defren-O'Sullivan Method (see p. 554). 
In the case of sweetened products the percentage of lactose thus found should 
be corrected by subtracting 0.7% for invert sugar formed from the sucrose. 


Casein in Milk Chocolate (Tentative).—It is unnecessary to 
defat the chocolate. Weigh 10 grams of the sample into a 500- 
cc. Erlenmeyer flask and add exactly 250 cc. of 1% Na2C204 
solution. Heat to boiling and boil gently for a few minutes, then 
cool, add 5 grams of MgCO; and filter. Determine nitrogen in 
50 ec. of this filtrate. Pipette 100 cc. of the filtrate into a 200-cc. 
volumetric flask and dilute almost to the mark with water. Then 
precipitate the casein by the addition of 2cc. of glacial acetic acid or 
1 ec. of conc. H2SO¿. Make to volume, shake, filter, and deter- 
mine nitrogen in 100 ce. of the filtrate. The difference between 
the two nitrogen determinations gives the nitrogen derived from 
the easein, which, multiplied by 6.38, gives the amount of casein 
present in 2 grams of the sample. 

Norr.—Casein is approximately 80% of the total proteins in milk; hence 
to find the total milk protein, divide by 0.8 the percentage of casein obtained 
above. 

Caffeine (Decker Method).—Boil 10 grams of the powdered 
sample and 5 grams of calcined MgO in a flask for 30 minutes with 
300 cc. of water; filter by suction on a Büchner funnel, using a 
round disk of filter paper. "Transfer the material and paper to 
the original flask, add 150 cc. of water, boil for 15 minutes, filter 
as before, repeat the operation of boiling with 150 cc. of water, 
and filter. Wash twice with hot water, evaporate the united 
filtrates (with ignited quartz sand if sugar be present) to complete 
dryness in a Hoffmeister schálchen, or other suitable thin glass 
dish of about 300-ee. capacity; grind the dish with contents to a 
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coarse powder in a mortar; transfer to the inner tube of a Weber 
extractor, * dry thoroughly in a water oven and extract with CH Cl; 
for 8 hours in a weighed flask. Distill off the CHCl; and dry 
the residue to constant weight at 100? C. Treat the residue in 
the flask for some hours at room temperature with 50 cc. of pure 
benzene. Filter through a small paperinto a tared dish, evaporate 
to dryness and dry the caffeine to constant weight at 100? C. 

Theobromine (Kunze Method).—Add to the residue on the 
filter paper from the caffeine determination 150 cc. of water, 
enough NH,OH to make the solution slightly alkaline and an 
excess of 0.1 N AgNO;, accurately measured. Boil to half 
volume, add 75 cc. of water and repeat the boiling. If any NH; 
remains, repeat the adding of water and boiling until the solution 
is perfectly neutral. Filter off the insoluble silver theobromine 
compound and wash with hot water. To the filtrate and 
washings add 5 ce. of a saturated solution of iron alum and a 
few cc. of HNO; (free from the lower oxides of N). Titrate the 
excess AgNO; with 0.1 N KSCN until a permanent light brown 
color appears. Subtract the amount of AgNO; thus determined 
from the original amount added and calculate the difference to 
theobromine. 

CALCULATION.—1 cc. 0.1 N AgNO;=0.01801 gram theobro- 
mine. 

Other Nitrogenous Substances.—Add the percentages of 
nitrogen present as theobromine and caffeine, subtract the sum 
from tbe percentage of total N and multiply the remainder by 
6.25. 

CALCULATIONS.— Theobromine X 0.3111 = Nitrogen. 

Caffeine X 0.2887 — Nitrogen. 

Other Nitrogen-free Substances.— To show a complete analy- 
sis, subtract from 100% the sum of the percentages of moisture, 
ash, theobromine, caffeine, other nitrogenous substances, pure 
starch, and fat, and report the difference as Other Nitrogen-free 
Substances. 

Fat Constants.—Separate the fat in a manner similar to that 
described above under Sucrose and Lactose, filter the extract 
through a dry filter, evaporate off the petroleum ether, and 
determine the melting point, refractive index (at 40° C.), saponi- 

* Any other form of extractor which permits of hot extraction may be used. 


ANALYSIS OF FOODS 611 


fieation number, iodine number and Reichert- Meissl number (see 
also page 613). 

NorEs.—(1) Melting point determinations on this material do not 
become normal until the fat has been kept for at least 24 hours in a cool 
place, preferably in a desiccator. 

(2) The constants for fat extracted from pure cocoa are given on page 612. 

Milk Fat in Milk Chocolate (Tentative).—In the case of milk 
chocolate the extracted fat will consist of cocoa fat and butter. 
As the average Reichert-Meissl number of cocoa fat is approxi- 
mately 0.5 and that of butter fat 26, the approximate percentage 
of butter fat can be calculated after determining its Reichert- 
Meissl number. Since, however, the Federal Standard allows a 
minimum of 24 for the Reichert-Meissl number of butter fat, 
this figure is used instead of 26 in the calculation. 

If A=grams of butter fat in 5 grams of mixed fat, 

B=5-— A — grams of cocoa fat in 5 grams of mixed fat, 
and C=Reichert-Meissl number of extracted fat; 
tih c As +0.5B 23.54 T2.5 

5 5 
C—0.5 


4.7 

C —0.5 
Whence, percentage butter fat — percentage total fat —53-—— 235 7" 
Milk Solids in Milk Cocoa or Chocolate.— The milk solids are 
calculated as the sum of the butter fat, total milk proteins, lac- 
tose, and milk ash. The amount of milk ash is calculated by 
taking 5%* of the sum of the butter fat, milk proteins, and 

lactose. e 
As a check on the above calculations, it may be noted that the 
average composition of milk solids is approximately as follows: 


and M= 


Per cent 

focal proteine O AERE E A ees 29.9 
EE UI E Tee, e e 35.5 
Butor an IE A A 28.4 
A eis EIS M S ON S RA ERO ETERNI DEO 
Fi s veh ess che Tam EOS te AN ON ME 0.7 
100.0 

(Dhu | docens MUERTOS PONE IDONEUM 23 


* According to Leach: “Food Inspection and Analysis,” this would be 
5.9%, but the Food Laboratories of. the U. S. Dept. of Agriculture use 5%. 
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REFERENCES.—Association of Official Agricultural Chemists: “Methods 
of Analysis," 43 (1925); Leach: “Food Inspection and Analysis." 


COCOA BUTTER 


General.—Cocoa Butter (or more properly Cacao Butter) is 
the fat of the cacao bean. The beans are chiefly used for the 
preparation of cocoa and chocolate products, so that cocoa butter 
is largely the byproduct of this industry. The proportion of 
fat in the beans generally varies from 50-56%. 

Cocoa butter has a yellowish-white color which turns white 
on keeping. It has the pleasant odor of chocolate. The acid 
number of fresh butter ranges from 1-2 (free fatty acid, calculated 
as oleic acid, 0.5-1.0%). The constants of pure cocoa butter 
are generally given as follows: 


Per aio lo Ole occ ay Ae as Gb Send ok 0 .950-0 .976 
MelbingiDOIDtze oo hacks EET JI aie Er Eso REIS 28-35? C. 
Ee 1.4565-1.4598 
Todine:nurmbern- 25 20129 E 32-42 
i|verehertsM'etssinmumber ee E 0.2-0.8 
Saponificationmumbers a 9449999929 E 192-202 


The Federal Standard (Circ. No. 19) for edible cocoa butter 
requires that it shall not be rancid; shall have a refractive index 
at 40° C. of 1.4566-1.4598; iodine number of 33-38; and melting 
point of 30-35? C. 

Cocoa butter is frequently adulterated and sometimes wholly 
substituted by stearin of cocoanut and palm nut oils. "These are 
readily differentiated from cocoa butter by their low iodine num- 
ber (4—6 for cocoanut stearin) and their Reichert-Meissl number 
(generally 3.2-6.3 for stearins). 

Analysis.— The determinations of Sp. Gr., Melting Point, 
Refractive Index, Iodine Number, Reichert-Meissl Number, and 
Saponifieation Number are described under Animal and Vege- 
table Oils. 


Norrs.—(1) Freshly melted cocoa butter shows a considerably lower 
melting point than the normal one and only regains its normal (higher) 
melting point when the sample has been at least 24 hours, preferably several 
days, in a cool place in a desiccator. 

(2) The sp. gr. of solid cocoa butter which has been melted does not 
become normal for some time, often several days. It is preferable, therefore, 
to take the sp. gr. of the melted fat as compared with water at 15° C, 
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Whymper* gives the sp. gr. at 50?/50? C. as 0.8921 and the temperature 
correction as 0.000717 per °C. This makes the sp. gr. at 30°/15° C. 
0.9065. It is not possible to determine the sp. gr. at an elevated tempera- 
ture and correct to 15? C., as the correction coefficient does not hold when the 
material changes from liquid to solid. 


Cocoa Butter Substitutes.— It is difficult to detect adulterants 
in cocoa butter when they are present in small amounts (5-10%) 
simply by interpretation of the fat constants. Some of the sub- 
stitutes, moreover, especially hydrogenated cottonseed oil, have 
constants so near those of cocoa butter that it is practically 
impossible to detect their presence by this procedure. For a 
given strength of glacial acetic acid the critical temperature of 
dissolution of a given cocoa butter is constant within 1? C. 
Pure cocoa butter is also soluble in a mixture of acetone and CCl. 
The following two methods have been adopted as tentative by 
the Association of Official Agricultural Chemists. f 

CRITICAL TEMPERATURE OF DISSOLUTION IN ACETIC AcID.— 
Apparatus.—Insert a thermometer reading to 0.1° C. into a 
cork that fits a 6X#-inch test-tube. The thermometer should 
extend far enough into the tube so that the bulb will be covered 
by 10 ec. of liquid. Place the tube in a larger tube 4X 14 inches 
containing glycerine, and hold firmly in place with a cork having 
a groove cut in the side to equalize the pressure when heat is 
applied. 

Determination.—Filter a portion of the sample through a dry 
filter paper in an oven at about 110° C. to remove traces of 
moisture. Let the filtered sample cool until barely warm and 
weigh (to the second decimal place) 5 grams of the sample and 
5 grams of glacial acetic acid (99.5%) into the test-tube. Insert 
the cork with the thermometer and place the test-tube in the 
glycerine bath. Heat and shake frequently until a clear solution 
is obtained. Let the solution cool with constant shaking without 
removing from the glycerine bath. Note the temperature at 
which the first sign of turbidity appears. Make a similar test 
with the same acetic acid on a sample of pure cocoa butter. 

Correction Factor.—Free fatty acids lower the turbidity tem- 
perature. A correction must therefore be made for the acid 


* “Cocoa and Chocolate; Their Chemistry and Manufacture.”’ 
1 See its Journal, 6, 278 (1923). 
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number of the sample. If the strength of the acetic acid 1s such 
that the turbidity temperature of pure cocoa butter is approxi- 
mately 90? C., one unit of acid number will cause a reduction of 
1.4? C. in the critical temperature of dissolution. If the turbidity 
temperature is approximately 100? C., one unit of acid number will 
cause a reduction of 1.2? C. For intermediate temperatures 
the reduction is proportional. 

Determine the acid number of both the sample and the pure 
cocoa butter, as described on page311. Multiply theacid number 
by the correction factor, and add the result to the observed 
turbidity temperature. The figure obtained is the true Critical 
Temperature of Dissolution. If the result obtained on the sample 
is lower by more than 2° C. than that of the pure cocoa butter, 
adulteration with cocoanut, palm kernel, corn, peanut, cotton- 
seed oils, or their stearins, or other vegetable oils is indicated. 


Norr.—Using acetic acid with which pure cocoa butter gives a critical 
temperature of 96° C. it has been found that the following temperatures are 
given by various substitutes: 


Shellsbutbere Bia ey Se ua E rae wee eee TAC, 
Cocoanut and palm kernel products... .. 16°C 
Hydrogenated cottonseed om. 277 .. 2... oo... 104° C 
Tallow Suhr ET Pee, Ob CONIDBLUPmOHUDOR qnc 2 94° C 
Corns oil HABILES ae eben unt aba pA E 20° C. 
EE KEE EE Ee 46° C 
Olivesoll sea le ee ee 63° C. 
Peanut orl Aeee vada CASE EE 52° C 
Renne 6. v; ML EEN 40° C 


Mixtures of any of these products with pure cocoa butter change the 
critical temperature of dissolution by an amount approximately propor- 
tional to the amount of substitute used. The only substitutes in use which 
have a critical temperature as high as pure cocoa butter are hydrogenated 
oils and tallow. These adulterants may be detected by the solubility test 
below. 


ACETONE-CARBON TETRACHLORIDE TrEst.—Dissolve 5 cc. 
of the warm fat, previously filtered through a dry filter in an oven 
at about 110° C. to remove traces of moisture, and 5 ce. of a 
mixture of equal volumes of acetone and CCl, in a test-tube. Let 
the solution stand in ice water for 20-30 minutes. Run a blank 
on a sample of pure cocoa butter at the same time. If hydro- 
genated oil, tallow, oleostearin, or paraffin is present, a white 
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flocculent precipitate will soon appear. If the water is cold 
enough, cocoa butter may solidify. If a precipitate forms, 
remove the sample from the ice water and let it remain at room 
temperature for a time. Solidified cocoa butter will soon melt 
and go into solution, but if the precipitate is due to any of the 
above-mentioned possible adulterants, a much longer time will 
be required. 


REFERENCE.—Lewkowitsch: “Chemical Technology and Analysis of Oils, 
Fats and Waxes,” 2, 475. 


FEED STUFFS AND MIXED GRAINS 


Preparation of Sample.—Grind the sample so that it will pass 
through a sieve having circular holes 1 mm. in diameter and mix 
thoroughly. This is very important in the case of mixed grains. 
A suitable mill is the grinding and pulverizing mill 059 made by 
the Enterprise Manufacturing Company, Philadelphia. The 
mill should be screwed down tightly and so-called spice grinders 
used in it. Pass the material through the mill, sieve it on 
the millimeter sieve, and regrind the residue until it all passes the 
sieve. If it is impossible to grind it fine enough to go through 
the sieve, pound up the residueinaniron mortar. Finally mix the 
ground sample very thoroughly before removing portions for 
analysis. 

In the case of soft or sticky feeds that cannot be ground, reduce 
the sample to as fine a state as possible. 

Norre.—For occasional samples the No. 0 mill is satisfactory, although this 


is not made to run by power. The Bureau of Chemistry at Washington uses 
the Enterprise Mill, serial 2962, which is run by a ¿-horsepower motor. 


Moisture.—Dry a portion of the ground material, representing 
about 2 grams of dry substance, at the temperature of boiling 
water to constant weight (approximately 5 hours) under a pressure 
of not over 100 mm. of mercury. Or, dry in a current of dry 
hydrogen at the same temperature but at atmospheric pressure. 
If the substance is in a glass vessel the latter should not be in 
contact with the boiling water. Report the percentage loss in 
weight as Moisture. 

Ash.—Weigh the equivalent of about 2 grams of the dry 
material, char in a weighed platinum dish and burn until free 
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from carbon at the lowest possible heat (not above dull redness). 
If à carbon-free ash cannot be obtained in this manner, exhaust 
the charred mass with hot water, collect the insoluble residue 
on a filter, ignite it in the dish until the ash is white or nearly so, 
then add the filtrate to the ash in the dish and evaporate to 
dryness. Heat the whole at low redness till the ash is white or 
grayish white, cool in a desiccator and weigh. 

Crude Protein.— Determine the nitrogen by the Kjeldahl, 
Gunning or Kjeldahl-Gunning-Arnold method, as described on 
pages 87-89. Multiply the percentage of N by 6.25 to obtain 
crude protein. 

Albuminoid Nitrogen.—STUTZER's REAGENT.—Dissolve 100 
grams of pure copper sulfate in 5 liters of water, add 2.5 cc. of 
glycerol and then 10% NaOH solution until the liquid is just 
alkaline. Filter, rub the precipitate in a mortar with water 
containing 5 ec. of glycerol per liter, and wash by decantation or 
filtration until the washings are no longer alkaline. Rub the 
precipitate up again in a mortar with water containing 10% of 
glycerol, thus preparing a uniform gelatinous mass that can be 
measured with a pipette. Determine approximately the 
quantity of Cu(OH); in 5 ce. of this mixture by diluting to 50 cc. 
with water, filtering, washing, igniting, and weighing as CuO. 
Multiply the weight of CuO by 1.23 for the weight of Cu(OH)». 

DETERMINATION.—Place 0.7 gram of the sample in a beaker, 
add 100 ec. of water and heat to boiling; or, in case of substances 
rich in starch, heat on the water bath for 10 minutes. Add 
a quantity of the Stutzer’s reagent containing about 0.5 gram of | 
the Cu(OH),, stir thoroughly, filter when cold, wash with cold 
water and, without removing the precipitate from the filter, 
determine the nitrogen according to the Kjeldahl, Gunning, or 
Kjeldahl-Gunning-Arnold method, as described on pages 87-89, 
adding sufficient K53 or NaS solution to precipitate all of the Cu 
and Hg. The filter paper used must be essentially free from N. 

If the material (such as seeds, seed residue, or oil cake) is rich 
in alkaline phosphates, add 1-2 cc. of a 10% solution of potash 
or soda alum, free from NH;, then the Cu(OH); and mix well by 
stirring. If this is not done, copper phosphate and free alkali 
may be formed and the protein-copper precipitate partially dis- 
solved in the alkaline liquid. 
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Amido Nitrogen.—Subtract the percentage of albuminoid N 
from the total N to obtain the amido N. 

Crude Fat (Ether Extract).—D1iREcT Mrruop.—Reagent.— 
Prepare anhydrous ether as follows: Wash the commercial ether 
with 2-3 successive portions of water. Add solid NaOH or KOH 
and let stand until most of the water has been absorbed. Decant 
into à dry bottle. Add carefully cleaned metallic sodium cut 
into small pieces and let stand until there is no further evolution 
of hydrogen. Keep the ether, thus dehydrated, over metallic 
Na in a loosely stoppered bottle to allow any accumulated 
H: to escape. It may be drawn off with a pipette as required. 

Determination —Large quantities of soluble carbohydrates 
may interfere with the complete extraction of the fat. In such 
cases extract with water before proceeding with the determina- 
tion. Extract about 2 grams of the material, dried as previously 
described, with the anhydrous ether for 16 hours. Dry the 
extract at the temperature of boiling water for 30 minutes, cool 
in a desiccator and weigh. Continue the alternate drying and 
weighing at 30-minute intervals to constant weight. For most 
feeds a period of 1-1.5 hours is required. 

INDIRECT Mertuop.—Determine the moisture as previously 
directed, then extract the dried substance for 16 hours with 
anhydrous ether, dry again and report the percentage loss in 
weight as Ether Extract. 

Crude Fiber.— Determine Crude Fiber as directed on page 527. 

Carbohydrates.—In feed stuffs, free from sugar, and in mixed 
grains the carbohydrates are generally taken by difference. Add 
together the percentages of moisture, ash, protein, fat, and crude 
fiber and subtract the sum from 100% for the carbohydrates. 

Total Sugars.*—PREPARATION OF SOLUTION.—Place 10 grams 
of the sample in a 250-ec. volumetric flask. If the substance 
has an acid reaction, add 1-3 grams of CaCO;. Boil on a steam 
bath for 1 hour with 125 cc. of 50% alcohol by volume, using a 
small funnel in the neck of the flask to condense the vapor. Cool 
and let stand several hours, preferably overnight. Make up 
to volume with neutral 95% alcohol, mix thoroughly, let settle, 
pipette 200 cc. into a beaker and evaporate on the steam bath 
to a volume of 20-30 ec. Do not evaporate to dryness; a little 

* Particularly applicable to cattle feeds. 
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alcohol in the residue does no harm. ‘Transfer to a 100-cc. 
volumetric flask and rinse the beaker thoroughly with water, 
adding the rinsings to the contents of the flask. Add enough 
saturated neutral lead acetate solution to produce a flocculent 
precipitate, shake thoroughly and let stand 15 minutes. Make 
up to the mark with water, mix thoroughly and filter through a 
dry filter. Add sufficient anhydrous Na;CO; or K2C20, to the 
filtrate to precipitate all the Pb. Again filter through a dry 
filter and test the filtrate with a little of the precipitant to make 
sure that all the Pb has been removed. 

REDUCING Sucans.— Determine the reducing sugars by the 
Munson and Walker method (see p. 551), employing the Soxhlet 
modification of Fehling's solution and using 25 cc. of the solution 
prepared as above directed (representing 2 grams of the sample). 
Express the results as Dextrose or as Invert Sugar. (See note.) 

Sucnosr.—[Introduce 50 cc. of the solution prepared as above 
directed into a 100-cc. volumetric flask; add a piece of litmus 
paper, neutralize with HCl, add 5 cc. of conc. HCl and let the 
inversion proceed at room temperature (for 24 hours at a tem- 
perature of 20—25? C. or for 10 hours, if the temperature is above 
25° C.). When inversion is complete, transfer the solution to a 
beaker. Neutralize with Na;CO;, return the solution to the 
100-ce. flask, dilute to the mark with water, filter if necessary 
and determine reducing sugars in 50 cc. of the solution (represent- 
ing 2 grams of the sample), as directed above under Reducing 
Sugars. Calculate the result as invert sugar. Subtract the 
percentage of reducing sugars before inversion from the percent- 
age of total sugar after inversion, both calculated as invert sugar, 
and multiply the difference by 0.95 to obtain the percentage of 
sucrose present. 

Norr.—Since the insoluble material of grain or cattle food occupies 
some space in the flask as originally made up, it is necessary to correct for 
this volume. Results of a large number of determinations on various 
materials have shown the average volume of 10 grams of material to be 
7.5 cc., and, therefore, to obtain the true amount of sugars present all results 
must be multiplied by the factor 0.97 (since 7.5 cc. is 3% of 250 cc.). 

Starch.— Drrect Acip HyproLYsis (MODIFIED SACHSSE 
Metuop).*—Stir a weighed quantity of the sample representing 

* By this method there will be included as starch the pentosans and other 


carbohydrate bodies present which undergo hydrolysis and inversion to reduc- 
ing sugars on boiling with HCl. 
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2.5-3 grams of the dry material in a beaker with 50 cc. of cold 
water for 1 hour. Transfer to a filter and wash with 250 ce. of 
cold water. Heat the insoluble residue for 2.5 hours with 200 ec. 
of water and 20 cc. of dil. HCI (5 : 4) in a flask provided with a 
reflux condenser. Cool and nearly neutralize with NaOH. Add 
the proper clarifying agent and complete the volume to 250 cc. 
Filter and determine the dextrose in an aliquot of the filtrate as 
directed by the Munson and Walker method (p. 551) or the 
Allihn method (p. 556). The weight of dextrose obtained, 
multiplied by 0.90, gives the weight of starch. 

org The factor 0.90 is the theoretical ratio between starch and dextrose 
but, according to Noyes and other investigators, the factor 0.93 more nearly 
approaches the actual yield. 

Diastase Merruop.—Malt Eztract.*—Digest 10 grams of 
fresh, finely ground malt for 2-3 hours at ordinary temperature 
with 200 cc. of water and filter. Determine the quantity of 
dextrose in a given volume of the filtrate after boiling with acid, 
etc., as in the starch determination, and make the proper correc- 
tion in the subsequent determination. 

Determination.—Extract a convenient quantity of the sub- 
stance (ground to an impalpable powder and representing 4-5 
grams of the dry material) on a hardened filter with 5 successive 
portions of 10 cc. of ether, wash with 150 cc. of alcohol (10% by 
volume) and then with a few cc. of 95% alcohol. Place 
the residue in a beaker with 50 cc. of water, immerse the beaker 
in boiling water, and stir constantly for 15 minutes, or until all 
the starch is gelatinized. Cool to 55? C., add 20 cc. of the malt 
extract, and maintain at this temperature for 1 hour. Heat 
again to boiling for a few minutes, cool to 55° C., add 20 cc. of 
the malt extract, and maintain at this temperature for 1 hour, or 
until the residue treated with iodine solution shows no blue color 
upon microscopical examination. Cool, make up directly to 
250 cc. and filter. Place 200 cc. of the filtrate in a flask, add 20 
ce. of dil. HCl (5:4), connect with a reflux condenser, and heat 
in a boiling water bath for 2.5 hours. Cool, nearly neutralize 
with 10% NaOH solution, finish the neutralization with Na;CO; 
solution, and dilute to 500 cc. Mix the solution thoroughly, 
pour through a dry filter, and determine the dextrose in an 

* See also note 2 on p. 607. 
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aliquot by the Munson and Walker or the Allihn method. Con- 
duet a blank determination upon the same volume of the malt 
extract as used with the sample and correct the weight of dextrose 
accordingly. The weight of the dextrose obtained, multiplied 
by 0.90, gives the weight of starch. 

Pentosans.—Weigh 2-5 grams of the sample, using such an 
amount that the weight of phloroglucide obtained shall not 
exceed 0.300 gram, and follow the procedure described under 
Furfural Value of Cotton Cellulose (p. 493). 

Galactan.— The determination of galactan is seldom required. 
The tentative method of the Association of Official Agricultural 
Chemists is given in its ‘‘ Methods of Analysis," page 121 (1925). 

Water-soluble Acidity (Tentative).—Weigh 10 grams of the 
sample into a shaking bottle. Add 200 cc. of water and shake 
for 15 minutes. Filter the extract through a folded filter, pipette 
out 20 ec. (equivalent to 1 gram), dilute with 50 cc. of water and 
titrate with 0.1 N NaOH and phenolphthalein. Report results 
in terms of cc. of 0.1 N NaOH required to neutralize 1 gram. 

Grit in Poultry Feed.—After thorough mixing, place 2 grams 
of the ground sample, prepared as previously described, in an 
evaporating dish of about 30-cc. capacity. Add about 5 cc. of 
CHCl; and mix gently with a glass rod so that the liquid comes 
in contact with all of the sample. Brush the particles adhering 
to the rod into the dish and, after pushing all particles into the 
CHCl; with a 25-mm. circular or square cover-glass, use the 
latter to skim off or pull the floating portion of the material over 
the top of the dish, taking care not to submerge the cover-glass 
deep enough to disturb the grit settled in the bottom of the dish. 
After skimming until the surface of the CHCl; is nearly clear, 
slowly pour the supernatant liquid into a second evaporating dish, 
stopping as soon as any grit threatens to pass out. 

Now wash the sides of the dish with a few cc. more of CHCl; 
and repeat the above operation until no floating particles remain, 
using the cover-glass as before and pouring off the supernatant 
liquid. This will require 10-15 cc. of CHCl;. When grit only 
remains, let the last of the CHCl; evaporate spontaneously and 
weigh the residue. 


Norr.—The CHCl; washings collected in the second dish should be 
poured out in order to observe whether any grit has been poured into it 
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during the process. Also examine the residue of grit for impurities. The 
CHCl; washings may be saved and recovered by distillation and subsequent 
drying over CaCl». 

Bone in Meat Scrap.—Use the grit method previously 
described, except that in some samples it may be found necessary 
to rub the residue of bone, remaining after the first washing with 
CHCl;, with a glass rod or small pestle to assist in bringing some 
of the particles to the surface of the CHCl. 

Salt (Qualitative Test).—Transfer 2 cc. of a 5% AgNO; 
solution to a small test-tube of about 3°; inch diameter. Care- 
fully add to the liquid an equal volume of the feed, which has 
been previously ground to pass a 1 mm.-sieve, so that most of 
the sample floats or remains above the liquid. Gradually 
incline the tube so that the liquid is absorbed. White patches 
of AgCl will appear wherever the minutest crystal of salt comes 
in contact with the liquid. 

REFERENCE.—The above are essentially the official methods of the Associ- 
ation of Official Agricultural Chemists (except those marked '' Tentative") 


described in its ‘‘ Methods of Analysis" 115-122 (1925). There have been 
slight changes made to conform to the usage of this laboratory. 


WHEAT FLOUR 


General.— Wheat flour is defined as finely ground and bolted 
wheat substances. Graham flour is an unbolted wheat meal. 
The grades of flour commonly made are: (1) Patent flour, form- 
ing 85% or less of the flour output; (2) Clear or Bakers’ flour, an 
intermediate grade, inferior to the patent in color and rising 
properties; (3) Low Grade or “Red Dog” flour, about 5%, suit- 
able only for cattle feed. Some mills make two or more grades 
of patent and clear. On the other hand, it is also frequent 
practice to combine all the flour streams other than of low grade 
to form a so-called “‘straight” flour. 

The byproducts of flour are: (1) Bran, the outer coatings of 
the grain in flakes; (2) Shorts, the finer offal containing both 
starchy matter and bran elements; (3) Germ, rich in oil, often 
run in with the bran. For the composition of typical wheat 
flours and byproducts, see Leach, ‘‘Food Inspection and 
Analysis," 4th ed., pp. 320—323. 

The Federal Standard for flour (U.S. Department of Agriculture 
Circ. No. 136) requires that it shall contain not over 13.5% of 
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moisture, 1% of ash, and 0.50% of crude fiber, and not less than 
1.25% of nitrogen. 

'The following procedures, with the exception of the tests for 
alum and ergot, are official and tentative methods of the Associa- 
tion of Official Agricultural Chemists. 

Moisture.—Dry approximately 2 grams in vacuo at the tem- 
perature of boiling water to constant weight (approximately 5 
hours). Report the percentage loss in weight as Moisture. 

For à routine method which gives results very close to the 
official, weigh accurately about 2 grams in a tared, covered dish, 
remove the cover and heat in an air oven at 130? C. (+39) for 
1 hour. Cover the dish while still in the oven, cool in a desic- 
cator for 20 minutes, weigh and calculate the loss in weight as 
moisture. 

Ash.—Weigh 3-5 grams in a shallow platinum dish which 
has been ignited, cooled in a desiccator, and weighed soon after 
reaching room temperature. Burn in a muffle until the ash is 
light gray, or until no further loss in weight occurs, at a low heat, 
not exceeding dull redness (approximately 550° C.). The ash 
should not fuse. Cool in a desiccator and weigh soon after 
reaching room temperature. 

Fat (Ether Extract)—Dry 2-5 grams of the material as 
directed above under Moisture. If very fine, mix with an equal 
weight of clean, dry sand. Extract in a Soxhlet extractor with 
anhydrous ether for 16 hours. Dry the extract at 100° C. for 
30 minutes, cool in a desiccator and weigh. Continue alternate 
drying and weighing at 30-minute intervals to constant weight. 
(Generally, 1-1.5 hours is sufficient.) 

Crude Fiber.—Determine as directed on pages 527—529. 

Acidity of Water Extract (Tentative).—Weigh 18 grams of the 
flour into a 500-cc. Erlenmeyer flask and add 200 ec. of CO- 
free water. Place the flask, loosely stoppered, for an hour in 
a water bath kept at 40° C., shaking occasionally. Filter through 
a dry, folded filter, returning the first 10-15 cc. of the filtrate 
to the filter. Titrate 100 ec. of the clear filtrate with 0.05 N 
NaOH and phenolphthalein. Each ce. of 0.00 N NaOH is 
equivalent to 0.05% acidity as lactic acid. 

Sugars (Tentative).—Determine reducing sugars and sucrose 
as described under Total Sugars in Feed Stuffs (p. 617). 
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Protein.—Determine nitrogen by the Kjeldahl or Gunning or 
Kjeldahl-Gunning-Arnold method, as described on pages 87-89. 
Multiply the percentage of N by 5.7 to obtain the percentage 
of protein. 

Alcohol-soluble Protein.—M ErHop 1—By Nirrocen Dr- 
TERMINATION (TENTATIVE).— Transfer 4 grams of the flour to a 
150-200-cc. bottle or Erlenmeyer flask and add 100 ec. of 70% 
alcohol (by volume), taking care that none of the material sticks 
to the bottom of the container. Shake thoroughly ten to twelve 
times at intervals of 30 minutes at room temperature, or shake 
continuously in a shaking machine for 1 hour, and then set aside 
overnight. Shake thoroughly once more, let settle and filter 
through a dry, folded filter, returning the first runnings to the 
filter until a clear filtrate is obtained. Pipette 50 cc. of the fil- 
trate, equivalent to 2 grams of the sample, into a Kjeldahl flask, 
dilute with 100 ec. of water to prevent frothing during digestion 
and determine N as directed above under Protein. 

MerHo 2.—By PoLARIZATION (TENTATIVE).—Weigh 15.97 
grams of the flour into a 300-cc. flask and add 100 ec. of 65% 
alcohol by volume (sp. gr. 0.90). Shake at 30-minute intervals 
for 3 hours and let stand overnight. Filter through a dry, 
folded filter and polarize in a 200-mm. tube. Precipitate the 
proteins in 50 cc. of the filtrate by the addition of 5 ec. of Millon's 
reagent. Shake, filter, and polarize the filtrate in a 200-mm. tube. 
Multiply the reading in degrees Ventzke by 1.1 to correct for 
dilution and deduct the product from the first reading. This 
difference, multiplied by 0.2, gives the percentage of gliadin 
nitrogen. 

Millon’s Reagent.—Dissolve metallic Hg in an equal weight of 
conc. HNO; and dilute the solution with an equal volume of 
water. The freshly prepared solution must be used. 

Protein Soluble in 5% KSO, Solution (Tentative).—Weigh 6 
grams of the flour into a 200-cc. flask and introduce exactly 100 
ec. of 5% KSO, solution. Shake at 30-minute intervals for 3 
hours and let stand overnight or, preferably, agitate at moderate 
speed in a shaker for 1 hour, let settle 30 minutes, filter and 
determine the N in 50 cc. of the filtrate, as directed previously 
under Protein. 
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Globulin and Albumin* and Amino Nitrogen (Tentative).— 
Weigh 10 grams of the flour into a 500-cc. Erlenmeyer flask, add 
250 cc. of 1% NaCl solution, stopper the flask and shake thor- 
oughly. Let stand, with occasional shaking, for 3 hours, filter 
through a dry paper and evaporate 100 cc. of the filtrate to a 
small volume in a Kjeldahl flask with 5 ce. of conc. H2SO.. Add 
the remainder of the H;SO,, digest and determine the N. Toa 
second 100 ce. of the filtrate add 5 cc. of 20% phosphotungstie 
acid solution, shake thoroughly, let settle and filter by decanta- 
tion. Wash slightly with water, concentrate the filtrate with 
5 ec. of H¿SO, in a Kjeldahl flask and determine the N (amino) as 
directed previously under Protein. Deduct the amino N from 
the N found in the first aliquot to obtain the N as globulin and 
albumin. 

Glutenin (Tentative).—Deduct the sum of the N soluble in 
K.SO, solution and the alcohol-soluble N from the total N, and 
multiply the difference by 5.7. 

Cold Water Extract (Tentative).—Weigh 20 grams of the flour 
into a 500-cc. Erlenmeyer flask and add gradually 200 ec. of water 
at 10? C. or colder. Shake vigorously when about 50 cc. of 
water have been added and continue shaking during the addition 
of the remainder. Let stand at 10? C. for 40 minutes, shaking 
occasionally. Filter through a large, dry, coarse filter paper, 
returning the first runnings to the filter until a clear filtrate is 
obtained. Pipette 20 cc. of the clear filtrate into a tared dish, 
evaporate to dryness on the steam bath, and dry to constant 
weight in an oven at 100? C., weighing at periods of 30 minutes. 

Gluten.—BAMIHL QUALITATIVE Test (TENTATIVE).—Place a 
very small quantity (about 1.5 milligrams) of the flour on a micro- 
scope slide, add a drop of a water solution containing 0.02% of 
water-soluble eosin and mix by means of a cover-glass, holding 
the latter at first in such a manner that it is raised slightly above 
the slide, and taking care that none of the flour escapes from 
beneath it. Finally, let the cover-glass rest on the slide and rub 
it back and forth until the gluten has collected into rolls. The 
operation should be carried out on a white paper so that the 
formation of gluten rolls can be noted. Wheat flour, or other 
flours containing gluten, show by this treatment a copious amount 

* Edestin and Leucosin. 
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of gluten, which absorbs the eosin with avidity, assuming a 
carmine color. Rye and corn flour yield only a trace of gluten, 
and buckwheat flour no appreciable amount. The preparations 
are best examined with the naked eye, thus gaining an idea of the 
amount of gluten present. If the flour is coarse, or contains a 
considerable amount of bran elements, as is true of buckwheat 
flour and low-grade wheat flour, the test should be made after 
bolting, as the bran particles and coarse lumps interfere with the 
formation of gluten rolls. 

QUANTITATIVE DETERMINATION (TENTATIVE).—Weigh 25 
grams of the flour into a cup or porcelain mortar, add sufficient 
tap water (about 15 cc.) to form a firm dough-ball and work into a 
dough with a spatula or pestle, taking care that none of the 
material adheres to the utensil employed. Let the dough stand 
in water at room temperature for 1 hour, then knead gently in a 
stream of tap water until the starch and all soluble matters are 
removed. This operation requires approximately 12 minutes 
and should be performed over bolting cloth or a horse-hair sieve. 
To determine if the gluten is starch-free let 1 or 2 drops of the 
wash water, obtained by squeezing the gluten, fall into a beaker 
containing perfectly clear water. If starch is present, a cloudi- 
ness appears. Let the gluten thus obtained stand in water for 1 
hour, then press as dry as posssible between the hands, roll into 
a ball, place in a tared, flat-bottomed dish and weigh as Moist 
Gluten. Transfer to an oven, dry to constant weight at 100° C. 
(about 24 hours), cool and weigh as Dry Gluten. 

Chlorine.— QUALITATIVE TEST FOR CHLORINE-BLEACHED FLOUR 
(TENTATIVE).—Extract 30 grams of the flour with gasoline and 
let the latter evaporate. A small amount of oil remains. Heat a 
piece of copper wire in a colorless gas flame until it is black and 
no longer colors the flame green. Dip the hot end of the wire into 
the oil and again into the flame. If chlorine or bromine has been 
used as a bleaching agent, a green or blue coloration is produced. 

QUANTITATIVE DETERMINATION (TENTATIVE).— Weigh 20 grams 
of the flour into a flat-bottomed aluminum dish, 8-10 cm. in 
diameter, and dry 5 hours at 100° C. ‘Transfer, with as little 
exposure to the air as possible, to a continuous fat extractor, and 
extract for 16 hours with anhydrous, alcohol-free ether, which is 
also free from Cl. Transfer the ether extract to a platinum dish 
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and add 25 ce. of a solution containing 25 grams of NaOH and 
15 grams of NaNO; per liter. Place the dish on the steam bath, 
evaporate to dryness and ignite in a muffle at a dull red heat until 
the contents are thoroughly charred. Extract the charred mass 
with 25 cc. of 1% HNO; and filter. Return the residue to the 
dish, char and again extract with 25 cc. of 1% HNO;. Filter, 
wash with hot water, return to the dish and ignite to a white ash. 
Dissolve the ash in 5% HNO; and add the solution to the fil- 
trates previously obtained. Determine the Cl in the combined 
filtrate either gravimetrically, weighing as AgCl, or volumetric- 
ally by the Volhardt Method, as described on page 763, using 
0.02 N solutions for greater accuracy. Report results in parts 
of Cl per million. 

Norsr.—In determining Cl special precautions should be taken that the 
air of the laboratory during the entire operation is not contaminated with 
Cl or HCl fumes and that all reagents used are as free as possible from Cl. 


In all cases conduct a blank determination at the same time and employ a 
correction if necessary. 


Nitrite Nitrogen (Tentative)—Rracrents.—(a) Sulfanilic Acid 
Solution.—Dissolve 0.5 gram of sulfanilic acid in 150 ec. of 20% 
acetic acid. 

(b) Alpha-naphthylamine Hydrochloride Solution.—Dissolve, by 
heating, 0.2 gram of the salt in 150 cc. of 20% acetic acid. 

(c) Standard Nitrite Solution.—Dissolve 0.1099 gram of dry 
AgNO: in about 20 cc. of hot water, add 0.10 gram of NaCl, 
shake until the AgCl flocculates and make up to 1 liter. Draw 
off 10 cc. of the clear solution and dilute to 1 liter. Each cc. of 
the last solution is equivalent to 0.0001 milligram of N as nitrite. 

The AgNO may be prepared as follows: To a cold solution 
of about 2 grams of NaNO: or KNO: in 50 cc. of water, add a 
solution of AgNO; as long as a precipitate appears. Decant the 
liquid and thoroughly wash the precipitate with cold water. 
Dissolve in boiling water. On cooling, the AgNO» crystallizes 
out. Dry the crystals in the dark at ordinary Mess 
(preferably in a vacuum). 

DETERMINATION.—Method 1.—Select a series of 100-cc. volu- 
metrie flasks of uniform dimensions and color. Place 2 grams of 
high-grade, nitrite-free flour in each; add approximately 70 cc. 
of nitrite-free water and shake until the flour is thoroughly 


ANALYSIS OF FOODS 627 


moistened. Add to these flasks varying amounts of the standard 
nitrite solution, so that a series of comparison standards will be 
obtained having a range covering the probable nitrite content 
of the unknown sample. Reserve 1 flask for a blank test. In 
order to avoid making a large series of standards it is well to 
make a preliminary test to ascertain the approximate nitrite 
content of the unknown. Where the quantity of nitrite present 
is small, the nitrite solution in the flasks may be increased by 0.4 
ec. each. Where bleaching is excessive, 1 gram of flour may be 
used throughout, or the standards may be given a wider varia- 
tion in nitrite content. 

To each of 2 similar flasks add 2 grams of the flour and 90 ce. 
of water; shake thoroughly and digest all the flasks, including 
the blank, in a water bath at 40? C. for at least 15 minutes. Add 
2 cc. each of the sulfanilie acid and alphanaphthylamine hydro- 
chloride solution to each flask, shaking the mixture after the 
addition of each reagent. Continue the digestion at 40? C. 
for an additional 20 minutes. ‘The color must be developed in 
all the flasks under conditions as nearly uniform as possible. 
Dilute to the marks with nitrite-free water and compare the 
unknown with the series of standards. This may be done in a 
large, white-enameled pan, the effect of the turbidity, due to the 
flour, being minimized by the white background. The solutions 
should be allowed to subside and should not be shaken during 
comparison. Report results as parts of Nitrite Nitrogen per 
million. 

Method 2.—Weigh 20 grams of the flour into a 500-cc. Erlen- 
meyer flask, add 200 cc. of nitrite-free water, previously warmed 
to 40? C., and close the flask with a rubber stopper. Shake 
vigorously for 5 minutes and digest for 1 hour in à water bath, 
keeping the temperature of the liquid in the flask at 40° C., and 
shaking at 10-minute intervals. Finally filter on a dry, nitrite- 
free, folded filter. Return the first runnings to the filter until 
a clear filtrate is obtained. Pipette 50 cc. of the filtrate and 50 cc. 
of the standard nitrite solution into small flasks; add to each 50 
ec. of water and 2 cc. each of the sulfanilic acid and alphanaph- 
thylamine hydrochloride solution; shake and let stand 1 hour 
to bring out the color. Compare the 2 solutions in a colorimeter. 
Divide the height of the column of the standard solution by that 
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of the solution of the sample to obtain the parts of N as nitrous 
acid (free and combined) per million of flour. 

Gasoline Color Value (Tentative).—Place 20 grams of the 
flour in à wide-mouthed, glass-stoppered, 120-cc. bottle and add 
100 ee, of colorless gasoline. Stopper tightly and shake vigor- 
ously for 5 minutes. After standing for 16 hours shake again 
for à few seconds until the flour has been loosened from the 
bottom of the bottle and thoroughly mixed with the gasoline, 
then filter immediately on a dry, 11-cm. paper into an Erlenmeyer 
flask, keeping the funnel covered with à watch glass to prevent 
evaporation. In order to. secure a clear filtrate, let a certain 
quantity of the flour pass over upon the paper and pour the first 
portion of the filtrate through a second time. It will be found 
convenient to fit the filter paper to the funnel by means of water 
and dry thoroughly either by standing overnight in a well- 
ventilated place or by heating. 

Determine the color value of the clear gasoline solution in a 
Schreiner or similar colorimeter, using for comparison a 0.005% 
KCrO; solution. This solution corresponds to a gasoline number 
of 1.0 and is conveniently prepared by diluting 10 cc. of a 0.5% 
solution to 1 liter. The colorimeter tube containing the gasoline 
solution should first be adjusted to read 50 mm., then the tube 
containing the standard chromate solution raised or lowered until 
the shades of yellow in both tubes match. The reading of the 
chromate solution, divided by the reading of the gasoline solution, 
gives the gasoline color value. 

The color value may be determined also in Nessler tubes, using 
for comparison K;CrO, solutions of various dilutions prepared 
from a 0.5% solution and filling the tubes in all cases to the 
height of 50 mm. 

Alum (Qualitative Test) —Mix 10 grams of the sample with 
10 cc. of water and stir in 1 cc. of logwood tincture (5 grams of 
logwood digested in 100 ec. of alcohol) and 1 cc. of a saturated 
solution of ammonium carbonate. If the sample is pure, the 
color will be faint pink or brown; but if alum is present, a distinct 
lavender-blue color is produced, which should remain after 
heating for 2 hours in a water oven. 

Ergot.—Ergot is a fungous growth containing a poisonous 
alkaloid, sometimes developing in rye and less often in wheat. 
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Under the microscope it appears as a fine net-work of mostly 
colorless parenchyma cells, containing globules of fat.* 

If flour containing ergot is treated with a very dilute solution 
of aniline violet, the stain will be practically absorbed by the 
damaged particles of the grain and resisted by the normal 
granules. A hot alcohol extract of flour containing ergot is 
colored red when treated with dil. H;SO,. 


NorE.—For baking tests and other tests on flour than given above, see 
Leach: “Food Inspection and Analysis," 4th ed. 


MILK AND CREAM 


MILK 


General.—The sp. gr. of pure milk at 60° F. generally ranges 
from 1.027-1.035. Its average composition is approximately as 
follows: 


Per cent 
ERTS FICS BLY NAAA Eeer 3.6 
Solids not fat: 
TTE E a RM) 
Other nitrogenous sub- 
BUANCOS iris ds 0.8 
EH DIE aaa ee ae 4.5 dus 
Ee d AS) 
ASh A E LM EE Ud 
AN ee E teg 12:14 


According to the above figures, the composition of the solids 
should be as follows: 


Per cent 
(CR SCIT. e E A 23.7 
TACOS RE AT c, SU 35.5 
E En ARI 28.4 
ee Mot PP JE e Dr 
MOE O Ser a 29.9 


It will be seen that casein is about 80 per cent of the total protein. 
The U. S. Federal Standard for pure milk (Bureau of Chemis- 
try, Circ. 19) is as follows: 
* See Leach: “Food Inspection and Analysis," 4th ed., 323. 
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Per cent 
Solids fiot. Latidos minimum 8.5 
IMalkifateu m. e tet minimum 3.25 


Skimmed milk should contain not less than 9.25% of milk 
solids. 

The usual determinations in ascertaining the nutritive values 
of milk are Specific Gravity, Total Solids, Fat, Protein, Lactose, 
and Ash. The following methods, unless otherwise indicated, 
are the official methods of the Association of Official Agricultural 
Chemists. 

Preparation of Sample.—Before withdrawing portions for 
analysis, bring the sample to 15-20? C. and mix well by pouring 
into à clean, dry receptacle and back until a homogeneous 
mixture is obtained. If lumps of cream do not completely 
disappear, warm to about 38? C., mix well, and then cool to 
15-20°C. For determinations which require a measured volume, 
bring the milk to 20° C. before pipetting. 

Specific Gravity.—Determine the sp. gr. at 15.5? C. with a 
pycnometer, first shaking the sample well. 

Total Solids.—Heat 3-5 grams of the milk at the temperature 
of boiling water until it ceases to lose weight, using a tared, flat- 
bottomed dish of not less than 5-cm. diameter. If desired, previ- 
ous to weighing the dish, place in it 15-20 grams of pure, dry 
sand. Cool in a desiccator and weigh rapidly to avoid absorp- 
. tion of hygroscopic moisture. 

Ash.—Weigh quickly about 20 grams of the milk in a tared 
porcelain dish, add 6 cc. of conc. HNO;, evaporate to dryness 
and ignite at a temperature just below redness until the ash is 
free from carbon. Cool in a desiccator and weigh the ash. 

Acidity.— Weigh 10-20 ec. of the milk in a small flask, dilute 
with an equal volume of recently boiled and cooled water, add 
0.5 ec. of phenolphthalein indieator and titrate with 0.1 N 
NaOH. Calculate the percentage of lactic acid. 

CALCULATION.—1 cc. 0.1 N NaOH=0.009 gram lactic acid. 

Protein.— Place about 5 grams of the milk in a Kjeldahl diges- 
tion flask and determine the total N by the Kjeldahl or Gunning 
or the Kjeldahl-Gunning-Arnold method (pp. 87-89). Multiply 
the percentage of N by 6.38 to obtain the percentage of N 
compounds or Total Protein, 
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Casein.— This determination should be made while the milk 
is fresh or nearly so. If it cannot be made within 24 hours, add 
1 part of formaldehyde to 2500 parts of the milk and keep in a 
cool place. 

Meruop 1.—Place 10 grams of the milk in a beaker with 90 
cc. of water at 40-42? C. and add at once 1.5 cc. of dil. acetic 
acid (1:9). Stir and let stand 3-5 minutes. Then decant on a 
filter, wash by decantation two or three times with cold water 
and transfer the precipitate to the filter. Wash once or twice 
on the filter. The filtrate should be clear, or very nearly so. 
If the first portions of the filtrate are not clear, repeat the filtra- 
tion, after which complete the washing of the precipitate. 
Determine N in the washed precipitate and filter paper as directed 
above, multiply by 6.38 and calculate the percentage of casein. 

In samples of milk which have been preserved, the acetic acid 
should be added in small portions, a few drops at a time, with 
stirring, and the addition continued until the liquid above the 
precipitate becomes clear, or very nearly so. 

Mxzrnop II.—To 10 grams of the milk add 50 cc. of water at 
40° C., then 2 cc. of a potash alum solution saturated at 40? C. 
orhigher. Let the precipitate settle, transfer to a filter and wash 
with cold water. Determine N in the precipitate and filter paper 
as directed above, multiply by 6.38 and calculate the percentage 
of casein. 

Albumin.—If Method I was used for determining the casein, 
exactly neutralize the filtrate from the acetic acid precipitation 
with 10% NaOH solution and add 0.3 ec. of dil. acetic acid (1:9). 
Heat on the steam bath until the albumin is completely pre- 
cipitated. If Method II was used, add 0.3 ec. of the dil. acetic 
acid directly to the filtrate and boil to precipitate the albumin. 
Collect the precipitate on a filter, wash with cold water, and 
determine the N. Multiply the percentage of N, based on the 
original sample, by 6.38 to obtain the percentage of albumin. 

Lactose.—Dilute 25 grams of the milk with 400 cc. of water 
in a 500-cc. volumetric flask. Add 10 cc. of Fehling's CuSO, 
solution (Soxhlet modification) and about 7.5 ec. of KOH 
solution of such strength that 1 volume is just sufficient to pre- 
cipitate completely the Cu from 1 volume of the Fehling's solu- 
tion. (Instead of KOH of this strength, 8.8 cc. of 0.5 N NaOH 
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solution may be used.) After the addition of the alkali solution, 
the mixture must still have an acid reaction and contain Cu 
in solution. 

Dilute the solution to the mark, mix, filter through a dry 
filter and determine lactose in an aliquot of the filtrate by the 
Munson and Walker method (p. 551). 

Fat (Roese-Gottlieb Method).—Weigh 10-11 grams of the 
milk into a Rohrig tube or a similar apparatus, add 1.25 cc. of 
conc. NH¿OH (2 cc. if the sample is sour) and mix thoroughly. 
Add 10 ee. of 95% alcohol and mix well. Then add 25 ce. of 
ether, shake vigorously for 30 seconds, add 25 cc. of petroleum 
ether (redistilled slowly at a temperature below 60° C.) and shake 
again for 30 seconds. Let stand 20 minutes, or until the upper 
liquid is practically clear. Draw off as much as possible of the 
ether-fat solution (usually 0.5-0.8 cc. will be left) into à weighed 
flask through a small, rapid filter. (The flask should always be 
weighed with a similar one as a counter poise.) Re-extract the 
liquid remaining in the tube, this time with only 15 ec. of each 
ether, shake vigorously 30 seconds with each and let settle. 
Draw off the clear solution through the small filter into the same 
flask as before and wash the tip of the spigot, the funnel and the 
filter with a few cc. of a mixture of the 2 ethers in equal parts, free 
from suspended water. For absolutely exact results the re-ex- 
traction must be repeated. This third extraction yields not 
more than about 1 milligram of fat if the previous ether-fat 
solutions have been drawn off closely. Evaporate the ethers 
slowly on the steam bath, then dry the fat in a boiling water 
oven to constant weight. 

Confirm the purity of the fat by dissolving in a little petroleum 
ether. Should a residue remain, remove the fat completely with 
petroleum ether, dry the residue, weigh and deduct the weight. 
Finally correct this weight by a blank determination on the 
reagents used. 

Fat (Babcock Method).—APPARATUS.*—(a) Standard Babcock 
Test Bottles—The standard Babcock test bottles for milk and 
cream are as follows: 

* The specifications for all apparatus for the Babcock test are given in 


detail in Association of Official Agricultural Chemists: “Methods of 
Analysis," 262-263, and 270-271 (1925). 
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(1) The 8%, 18-gram, 6-inch, Milk-test Bottle is shown in 
Fig. 37. It is 150-165 mm. tall, with the neck graduated from 
0.0 to 8.0% in units, halves, and tenths of a per cent. The bulb 
may be cylindrical or conical and holds not less than 45 cc. up 
to the junction with the neck. The capacity of the neck for 
each whole per cent on the graduation is 0.20 cc. The charge for 
the bottle is 18 grams (17.6 cc.) of milk. 

(2) The 50%, 9-gram, Short-neck, 6-inch, 
Cream-test Bottle is 150-165 mm. tall, with the 
neck graduated from 0.0 to 50% for each 5%, 1% 
and 0.595. "The bulb is the same as that of the 
milk-test bottle. The capacity of the neck for 
each whole per cent on the graduation is 0.1 cc. 
The charge for the bottle is 9 grams of cream. 

(3) The 5095, 9-gram, Long-neck, 9-inch, 
Cream-test Bottle is similar to the one described 
under (2) except that it is 210-229 mm. tall and 
the graduated portion of the neck is about twice 
as long. 

(4) The 50%, 18-gram, Long-neck, 9-inch 
Cream-test Bottle issimilarto the bottle described "12,27; Babcock 
under (3) except that the charge is 18 grams of 
cream. 

(b) Centrifuge.— The centrifuge must be capable, when filled 
to capacity, of rotating at the necessary speed with a minimum 
of vibration. The speed of revolution during the test is governed 
by the size as follows: 


Diameter of wheel, inches........... 10111277 14^ "T6 "18 20022" 24 
Revolutions per minute............. 1074 980 909 848 800 759 724 693 


The diameter of the wheel is the distance between the inside 
bottoms of opposite cups measured through the center of rotation 
of the centrifuge wheel while the cups are horizontally extended. 
The centrifuge is heated to at least 55° C. during the test. 

(c) Pipette—The standard milk pipette is graduated to contain 
17.6 cc. of water at 20° C. when the bottom of the meniscus coin- 
cides with the upper mark; delivery in 5-8 seconds. It should 
be tested by measuring from a burette the volume of water at 
20° C. which it holds to the graduation mark and should be 
correct within 0.05 cc. 
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(d) Acid Measure.—This is graduated to deliver 17.5 cc. of 
conc. H¿SO, and may be a graduated cylinder or a pipette. 

CALIBRATION or BorrTLES.—Any suitable method may be used 
for the rapid testing of bottles, but the accuracy of any ques- 
tionable bottle is to be determined by calibration with mercury. 
The bottle being first filled to zero with clean, dry Hg at 20° C., 
13.5471 grams of the Hg is equal to 5% on the scale of an 18- 
gram bottle and 10% on a 9-gram bottle. The maximum error 
of the total graduation or any part of it should not exceed the 
volume of the smallest unit of the graduation. 

DETERMINATION.— Transfer 18 grams of the prepared sample 
at 20? C., by means of the standard pipette, to the test bottle, 
blowing out the milk remaining in the tip of the pipette after free 
out-flow has ceased. Add 17.5 cc. of conc. HSO; (sp. gr. 1.82- 
1.83 at 20? C.), preferably not all at once, pouring it down the 
side of the neck so as to wash any traces of milk into the bulb. 
The HSC, should be at 15-20? C. Shake until all traces of curd 
have disappeared, then transfer the bottle to the centrifuge, 
counterbalance it, and whirl for 5 minutes after the proper speed 
has been obtained. Add soft water, not cooler than 60° C., until 
the bulb is filled, and whirl 2 minutes more. Add hot water 
until the liquid column approaches the top of the graduations 
and whirl 1 minute longer at 55-60? C. Transfer the bottle to a 
warm water bath kept at 55-60? C., immerse it to the level of the 
top of the fat column and leave it there until the column is in 
equilibrium and the lower fat surface has assumed final form. 
Remove from the bath, wipe the bottle and, by means of dividers 
or calipers, measure the fat column, in terms of percentage by 
weight, from its lower surface to the highest point of the upper 
meniscus. 

Norre.—The fat column at the time of measurement should be trans- 
lucent, of a golden-yellow or amber color, and free from visible suspended 
particles. Reject any test in which the fat column is milky or shows the 


presence of curd or of charred matter, or in which the reading is indistinct 
or uncertain. 


Gelatin (Qualitative Test).— To 10 cc. of the milk add an 
equal volume of acid Hg(NO;)s solution (Hg dissolved in twice 
its weight of conc. HNO; and this solution diluted to 25 times 
its volume with water), shake the mixture, add 20 ec. of water, 
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shake again, let stand 5 minutes and filter. If much gelatin is 
present, the filtrate will be opalescent and cannot be obtained 
quite clear. To a portion of the filtrate contained in a test-tube, 
add an equal volume of saturated aqueous picric acid solution. 
A yellow precipitate will be produced in the presence of any con- 
siderable amount of gelatin, while smaller amounts will be indi- 
cated by a cloudiness. In the absence of gelatin the filtrate will 
remain perfectly clear. 

Preservatives.— Proceed as directed on pages 531-538. To 
test for salicylic or benzoic acid, first acidify 100 cc. of the milk 
with 5 cc. of HCl (1 : 3), shake until curdled, filter and proceed 
with the clear filtrate. 

To test for formaldehyde add to 10 cc. of the milk an equal 
volume of conc. HCl containing 2 cc. of 10% FeCl; solution to 
each liter of the acid. Heat to 80-90? C. directly over a free 
flame in a small casserole, rotating to break up the curd. A violet 
coloration indicates formaldehyde. 

Coloring Matter (Leach Method).— Warm about 150 cc. of 
milk in a casserole over a flame and add about 5 ce. of dil. acetic 
acid (1 : 3), then slowly continue the heating nearly to the boiling 
point while stirring. Gather the curd, when possible, into one 
mass with a stirring rod and pour off the whey. If the curd 
breaks up into small flecks, separate from the whey by straining 
through a sieve or colander. Press the curd free from adhering 
liquid, transfer to a small flask and macerate for several hours, 
preferably overnight, with about 50 cc. of ether, the flask being 
tightly corked and shaken at intervals. Decant the ether extract 
into an evaporating dish, remove the ether by evaporation and 
test the fatty residue for annatto, as directed on page 521. 

The curd of an uncolored milk is perfectly white after complete 
extraction with ether, as is also that of a milk colored with 
annatto. If the extracted fat-free curd is distinctly orange or 
yellowish in color, a coal-tar dye is indicated. In many cases, 
upon treating a lump of a fat-free curd in a test-tube with a 
little conc. HCl the color changes to pink, indicating the presence 
of a dye similar to aniline yellow or butter yellow or perhaps one 
of the acid azo yellows or oranges. In such cases, separate and 
identify the coloring matter present in the curd as directed on 
page 517. If aniline yellow, butter yellow, or other oil-soluble 
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dye is present, the greater part will be found in the ether extract 
containing the fat. In such cases, proceed as directed on page 
520 under Oil-soluble Dyes. 

In some cases the presence of coal-tar dyes can be detected by 
treating about 10 cc. of the milk directly with an equal volume 
of conc. HCl in a porcelain casserole, giving the dish a slight 
rotary motion. In the presence of some dyes the separated curd 
acquires a pink coloration. 


CREAM 


General.—Cream samples should be analyzed as soon as 
possible and preferably not later than 3 days after collection. 
Immediately before drawing portions for the determinations mix 
the sample until it pours readily and a uniform emulsion has been 
obtained. If very thick, warm it to 30-35? C. and then mix. In 
case lumps of butter have separated, heat the sample to 40-50? C. 
by placing in warm water. Mix well and weigh out at once the 
portions for analysis. Take care not to overheat the sample, 
especially in the case of thin cream, thereby causing the fat to 
“oil off." 

The Federal Standard* requires not less than 18.0% of butter 
fat and not more than 0.2% of acidity, calculated as lactic acid, 
in ordinary cream; and not less than 30% of butter fat in “whip- 
ping cream." 

Total Solids.—Follow the same procedure as for Milk, using 
2-3 grams of the sample. 

Ash, Acidity, Protein, and Lactose.—Proceed as above under 
Milk. 

Fat.—Follow the methods given above under Milk. For the 
extraction method weigh 5 grams of the homogeneous sample 
into a Röhrig tube or similar apparatus, dilute with water to 
about 10.5 cc. and proceed as directed. 

For the Babcock method, weigh 9 or 18 grams, depending upon 
the fat content, into the corresponding standard Babcock cream 
bottle and add 8-12 cc. of the H+SO,, in the case of the 9-gram 
bottle, or 14-17 cc. in the case of the 18-gram bottle; or add acid 
until the mixture after shaking has assumed a chocolate-brown 


* U. S. Dept. of Agr., Circ. 130. 
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color. Shake until all lumps have completely disappeared, then 
add 5-10 ec. of soft water at 60? C. or above. Transfer to the 
centrifuge, counterbalance, and whirl 5 minutes after attaining 
the proper speed. Add hot water until the liquid column 
approaches the top of the stem graduations, then whirl 1 minute 
longer at 55-60° C. Place in a water bath at 55°-60° C. and 
measure the fat column as described previously under Milk. 


Notr.—Glymol or clear white mineral oil of sp. gr. not greater than 0.85 
at 20° C. (either with or without the addition of a little oil-soluble dye) may 
be used to aid in reading the fat column. A few drops only should be 
introduced into the bottle just before the reading is made. Do not drop it 
in but let it flow down the side of the neck. The surface separating the 
. glymol and the fat is regarded as representing the upper limit of the fat 
column. (See also note at end of Babcock Method under Milk.) 


Gelatin.— Follow the same procedure as for Milk. 

Coloring Matter.—Follow the procedure on pages 517-521, 
particularly looking for oil-soluble dyes and annatto. 

Preservatives.—Proceed as directed under Milk. 


REFERENCE.—Association of Official Agricultural Chemists: “Methods of 
' Analysis," 259 and 270 (1925). 


CONDENSED MILK AND MILK POWDER 


General.—Formerly, the common meaning of “condensed 
milk" in this country was milk which had been condensed and 
preserved with cane sugar. Milk which had been condensed 
without added sweetening was often termed ‘evaporated 
cream," although this term was a misnomer. Today, the terms 
condensed, evaporated, or concentrated milk are used to denote 
whole milk from which a considerable portion of the water has 
been evaporated. When the product contains added sugar it is 
designated as sweetened. When skimmed milk is evaporated, 
either plain or sweetened, it must be designated as such. 

Dried milk or milk powder is the product obtained by removing 
practically all of the water from milk. 

The Federal Standards* for these various products require the 
following minimum percentages: 


* U. S. Dept. Agr., Cire. 136, 
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Total Milk Milk 

solids solids fat 
Condensed eas COE ee ae Diy Sie ||) E 7.8% 
Sweetened condensed milk. IA 28.0% 8.0 
Condensed skimmed milk. . A gg 20:00 Aal e 
Sweetened condensed ned EE A N 29 ee TOC 
Dried milk.. JSTO (ger 26.0 
Dried ERES mile OF iQ. le so. eer qa Perea 


UNSWEETENED CONDENSED MILK 


Preparation of Sample.—Transfer the entire contents of a 
can to a large dish, stir well and pass through a fine strainer until : 
a homogeneous mass is obtained. If a slight separation of fat 
occurs, warm the portion of the sample containing the separated 
fat to 30—35? C. and agitate until a uniform emulsion is obtained; 
then combine with the unheated portion and mix thoroughly. 
(If an appreciable quantity of fat has separated, so that a satis- 
factory emulsion cannot be formed, an accurate analysis is 
impossible. On the sample thus prepared determine Fat, and 
Nitrogen and, if called for, test for Gelatin, Preservatives, and 
Coloring Matter. Dilute 40 grams of the homogeneous mass 
with 60 grams of water, mix thoroughly and use this mixture for 
all other determinations, correcting the results for dilution. 

Total Solids and Ash.—Determine total solids on 4-5 grams of 
the diluted sample as described under Milk (p. 630). Ignite 
the residue at a low red heat until the ash is free from carbon, cool 
in a desiccator and weigh. 

Fat.—Use the Roese-Gottlieb method as described under 
Milk (p. 632), weighing 4—5 grams of the undiluted sample into 
the extraction tube and diluting with water to about 10.5 cc. 
before extracting. 

Total Nitrogen.—Determine N on 5 grams of the undiluted 
sample by the Gunning method (p. 88). Multiply the percentage 
of N by 6.38 to obtain the equivalent of nitrogenous compounds. 

Casein and Albumin.—Using 10 grams of the diluted sample, 
follow the method under Milk (p. 631). 

Lactose.—Follow the method described under Milk (p. 631), 
using the diluted sample. 
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Gelatin, Preservatives, and Coloring Matters.—Follow the 
procedures described under Milk (pp. 634—635). 


SWEETENED CONDENSED MILK 


Preparation of Sample.— Warm the sample to 30-35? C., 
transfer to a dish sufficiently large to stir thoroughly, and make 
the whole mass homogeneous. Weigh 100 grams into a 500-cc. 
volumetric flask, dilute to the mark with water, and mix 
thoroughly. If the sample will not emulsify uniformly, weigh 
out each portion for analysis separately. 

Total Solids and Moisture.— Pipette 10 cc. of the above solu- 
tion into à small, weighed platinum dish, with a flat bottom, 
containing 15-20 grams of pure, dry sand or asbestos fiber, which 
has previously been ignited and weighed with the dish. Dry to 
constant weight at the temperature of boiling water, cool in a 
desiccator and weigh rapidly. Calculate the percentage of total 
solids. 

Ash.—Pipette 10 cc. of the solution into a platinum dish, 
evaporate to dryness, and ignite at a heat not exceeding dull 
redness until free from carbon. If a carbon-free ash cannot be 
thus obtained, exhaust the charred mass with hot water, filter 
and wash the residue. Burn the filter and contents to ash in 
the dish, add the filtrate, evaporate to dryness, and ignite at 
dull redness until white or grayish white. Cool in a desiccator 
and weigh. 

Protein.—Pipette 10 cc. of the prepared solution into a 
Kjeldahl flask and determine nitrogen by the Kjeldahl or Gun- 
ning or Kjeldahl-Gunning-Arnold method, as described on pages 
87-89. Multiply the N by 6.38 to obtain the protein. 

Lactose (Milk Sugar).—Dilute 100 cc. of the prepared solu- 
tion in a 250-cc.volumetric flask to about 200 ec. Add 6 cc. of 
Fehling's copper sulfate solution (Soxhlet modification), dilute 
to the mark, and mix thoroughly. Filter through a dry filter 
and determine anhydrous lactose by the Munson and Walker 
method (p. 551). 

Fat.—Weigh 4-5 grams of the original homogeneous sample 
into a Róhrig tube or similar apparatus, dilute with water to 
about 10.5 cc. and proceed as directed under Milk (p. 632). 
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NorE.— The Adams method of extracting paper impregnated with the 
sample and dried does not always give reliable results on this class 
of materials. 


Sucrose.—Calculate sucrose ‘‘by difference," deducting from 
100% the sum of the percentages of moisture, ash, protein, lactose 
and fat. 

Milk Solids.— These are the total solids, minus the sucrose. 


DRIED MiLk (PowDER) 


Preparation of Sample.—Mix the whole sample very 
thoroughly and, if lumpy, break up the lumps and pass through 
a sieve. 

Moisture.—Heat 1-2 grams in a platinum dish to constant 
weight at the temperature of boiling water. Cool in a desiccator 
and weigh. Report the loss as Moisture. 

Ash.—Ignite the residue from the Moisture determination at 
dull redness and proceed as under Ash in Sweetened Condensed 
Milk above. 

Protein.—Determine N in 2 grams of the sample by the 
Kjeldahl or Gunning or Kjeldahl-Gunning-Arnold method, 
as described on pages 87-89. Multiply the N by 6.38 to obtain 
the protein. 

Lactose.—Weigh 10 grams, if the sample is unsweetened, and 
20 grams if sweetened, into a 250-cc. volumetric flask. Add 
about 200 cc. of water and mix thoroughly. Add 6 cc. of 
Fehling's copper sulfate solution (Soxhlet modification) and 
dilute to the mark. Filter through a dry filter and determine 
lactose by the Munson and Walker procedure, as described on 
page 551. 

Fat (Roese-Gottlieb Method).—Weigh accurately 0.5-0.75 
gram of the sample into a Röhrig tube or similar apparatus, dilute 
with water to about 10.5 cc. and proceed as directed on page 632 
for Milk. The flask in which the fat is finally collected 
should be weighed with a counterpoise consisting of another 
flask of approximately the same size and weight. 

Sucrose and Milk Solids.—Calculate these as described above 
under Sweetened Condensed Milk. 
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REFERENCE.— Association of Official Agricultural Chemists: “Methods of 
Analysis," 272 (1925). 


CHEESE 


General.—The U. S. Government Standard for cheese accord- 
ing to Circular No. 136 is as follows: Cheese is the ripened 
product made from milk or cream by coagulating the casein with 
rennet or lactic acid, with or without the addition of ripening 
ferments and seasoning, and contains in the water-free substance 
not less than 50% of milk fat. It may also contain added 
coloring matter. 

Cheese is sometimes adulterated by preserving with boric 
acid or borax (see p. 539 for detection). 

The following procedures, unless otherwise indicated, are 
official methods of the Association of Official Agricultural 
Chemists. 

Sampling.. When the cheese can be cut, take a narrow wedge- 
shaped segment reaching from the outer edge to the center. 
Cut into strips and pass 3 times through a sausage machine. 
When the cheese cannot be cut, take the sample with a cheese 
trier. If only 1 plug can be obtained, take it perpendicular to 
the surface of the cheese at a point 4 the distance from the edge 
to the center, extending either entirely or half-way through. 
When possible, draw 3 plugs: 1 from the center; 1 from a point 
near the outer edge, and 1 from a point half-way between the 
other two. For inspection purposes reject the rind, but for 
investigations requiring the absolute amount of fat in the cheese 
include the rind in the sample. Either grind the plugs in a 
sausage machine or eut very finely and mix carefully, preferably 
the former. 

Moisture (Tentative).— Place 10-15 grams of washed and 
ignited sea sand or 2-3 grams of acid-washed short-fiber asbestos 
(long fiber may be made suitable by rubbing through a fine 
sieve) in a flat-bottomed platinum dish, 6-7 cm. in diameter. 
Place in the dish a glass rod about 5 mm. in diameter and slightly 
longer than the diameter of the dish. Ignite, cool and weigh 
the dish and contents. Then weigh into the dish 4-5 grams of 
the sample, prepared as above, and mix the cheese and sand or 
asbestos intimately with the glass rod until the mass is homo- 
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geneous. Leave the mass in as loose a condition as possible to 
facilitate drying. Dry the mixture in an oven at 100° C. and 
weigh at intervals of 1-1.5 hours until the weight becomes 
constant. (Three weighings are usually sufficient.) 

Ash.—Ignite the residue from the moisture determination 
cautiously to avoid spattering and remove the heat while the fat 
is burning off. When the flame has died out, complete the burn- 
ing in a muffle at low redness. Cool in a desiccator and weigh 
the ash. 

Salt.—Dissolve the ash from the above determination in dil. 
HNO; (1:9), and determine the chlorine, either gravimetrically 
as AgCl, or volumetrically by the Volhardt method, as on page 
763. Calculate to NaCl. 


CALCULATION.—AgCl x 0.4078 = NaCl. 
1 cc. 0.1 N AgNO;- 0.005846 gram NaCl. 


Nitrogen.— Determine nitrogen by the Kjeldahl or Gunning or 
Kjeldahl-Gunning-Arnold method (pp. 87-89), using about 2 
grams of the cheese, and multiply the percentage of N by 6.38 
to obtain the percentage of nitrogen compounds. 

Acidity.— To 10 grams of finely divided cheese add water at 
40? C. until the volume equals 105 ec. Shake vigorously and 
filter. Titrate 25-cc. portions of the filtrate, representing 2.5 
grams of the sample, with 0.1 N NaOH and phenolphthalein. 
Express results in terms of lactie acid. 

CALCULATION.—1 ec. 0.1 N NaOH —0.009 gram lactic acid. 

Coloring Matters (Tentative).— Proceed according to page 517. 

Fat.— PREPARATION op SAMPLE.—(1) Alkaline Extraction.— 
Treat about 300 grams of cheese, cut into fragments the size of a 
pea, with 700 ee, of 595 KOH solution at 20? C. in a large, wide- 
necked flask. Shake vigorously to dissolve the casein. In 
5-10 minutes the casein will be dissolved and the fat will rise to 
the surface in lumps. Collect into as large a mass as possible by 
shaking gently. Pour cold water into the flask until the fat is 
driven up into the neck and remove with a pipette. Wash the 
fat thus obtained with just sufficient water to remove any alkali. 
The fat is not perceptibly attacked by the alkali in this treatment 
and is practically all separated in a short time. It is then 
prepared for chemical analysis by filtering through a dry filter 
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paper in a hot water funnel at about 60? C.  Refilter, if necessary, 
and dry. 

(2) Acid Extraction.—Pass the cheese through a grinding 
machine; transfer to a large flask and cover with warm water, 
using 1 cc. for every gram of cheese. Shake thoroughly and add 
conc. H;80, slowly and in small quantities, shaking after each 
addition. The total amount of acid used should be the same as 
the amount of water. Remove the fat, which separates after 
standing a few minutes, by means of a separatory funnel, wash 
free from acid, filter and dry as above. 

EXAMINATION OF Fat.—Make such tests as are necessary on 
the fat by procedures described on pages 298, 310, and 319. 
As a general rule the sp. gr., refractive index, iodine number, and 
Reichert-Meissl number will be sufficient. 

QUANTITATIVE DETERMINATION.— Cover the perforations on 
the bottom of an extraction tube with dry asbestos felt and place on 
this a mixture containing equal parts of anhydrous CuSO, and 
pure dry sand to a depth of about 5 cm., packing loosely. Cover 
the upper surface of this mixture with a layer of asbestos. Place 
on this 2-5 grams of the sample and extract with anhydrous ether 
for 5 hours in a continuous extraction apparatus. Remove the 
cheese and grind it with pure sand in a mortar to a fine powder. 
Return the mixed cheese and sand to the extraction tube, wash 
out the mortar with ether, add the washings to the tube and 
continue the extraction for at least 10 hours. Evaporate off 
the ether, dry the fat at 100? C., cool in a desiccator and weigh. 


REFERENCE.—Association of Official Agricultural Chemists: “Methods of 
Analysis" 278 (1925). 


VINEGAR 


General.—The term vinegar, when unqualified, is understood 
to mean cider vinegar (apple vinegar) made by fermentation of 
apple juice. Vinegar may also be made from other substances 
containing sugars or alcohol. Cider vinegar is laevorotatory; 
malt vinegar and glucose vinegar are dextrorotatory. 

The Federal Standards* require a certain minimum content of 
various constituents in 100 cc. of the different kinds of vinegar 
(at 20° C.) as follows: 

* U. S. Dept. Agr., Circ. 136. 


644 TECHNICAL. METHODS OF ANALYSIS 


Spirit 
eg : Cider Wine Glu- | (dis- 
Kind of vinegar QUEE Malt | Sugar PE tiled, 
grain) 
Acetic acid, grams. ....... + 4 4 4 4 4 
Solids, grams. . El nO THAO g 
Total ash, grams. 0.25 0.13 0.2 
Water-soluble POs, Som 
hee EE 10 
Alkalinity of water-solu- 
30 
De xa Dc 


* Not more than 50% of this to be reducing sugars. 


Preparation of Sample.—Before starting the analysis note the 
appearance, color, odor and taste. For microscopical examina- 
tion employ 'the original sample, but for chemical analysis filter 
after thorough mixing, unless perfectly clear. 

Calculation of Results.—Express all results in grams per 100 
cc., unless otherwise noted. 

Specific Gravity.—Determine the sp. gr. at 20°/4° C. by means 
of a pyenometer. The pycnometer should be warmed quickly 
to room temperature after filling and before weighing, to prevent 
the error due to collection of moisture on the outside. A small 
hole filed in the cap will permit the necessary expansion in the 
volume of the liquid. 

Alcohol.—Measure 100 cc. of the sample into a round-bottomed 
distilling flask and make faintly alkaline with strong NaOH 
solution (1 : 1). Add a small scrap of paraffin, distill nearly 50 cc. 
and make up the distillate to 50 cc. at the temperature of the 
sample. Determine the sp. gr. very accurately with a pyeno- 
meter. Calculate the percentage by volume or grams of alcohol 
per 100 cc. from standard alcohol tables* bearing in mind that 
the alcoholic strength of the distillate is twice that of the original 
vinegar. 


* Leach: “Food Inspection and Analysis," 4th ed., 690; Van Nostrand’s 
“Chemical Annual;” Association of Official Agricultural Chemists: “Methods 
of Analysis,” 464 (1925); Bur. Standards, Circ. 19. (Thesp. gr. of the 
distillate must be determined at the temperature for which the alcohol table 
is calculated.) 
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Glycerol.—When it is necessary to determine the amount of 
glycerol, use the method described in Association of Official Agri- 
cultural Chemists: “Methods of Analysis," page 327 (1925). 

Total Solids.—Measure 10 cc. of filtered vinegar into a weighed, 
flat-bottomed, platinum dish of 50-mm. bottom diameter. 
Evaporate on a boiling water bath for 30 minutes and dry for 
exaetly 2.5 hours in the drying oven at the temperature of boiling 
water. Cool in a desiccator and weigh. 

Norr.—It is essential to use a flat-bottomed dish and follow directions 
exactly. We have found, however, that silica dishes may be used in place of 
platinum. 

Total Reducing Substances before Inversion.—Pipette 25 cc. - 
of the filtered sample into a 100-cc. volumetric flask and add 
sufficient strong NaOH solution (1:1) to nearly neutralize the 
acid. Cool, dilute to the mark with water, mix, and deter- 
mine reducing sugars in 50 cc. of the solution by the Munson and 
Walker method (p. 551). In the case of malt vinegar express 
the result as dextrose; in all other cases, as invert sugar. 
(Malt vinegar should be clarified, if necessary, with sodium 
phosphotungstate.) 

Total Reducing Substances after Inversion.— To 25 cc. of the 
sample in a 50-cc. volumetric flask add 2.5 cc. of conc. HCl, and 
carry out the inversion at 70? C., as described on page 549 under 
Invert Reading. Then neutralize with strong NaOH solution 
(1 : 1), make up to volume and determine reducing substances in 
25 ec. of the solution by the Munson and Walker method. 

Non-volatile Reducing Substances (Sugars).—Evaporate 50 
cc. on the steam bath to a syrupy consistency, add 10 cc. of water 
and again evaporate. Add another 10 cc. of water and evapo- 
rate. Transfer to a 100-cc. volumetric flask with about 50 cc. of 
warm water. Cool, invert with 5 cc. of conc. HCl as previously 
described, nearly neutralize with NaOH solution, cool, dilute to 
the mark with water, and determine reducing sugars by the 
Munson and Walker method, using 20 or 40 cc. of the solution, 
depending upon the amount of sugars present. Calculate the 
result as invert sugar (as dextrose in the case of malt vinegar). 

Norr.—If the sample contains no sucrose, omit the inversion with HCL, 
Sucrose, if present, is calculated from the difference between the total reduc- 
ing substances before and after inversion (see p. 550). 
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Polarization.—Decolorize 50 cc. of the sample with decolorizing 
carbon. Usually 0.5 gram is sufficient. Filter through a double 
filter and polarize at 20° C. in a 200-mm. tube. Report the 
polarization in degrees Ventzke. 

Ash.—Measure 25 cc. into a weighed platinum dish. Evapo- 
rate to dryness on the steam bath and heat to a char at low heat, 
not exceeding dull redness. Treat the charred portion with a 
few cc. of water and filter through a quantitative filter. Ignite 
the filter paper and carbon in the platinum dish atlow heat. Add 
the filtrate and evaporate to dryness. Ignite gently at dull 
redness, cool in a desiccator and weigh. 

Norr.—Useful information may often be obtained by noting the odor 
given off by the solids during charring. 

Soluble and Insoluble Ash and Alkalinity.—Add to the above 
ash 10-15 ec. of water, bring nearly to a boil and filter through 
a 9-cm. quantitative filter. Wash with successive portions of . 
hot water until the filtrate measures about 60-75 cc. Dry and 
ignite the filter with the undissolved residue at low red heat in 
the platinum dish. Cool, weigh and calculate as insoluble ash. 
Subtract from the total ash to obtain the soluble ash. Cool the 
filtrate and titrate with 0.1 N HCl and methyl orange. Express 
the alkalinity of the soluble ash as the number of ce. of 0.1 N HCl 
required per 100 cc. of sample. 

Soluble and Insoluble Phosphoric Acid.— Determine the P20; 
in the water-soluble and water-insoluble portions of the ash by 
the official method for Fertilizers (p. 764), dissolving the water- 
insoluble portion in about 50 ec. of boiling HNO; (1:8). Express 
results as milligrams of P$O; per 100 ce. of vinegar. 

Total Acids.—Dilute 10 ce. of the sample with recently boiled 
and cooled water until it appears very slightly colored and titrate 
with 0.5 N NaOH and phenolphthalein. Calculate results to 
acetic acid. For most purposes it is customary to report as 
Total Acidity, Calculated as Acetic Acid. 

CALCULATION.—1 ec. 0.5 N NaOH =0.0300 gram acetic acid. 

Norr.—Instead of using 0.5 N NaOH to titrate 10 cc., the 10 cc. may be 
diluted in a volumetric flask to 250 cc. and 50 cc. of this solution titrated with 
0.1 N NaOH. (Lec. 0.1 N NaOH =0.00600 gram acetic acid). 

Fixed Acids.— Measure 10 ce. into a 200-cc. porcelain casserole. 
Evaporate just to dryness, add 5-10 cc. of water, and again 
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evaporate. Repeat until at least 5 evaporations have taken 
place and no odor of acetic acid can be detected. Add about 
200 ce. of recently boiled water and titrate with 0.1 N NaOH 
and phenolphthalein. Express the result as malic acid. 

CALCULATION.—1 ec. 0.1 N NaOH —0.0067 gram malic acid. 

Volatile Acids.— Calculate the fixed acid as acetic and sub- 
tract from the total acid, also calculated as acetic. Report the 
difference as Volatile Acids, Calculated as Acetic Acid. 

Esters. *— Dilute 200 cc. of the sample with 25 cc. of water and 
distill slowly into a 200-ce. volumetric flask until nearly filled 
to the mark. Complete the volume and mix well. Exactly 
neutralize 50 cc. of the distillate to phenolphthalein with 0.1 N 
NaOH, and add a measured excess of 25-50 ce. of the 0.1 N NaOH 
over the amount required for neutralization. Either boil for 1 
hour with a reflux condenser, or let stand overnight in a stoppered 
flask, and then heat with a tube condenser for 4 hour below 
the boiling point. Cool, and titrate the excess of NaOH with 
0.1 N acid and phenolphthalein. Multiply the number of cc. of 
0.1 N NaOH consumed in the saponification by 0.0088 to obtain 
the grams of esters, calculated as ethyl acetate. Multiply this 
by 2 to bring to the basis of 100 ec. Also report the Ester Num- 
ber, which is the number of milligrams of KOH required to 
saponify the esters in 1 gram of the sample. For this purpose 1 
gram of vinegar may be considered equivalent to 1 cc. 

Formic Acid (Fincke Method).—Use the apparatus shown in 
Fig. 32 (p. 538). To 100 ec. of the sample in the flask A add 
0.4-0.5 gram of tartaric acid and distill with steam. Pass the 
outflowing stream through a boiling mixture of 15 gramsof CaCO; 
and 100 cc. of water in flask B and keep this volume as constant 
as possible throughout the process. Reduce the volume of the 
solution in the sample flask A to 30-40 cc. by heating with a small 
Tirrill flame. Collect 1000 cc. of distillate. Discard the dis- 
tillate, disconnect the apparatus, filter the CaCO; mixture 
and wash with a little hot water. Make the filtrate slightly acid 
with HCl and add 10-15 ce. of mercuric chloride solution.t Heat 
on a boiling water bath for 2 hours, filter on a weighed Gooch 


* This is not a method of the Association of Official Agricultural Chemists. 
+ To 10 grams of HgCl, and 15 grams of NaCl add sufficient water to 
make 100 cc.; mix well and filter. 
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crucible aud wash the precipitate thoroughly with cold water 
and then with a little alcohol. Dry in a boiling water oven for 
30 minutes, cool in a desiccator, and weigh as mercurous chloride. 
Calculate to formic acid. 

CALCULATION.—Hg20l, X0.0975 =formic acid. 


Norrs.—(1) The determinations usually required on a sample of vinegar, 
‘are sp. gr., total solids, and total acidity calculated as acetic acid. 

(2) For other determinations than above described (alcohol precipitate, 
pentosans, tartaric acid, free mineral acid, dextrin, spices, coloring matters, 
preservatives, etc.) see Association of Official Agricultural Chemists: 
“Methods of Analysis," 330 (1925). 

(3) The above methods, unless otherwise indicated, are essentially those 
of the Association of Official Agricultural Chemists. 


ALMOND EXTRACT 


Specific Gravity.—See page 653. 

Alcohol.—As almond extract usually contains only about 1% of 
oil of almonds,* the alcohol may usually be calculated from the 
sp. gr. of the extract. If the extract is high in solids, determine 
the alcohol as follows: 

Add 25 ecc. of the extract, measured at 20? C., to 75 cc. of 
saturated NaCl solution in a separatory funnel and extract twice 
with 50-ec. portions of petroleum ether (b.p. 40-60? C.). 
Collect the petroleum ether extract in a second separatory funnel 
and wash twice with 2 separate 25-cc. portions of saturated 
brine. Combine the original salt solution with the washings; 
add a little powdered pumice, and distill into a 100-cc. volumetric 
flask. When almost 100 cc. have been distilled, make up with 
water to the mark at 20° C. and calculate the percentage of alcohol 
by volume from the sp. gr. at 20° C., as described on page 653. 

Benzaldehyde.—Measure out 2 portions of 10 cc. each of the 
extract into 300-cc. Erlenmeyer flasks and add 10 cc. of phenyl- 
hydrazine reagent to one flask and 15 cc. to the other. Let 
stand in a dark place overnight. To each add 200 ec. of water 
and filter on a tared Gooch crucible provided with a thin mat of 
asbestos. Wash first with cold water and then with 10 ec. of 
10% alcohol and dry at 70° C. for 3 hours at a pressure of not 
over 100 mm. of mercury or to constant weight over conc. HSC, 


* The Federal Standard (U. S. Dept. Agr., Circ. 136) requires not less 
than 1%. 
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The weight of the precipitate multiplied by the factor 5.41 will 
give the weight of benzaldehyde in 100 cc. of the sample. 


Nortr.—If the duplicate determinations do not agree, repeat using a larger 
quantity of the reagent. 


Phenylhydrazine Reagent.—Add 3 cc. of glacial acetic acid to 
40 cc. of water and mix with 2 ec. of phenylhydrazine. 

Benzoic Acid.—Measure 10 cc. of the extract into a 100-ce. 
flask, add 10 cc. of 10% NaOH solution and 20 ec. of 3% H30s 
solution; cover with a watch glass and place in a water oven. 
Oxidation of the aldehyde to benzoic acid begins almost immedi- 
ately and should be continued 5-10 minutes after all odor of 
benzaldehyde has disappeared, which usually requires 20-30 
‘minutes. Remove the flask from the water oven and transfer 
the contents to a separatory funnel, rinsing off the watch glass. 
Add 10 ce. of dil. H2SO,4 (1:5) and cool the contents of the funnel 
to room temperature under the water tap. Extract the benzoic 
acid with 4 portions of 25, 25, 20 and 20 cc. of ether, respectively, 
and wash the combined extracts with 2 portions of 5-10 ce. of 
water, or until all HSO; is removed. Filter into a tared dish, 
evaporate at room temperature, dry overnight in a desiccator 
and weigh the benzoic acid. Multiply the result in grams by 10. 

Multiply the grams of benzaldehyde per 100 cc., obtained 
previously, by 1.151 to obtain the equivalent of benzoic acid, 
and subtract this from the grams of total benzoic acid per 100 
ec. obtained above. The difference is the grams of benzoic 
acid per 100 cc. of the extract. 

Hydrocyanic Acid.—Qualitative Test—Add several drops of 
freshly prepared 3% FeSO, solution and a single drop of 1% 
FeCl; solution to several cc. of the extract. Mix thoroughly 
and add 10% NaOH solution drop by drop until no further 
precipitate forms and finally sufficient cil. H»SO, (1:9) to dis- 
solve the precipitate. In the presence of even small amounts 
of HCN, a Prussian-blue coloration or suspension will develop. 

Quantitative Determination (In the Absence of Chlorides).— 
Measure into a small flask 25 cc. of the extract and add 5 cc. of 
freshly precipitated Mg(OH)», free from Cl. Titrate with 0.1 
N AgNO;, using KCrO; as indicator. Calculate to HCN. 

CALCULATION.—1 cc. 0.1 N AgNO;=0.00270 gram HCN. 
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Nitrobenzol (Qualitative Test).—Boil a few cc. of the extract 
with Zn dust and acetic acid and filter. Add to the filtrate a 
drop of CHCl;, make strongly alkaline with 10% NaOH solution 
and heat. If nitrobenzol is present in the extract, the charac- 
teristic odor of phenylisonitrile will develop. , 

REFERENCE.—The above are the tentative methods of the Association of 
Official Agricultural Chemists as published in its “Methods of Analysis," 
356 (1925). 


CASSIA, CINNAMON, AND CLOVE EXTRACTS 


Oil (Hortvet and West Method).— Transfer 10 cc. of the 
extract to a separatory funnel, add 30 cc. of water, acidify with 
1 ce. of dil. HCl (1:1) and extract three times with ether, using 
not less than 100 cc. altogether. Wash the combined ether 
solutions twice with water and, in the case of cinnamon extract, 
dry by shaking with a small amount of granulated CaClz. Trans- 
fer to a wide-mouthed, tared weighing bottle and evaporate the 
ether as rapidly as possible on a boiling water bath, rotating the 
liquid upon the sides of the flask in order to get rid of traces of 
ether. Weigh the residue and divide the weight by the sp. gr. 
of the oil in order to obtain the percentage of oil by volume. 
In the case of clove oil, let the weighing bottle remain in the 
balance case until the usual film of moisture has evaporated. 
The time of weighing, however, should not be delayed over 3 
minutes. 

Deter:nine the refractive index of the residual oils at 20? C. 

Dissolve a drop of the oil in several drops of alcohol, and add a 
drop of 10% FeCl; solution. 

The following table gives the sp. gr., refractive index and color 
reaction with FeCl; for the 3 oils: 


TABLE XXV— CHARACTERISTICS OF Cassta, CINNAMON, AND CLOVE Oms 


l 
Oil Seay DP BRET R AR 
as 1.05 1.585-1.600 Brown 
Cun uM NOR 1.03 1.590-1.599 Green 
Clover samen aie 1.055 1.560-1.565 — Deep blue * 
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Alcohol.—With most extracts, which contain only about 2% 
of oil, the alcohol may be calculated from the sp. gr. of the original 
material. If the extract is high in solids, however, proceed as 
deseribed under Almond Extract on page 648. 

In calculating the alcohol from the sp. gr. of the extract, let 


S — sp. gr. of extract, 
O — sp. gr. of the oil, 
and p — percentage of oil found. 


Then 100—p will be the percentage of the water-alcohol 
solution, the sp. gr. of which, represented by W, is calculated 
as follows: 


= el zi) whence W 2 — — ——-. 


id 100 100— p 


The percentage of alcohol A in the water-alcohol solution is 
obtained from standard alcohol tables. The percentage by 


volume of alcohol in the extract=A( el 


The value for O, the sp. gr. of the oil, is given in the above table. 


Norr.—The Federal Standard requires that these extracts shall contain 
not less than 2% of the essential oil. 

REFERENCE.—Association of Official Agricultural Chemists, “Methods of 
Analysis," 205 (1925); J. Assoc. Off. Agr. Chem., 5, 308 (1922). 


GINGER EXTRACT 


Alcohol.—(a) By Weight.—Pipette 25 cc. of the sample at 
15.5? C. (see note) into a small weighed flask and weigh it. 
Transfer to a distilhng flask with 100 cc. of water.  Distill 
nearly 100 cc. through a vertical condenser and either weigh the 
distillate or make to volume at 15.5? C. In either case determine 
the sp. gr. at this temperature. Obtain the percentage of alcohol 
by weight corresponding to the sp. gr. from standard alcohol 
tables;* multiply this figure by the weight of the distillate and 
divide by the weight of the sample taken to obtain the percentage 
by weight of alcohol. 


* These may be found in Van Nostrand's “Chemical Annual,” and 
in Leach’s “Food Inspection and Analysis," 661 (1914). 
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(b) By Volume.—From the sp. gr. of the distillate obtained as 
above find the percentage of alcohol by volume from the alcohol 
tables; multiply this figure by the volume of the distillate and 
divide by the volume of the sample to obtain the percentage of 
alcohol by volume in the original material. 

Norz.—If the alcohol tables are calculated at 20? C. make all determina- 
tions at 20? C. instead of 15.5? C. 

Solids.—Evaporate 10 cc. of the extract nearly to dryness on 
the steam bath, dry for 2 hours in an oven at 100? C. and weigh. 

Test for Ginger (Seeker Method).— Dilute 10 cc. of the extract 
to 30 cc., evaporate to 20 ee, decant into a separatory funnel 
and extract with an equal volume of ether. Evaporate the ether 
spontaneously in a porcelain dish and to the residue add 5 ce. 
of 75% HSO; and about 5 milligrams of vanillin. Let stand 15 
minutes and add an equal volume of water. In the presence of 
ginger extract an azure-blue color develops.* 

Capsicum (Modified LaWall Test).—To 10 ec. of the extract 
add cautiously dil. NaOH solution until the mixture reacts very 
slightly alkaline to litmus paper. Evaporate at about 70? C. 
to approximately £ the original volume and render slightly acid 
to litmus paper with dil. H2SO¿. Transfer to a separatory funnel, 
rinsing the dish with water, and extract with an equal volume 
of ether, avoiding emulsification by shaking the funnel gently 
1-2 minutes. Draw off the lower layer and wash the ether 
extract once with about 10 cc. of water. Transfer the washed 
ether extract to a small evaporating dish, make decidedly alkaline 
with 0.5 N alcoholic KOH and evaporate at about 70° C. until 
the residue is pasty; then add about 20 cc. more of 0.5 N alcoholic 
KOH and let stand on the steam bath until the gingerol is 
completely saponified (about 30 minutes). Dissolve the residue 
in a little water and transfer with water to a small separatory 
funnel. The volume should not exceed 50 cc. Extract the 
alkaline solution with an equal volume of ether. Wash the ether 
extract repeatedly with small amounts of water until no longer 
alkaline to litmus. Transfer the washed extract to a small 
evaporating dish, and let the ether evaporate spontaneously. 
Finally test the residue for capsicum by moistening the tip of the 


* We have found that this color sometimes does not develop unless the 
solution is warmed, 
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finger, rubbing it on the bottom and sides of the dish, and then 
applying the finger to the end of the tongue. A hot, stinging, or 
prickly sensation, which persists for several minutes, indicates 
capsicum or other foreign pungent substances. 


REFERENCE.— These are essentially the tentative methods of the Associ- 
ation of Official Agrieultural Chemists, published in its * Methods of 
Analysis," 358 (1925). 


LEMON AND ORANGE EXTRACTS 


Specific Gravity.—Determine the sp. gr. at 15.5? C. with a 
pyenometer, compared with water at the same temperature. 

Alcohol.—Dilute 50 ec. of the extract, measured at 15.5? C., 
in a 200-cc. volumetric flask nearly to the mark. Let stand until 
the oil separates in a clear layer on top (or if necessary, centri- 
fugalize). Then make up to the mark at 15.5? C., using the lower 
meniscus of the oil. Pour the mixture into a dry Erlenmeyer 
flask containing 5 grams of light MgCOs, stopper, shake well and 
filter quickly through a large dry folded filter. Determine the 
alcohol in the filtrate as follows: 

(a) By Weicut.—Place 150 cc. of the filtrate, measured at 
15.5? C., in a 300-500-ce. distilling flask. Attach the flask to a 
vertical condenser and distill, catching the distillate in a 100-cc. 
volumetric flask. Stop the distillation when nearly 100 cc. have 
been distilled. Make up to the mark with water at 15.5° C. and 
mix thoroughly. Determine the sp. gr. accurately with a pycno- 
meter. Ascertain from standard alcohol tables the percentage of 
alcohol by weight corresponding to the sp. gr. of the distillate. 
Multiply this figure by the weight of the distillate (its volume X 
sp. gr.) and divide by the weight of the sample in the aliquot 
taken, i.e., 37.5 Xits sp. gr. 

(b) By Votume.—From the sp. gr. of the distillate, obtained as 
above, ascertain the percentage of alcohol by volume from the 
alcohol tables. Multiply this figure by the volume of distillate 
and divide by the volume of the original sample, t.e., 37.5. 


Norrs.—(1) References to standard alcohol tables are given on page 644. 

(2) In case alcohol tables are used which are based on a gravity at some 
other temperature than 15.5° C., the sp. gr. of the original sample and of the 
alcohol distillate must be determined at the same temperature as that on 
which the tables are based. 
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(3) If the extract contains nothing besides oil, aleohol, and water, the 
alcohol may be calculated from the sp. gr. of the extract as described under 
Cassia Extract on page 651. For the sp. gr. of the oil (O in the formula) use 
0.86 for lemon and 0.85 for orange. 


Glycerol.—Evaporate 100 cc. of the extract* in a porcelain 
dish on a water bath to a volume of about 10 ee, treat the 
residue with about 5 grams of fine sand and 4-5 cc. of milk of 
lime (containing about 15% of CaO) for each gram of extract 
present, and evaporate almost to dryness. Treat the moist 
residue with 50 cc. of 90% alcohol by volume, remove the sub- 
stance adhering to the sides of the dish with a spatula, and rub 
the whole mass to a paste. Heat the mixture on the water bath, 
with constant stirring, to incipient boiling and decant the liquid 
through a filter into a small flask. Wash the residue repeatedly 
by decantation with 10-cc. portions of hot 90% alcohol until the 
filtrate amounts to about 150 cc. Evaporate the filtrate toa 
syrupy consistency in a porcelain dish, on a hot, but not boiling, 
water bath; transfer the residue to a small glass-stoppered grad- 
uated cylinder with 20 cc. of absolute alcohol and add 3 portions 
of 10 cc. each of absolute ether, thoroughly shaking after each 
addition. Let stand until clear, then pour off through a filter 
and wash the cylinder and filter with a mixture of 2 parts of abso- 
lute alcohol and 3 parts of anhydrous ether, pouring the wash 
liquor also through the filter. Evaporate the filtrate to a syrupy 
consistency, dry for 1 hour at the temperature of boiling water, 
weigh, ignite, and weigh again. The loss on ignition gives the 
weight of glycerol. 

Lemon and Orange Oils.—(a) By PoLARIZATION.—Polarize 
the extract at 20? C. without dilution in a 200-mm. tube and 
divide the reading in degrees Ventzke by 3.2, in the case of 
lemon extract, and by 5.2, in the ease of orange extract. In the 
absence of other optically active substances, the result will be 
the percentage of oil by volume. A small amount of cane sugar 
is occasionally present; if so, determine it as directed under 
` Sucrose and correct the reading accordingly. 

(b By Precirrration.—Pipette 20 cc. of the extract into a 
Babcock milk bottle; add 1 ce. of dil. HCl (1:1); then add 
25-28 cc. of water previously warmed to 60? C.; mix and let 

* If 100 cc. contain more than 0.4 gram of glycerol, use a smaller amount. 
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stand in water at 60? C. for 5 minutes; whirl in a centrifuge for 
5 minutes; fill with warm water to bring the oil into the graduated 
neck of the bottle; repeat the whirling for 2 minutes; stand the 
flask in water at 60? C. for a few minutes and read the percentage 
of oil by volume. In case oil is present in amounts over 2%, add 
to the percentage of oil found 0.4%, to correct for the oil retained 
in solution. If less than 2% and more than 1% is present, add 
0.3% for correction. 

To obtain the percentage by weight from the percentage by 
volume, as found by either of the above methods, multiply the 
volume percentage by 0.86* and divide the result by the sp. gr. 
of the original extract. 


Nore.—The Federal Standard (U. S. Dept. Agr., Circ. 136) requires not 
less than 5% of lemon or orange oil in lemon and orange extracts. 


Total Aldehydes (Chace Method).—Reracents.—(1) Alde- 
hyde-free Alcohol.—Allow alcohol (95% by volume), containing 
5 grams of meta-phenylenediamine hydrochloride per liter, to 
stand for at least 24 hours with frequent shaking. Boil under 
a reflux condenser for at least 8 hours (longer if necessary), let 
stand overnight and distill, rejecting the first 10% and the last 
5% which come over. Keep in a dark, cool place in well-filled 
bottles. 25 cc. of this alcohol, on standing for 20 minutes in a 
cooling bath at 14—16? C. with 20 cc. of sulfite-fuchsin solution, 
should develop only a faint pink coloration. If a stronger 
color is developed, treat it again with meta-phenylenediamine 
hydrochloride. 

(2) Sulfite-fuchsin Solution.—Dissolve 0.5 gram of fuchsin 
in 250 ee, of water, add an aqueous solution of SO2 containing 
16 grams of the gas and let stand until colorless or nearly so. 
Then make up to 1 liter with water. Let thesolution stand 12 
hours before using. It should be kept in a refrigerator and. 
discarded after 3 days. 

(3) Standard Citral Solution.—Weigh 0.5 gram of citral into a 
50-ce. volumetric flask, dilute to the mark with the aldehyde-free 
alcohol at room temperature and mix well. Dilute 10 cc. of this 
solution to 100 cc. with aldehyde-free alcohol and mix well. 
The last solution contains 1 milligram of citral per cc. 


*This is for lemon oil; use 0.85 for orange. 
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DETERMINATION.—Weigh in a stoppered weighing bottle 
approximately 25 grams of the extract, transfer to a 50-cc. 
volumetric flask, and make up to the mark at room temperature 
with aldehyde-free aleohol. Measure at room temperature 2 cc. 
of this solution into a comparison tube. Add 25 cc. of the alde- 
hyde-free alcohol (previously cooled to 14—16? C.), then 20 ec. 
of the sulfite-fuchsin solution (also cooled) and finally make up 
to the 50-cc. mark with more aldehyde-free alcohol. Mix thor- 
oughly, stopper, and keep at 14-16? C. for 15 minutes. Prepare a 
standard for comparison at the same time and in the same manner, 
using 2 cc. of the standard citral solution, and compare the colors 
developed. Calculate the amount of citral present. Repeat the 
determination, using a quantity sufficient to give the sample 
approximately the strength of the standard. From this result 
calculate the amount of citral in the sample. If the comparisons 
are made with Nessler tubes, standards containing 1, 1.5, 2, 2.5, 
3, 3.5, and 4 milligrams, respectively, of citral should be prepared 
and the trial comparisons made against these, the final compari- 
son being made with standards between 1.5 and 2.5 milligrams 
with 0.25 milligram increments. 


Notr.—lIt is absolutely essential to keep the reagents and the comparison 
tubes at the required temperature. Comparisons should be made within 1 
minute after removing the tubes from the bath. Give the samples and 
standards identical treatment. 


Citral (Hiltner Method).—Reracrents.—(1) Meta-phenylene- 
diamine Hydrochloride Solution.—Prepare a 1% solution of 
meta-phenylenediamine hydrochloride in 95% alcohol. Decolor- 
ize if necessary by shaking with fuller’s earth and filter through 
a double filter. The solution should be bright and clear, free 
from suspended matter, and practically colorless. It is well to 
prepare only enough solution for the day’s work, as it darkens on 
standing. 

(2) Alcohol.—For the analysis of lemon extracts, 90-95% 
alcohol (by volume) should be used; but for terpeneless extracts, 
alcohol of 40-50% strength is sufficient. Filter to remove any 
suspended matter. The alcohol need not be purified from alde- 
hyde. If not practically colorless, render slightly alkaline with 
NaOH and distill. 
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DETERMINATION.—AIl of the operations may be carried on at 
room temperature. Weigh 25 grams of the extract into a 50-cc. 
volumetric flask and make up to the mark with alcohol. Stopper 
the flask and mix the contents thoroughly. Pipette 2 cc. of this 
solution into a Nessler tube, add 10 cc. of meta-phenylenediamine 
hydrochloride reagent and complete the volume to 50 ec. with 
alcohol. Compare at once the color with that of the standard 
prepared at the same time, using 2 cc. of standard citral solution 
and 10 ce. of the meta-phenylenediamine reagent, and diluting to 
volume with alcohol. From the result of this first determination 
calculate the amount of standard citral solution that should be 
used in order to give approximately the same citral strength of 
the sample under examination,then repeat the comparison against 
the new standard. 

Total Solids.—Evaporate nearly to dryness 10 cc. of the sample 
in a flat platinum dish on a water bath at a low temperature. 
Heat the residue for 2.5 hours in a drying oven at 100? C., cool 
and weigh. 

Ash.—Burn the residue of total solids to a white ash at the 
lowest possible heat (not exceeding dull redness), cool and weigh. 

Sucrose.—Neutralize the normal weight of the extract, evapo- 
rate to dryness, wash several times with ether, dissolve in water 
and determine sucrose in the usual manner by means of a polari- 

“scope (p. 548), or by copper reduction (p. 550). 

Methyl Alcohol (Riche and Bardy Method).— Test the distil- 
late obtained in the determination of Alcohol above for methyl 
alcohol as follows: Place 10 cc. in a small flask with 15 grams of 
iodine and 2 grams of red phosphorus. Keep in ice water for 
10-15 minutes or until action has ceased.  Distill off on the water 
bath the methyl and ethyl iodides formed into about 30 ce. of 
water. Wash with dil. NaOH solution to eliminate free iodine, 
separate the heavy oily liquid which settles and transfer to a flask 
containing 5 cc. of aniline. If the action is too violent, place the 
flask in cold water; if too slow, warm the flask gently. After 1 
hour, boil the product with water and add about 20 cc. of 15% 
NaOH solution. When the bases rise to the top as an oily layer, 
fill the flask up to the neck with water and draw them off with a 
pipette. Oxidize 1 ec. of the oily liquid by adding 10 grams of a 
mixture of 100 parts of clean sand, 2 of common salt and 3 of 
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Cu(NOs)2. Mix thoroughly, transfer to a glass tube and heat 
to 90° C. for 8-10 hours. Exhaust the product with warm alco- 
hol, filter and make up to 100 ec. with aleohol. If the sample is 
free from methyl alcohol, the liquid has a red tint, but in the 
presence of 1% of methyl alcohol it has a distinct violet shade; 
with 2.5% the shade is very distinct, and still more so with 5%. 
To detect more minute quantities of methyl alcohol, dilute 5 cc. 
of the colored liquid to 100 ec. with water, and dilute 5 ce. of 
this again to 400 cc. Heat the liquid thus obtained in a porce- 
lain dish and immerse in it a fragment of white merino yarn 
(free from sulfur) for 30 minutes. If the ethyl alcohol is pure, 
the wool will remain white, but if methyl aleohol is present, 
it will become violet, and the depth of the tint will give a fairly 
approximate indication of the proportion of methyl alcohol 
present. 


Norr.—The presence of methyl alcohol and its approximate amount may 
also be ascertained by determining the refraction at 20? C. with the immer- 
sion refractometer. [See Association of Official Agricultural Chemists: 
* Methods of Analysis," 372 (1925).] 


Coloring Matter.—(a) LEMON AND ORANGE PEEL CoLor.— 
Place a few cc. of the extract in a test-tube and add slowly 
3-4 volumes of conc. HCl. Place a few cc. of the extract in a 
second tube and add several drops of conc. NH,OH. If the - 
color is due to the presence of lemon or orange peel only, it is 
materially deepened in both cases. 

(b) Turmeric.—Evaporate 25-50 ec. of the extract upon a 
small piece of filter paper, dry at low temperature, and moisten 
with a weak solution of boric acid containing a small amount of 
HCl. Upon drying a second time a cherry-red color, changing to 
green when spotted with NH,OH, develops in the presence of 
turmeric. 


REÉFERENCE.—Association of Official Agricultural Chemists: “Methods of 
Analysis” (1925). 


LEMON AND ORANGE OILS 


General.—According to the Federal Standards,* Orange Oil 
is the volatile oil obtained from the fresh peel of the orange and 


SU Se Dept Agn EA ISO 


ANALYSIS OF FOODS 659 


has an optical rotation at 25°C. of not less than +95° in a 
100-mm. tube. Lemon Oil is obtained from the fresh peel of the 
lemon and has an optical rotation at 25? C. of not less than 4-60? 
in a 100-mm. tube and contains not less than 4% by weight of 
citral. 

Specific Gravity.— Determine the sp. gr. at 20? C. with a 
Westphal balance. 

Refractive Index.— Determine the refractive index at 20? C. 
with the Abbé refractometer. 

Optical Rotation.— Determine the rotation at 25? C. with any 
standard instrument, using a 50-mm. tube and sodium light. 
The results should be stated in angular degrees on a 100-mm. 
basis. If instruments having the sugar scale are used, the 
reading on orange oll is above the range of the scale, but readings 
may be obtained by the use of standard laevorotatory quartz 
plates or by the use of a 25-mm. tube. The true rotation cannot 
be obtained by diluting the oil with alcohol and correcting 
proportionately. 

Citral (Hiltner Method).— Proceed as directed under Lemon 
and Orange Extracts (p. 656), weighing 2 grams of lemon oil or 
8 grams of orange oil into a 100-cc. volumetric flask, diluting to 
100 cc. with 95% alcohol by volume and using 2 cc. of this solu- 
tion for the comparison. 

Total Aldehydes.— Weigh a small quantity of the sample into 
a small stoppered flask and dilute with aldehyde-free alcohol in 
the proportion of 2 grams of lemon oil or 4 grams of orange oil 
to 100 cc. of solution. Determine the total aldehydes as 
described on page 655 for Orange and Lemon Extracts (Chace 
Method), expressing the result as citral. 


REFERENCE.—Association of Official Agricultural Chemists: “Methods of 
Analysis," 355 (1925). 


OIL OF PEPPERMINT 


General.—Oil of Peppermint is the volatile oil obtained from 
peppermint. The Federal Standard* requires that it contain 
not less than 5095 of menthol by weight. 

Specific Gravity.— Determine the sp. gr. at 20° C. with a 
Westphal balance. 

* U. S. Dept. Agr., Circ. 136. 
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Refractive Index.—Determine the refractive index with the 
Abbé refractometer at 25? C. 

Specific Rotation, [o]D..—Determine the angle of refraction by 
means of the polariscope. Have the temperature exactly 20° C. 
and use a sodium light.* Caleulate the specific rotation, [a]%, 
from the following formula: 

a 100 
lal =F Xs. grratri20% 0. 
where a =angle of refraction, 
and  L-length of tube in mm. 

Dimethyl Sulfide.—Distill 1 ec. from 25 ec. of oil and pour the 
distillate on an aqueous solution of HgCls. A white film forming 
after a short time at the zone of contact indicates dimethyl sulfide, 
which is found in non-rectified oils. 

Menthyl Esters.—Saponify 8-10 grams of oil by boiling for 
1 hour with 25 cc. of 0.5 N alcoholic KOH in a flask provided 
with a reflux condenser. After cooling, titrate with 0.5 N HO 
and phenolphthalein. 

Multiply the number of ec. of KOH solution consumed in the 
saponification by 9.9 and divide the product by the weight of oil 
taken. This gives the percentage of esters as menthyl acetate. 

Total Menthol.—Wash the residual oil from the ester deter- 
mination with water a number of times, transfer to an acetyliza- 
tion flask (preferably a flask with a ground-glass tube condenser), 
add 10 ec. of acetic anhydride and 1 gram of anhydrous sodium 
acetate, and boil gently for 1 hour. Cool, wash the acetylized 
oil with water, and then with very dilute NaOH solution, until 
the mixture is slightly alkaline to phenolphthalein. Separate the 
oil from any water in a separatory funnel, pour into a small flask, 
add a few pieces of fused CaCl», let stand for several hours, and 
filter. 

Weigh out 3-6 grams of this dry acetylized oil in an Erlenmeyer 
flask and saponify by boiling for 1 hour with 50 ec. of 0.5 N alco- 
holie KOH. After cooling, titrate the excess alkali with 0.5 N 
HCl. 

Each ee. of 0.5 N alcoholic KOH consumed corresponds to 
0.0781 gram of menthol, or 0.0991 gram of menthyl acetate. In 

* In case the reading is taken with the Ventzke saccharimeter, using gas 


or other white light, calculate the saccharimeter reading to angular reading 
by multiplying the former by 0.3468. 
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order, therefore, to obtain the percentage of menthol in the 
original oil (not acetylized but freed from ester), it is necessary 
to deduct from the weight of the acetylized oil taken 0 0210 
gram (the difference between 0.0781 and 0.0991) for every ce of 
0.5 N alkali consumed. The following formula, therefore, gives 
the total menthol content (free and ester): 
7.Sla 

S—0.0210a' 
where P — percentage of total menthol; 

S — grams of acetylized oil taken; 
and a=ce. of 0.5 N alkali consumed. 


P= 


By subtracting the menthol equivalent of the amount of ester 
as first determined, the amount of free menthol is obtained. 

CALCULATION.—Menthyl acetate x 0.788 = menthol. 

Norr.—The chemistry of the foregoing method is as follows: 


Menthol is a saturated secondary alcohol of the structural formula (a) 
shown below. The ester has the formula (b). 


Hc 0H, LONCH 
X 
CH cH 
da ch 
1507. VS Hi0 ŅCHO-C,H:0 
H:C\_/CH: GH Jon, 
cf CR 
ch, cu, 
(a) Menthol (b) Menthyl Acetate 


In the ester determination the acetate radical is removed and menthol 
formed by saponification. The menthol is then all transformed to the 
ester by the action of acetic anhydride and sodium acetate. This compound 
is then saponified back to menthol, and the amount of alkali consumed gives 
the amount of menthol by the above calculation. 

REFERENCES.—United States Pharmacopoeia; United States Dispensa- 
tory; Gildemeister and Hoffmann: “The Volatile Oils.” 


PEPPERMINT, SPEARMINT AND WINTERGREEN EXTRACTS 


Alcohol.—Since these extracts usually contain only a small 
amount of oil,* the alcohol can in most cases be calculated from 


* The Federal Standard (U. S. Dept. Agr., Circ. 136) requires not less 
than 3% of the essential oil in each of these extracts, 
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the sp. gr. of the extract. The method of calculation is described 
under Cassia Extract (p. 651). For the sp. gr. of the oil (the 
value O in the formula) use the following figures: 


Peppermint Ol... S. roto eats epa EE E 0.91 
Spearmint 01] 3s ac soy nr cL MM at MEE 0.92 
Wintergreen: Oil: at Zb E EL 


If the extract is high in solids, determine the alcohol as follows: 

Add 25 cc. of the extract to 75 cc. of a saturated solution of 
NaCl in a separatory funnel and extract twice with 50-cc. portions 
of petroleum ether (b. p. 40-60? C.). Collect the petroleum 
ether extract in a second separatory funnel and wash twice with 
two separate 25-ec. portions of saturated brine. Combine the 
original salt solution with the washings, add a little powdered 
pumice, and distill into a 100-cc. volumetric flask. When almost 
100 cc. have been distilled, make up to the mark at a definite 
temperature and determine the alcohol from the sp. gr., as 
described on page 651. 


Notrr.—A 50% solution of CaClz may be used in place of saturated brine. 


Oil (Modified Howard Method).—Pipette 10 ec. of the extract 
into a Babcock milk (not cream) bottle, add 1 ec. of CS, mix 
thoroughly, and then add 25 ec. of cold water and 1 cc. of conc. 
HCl. Close the mouth of the bottle and shake vigorously. 
Centrifugalize for 6 minutes and remove all but 3-4 ec. of the 
supernatant liquid, which should be practically clear, by aspirat- 
ing through a glass tube of small bore. Connect the stem of the 
bottle with a filter pump, immerse for 3 minutes in water kept 
at about 70? C., remove from the bath every 15 seconds and shake 
vigorously. Continue in the same manner for 45 seconds, using a 
boiling water bath. Remove from the bath and shake while 
cooling. Disconnect from the suction and fill the bottle to the 
neck with saturated NaCl solution at room temperature. Cen- 
trifugalize for 2 minutes and read the volume of the separated 
oil from the top of the meniscus. Multiply the reading by 2 to 
obtain the percentage of oil by volume. 

In the case of wintergreen use as a floating medium a mixture 
of 1 volume of conc. HSO; and 3 volumes of saturated NaSO, 
solution. 
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Methyl Salicylate in Wintergreen Extracts (Modified Hortvet 
and West Method).—Mix 10 ce. of the extract with 10 cc. of 
10% KOH solution. Heat on the steam bath until the volume is 
reduced about 3. Add a distinct excess of dil. HCl (1:1), 
cool and extract with 3 portions of ether, 40, 30 and 20 cc., respect- 
ively. Filter the extract through a dry filter into a weighed dish. 
Wash the paper with 10 cc. of ether and allow the filtrate and 
washings to evaporate spontaneously. Dry in a desiccator con- 
taining H.SO, and weigh. Multiply the weight of salicylic acid 
thus found by 9.33 to obtain the percentage by volume of winter- 
green oil in the sample. (Sp. gr. of wintergreen oil = 1.178.) 


REFERENCE.—Association of Official Agricultural Chemists: “Methods of 
Analysis," 359 (1925). 


VANILLA EXTRACT 


Specific Gravity.—Determine at 20? C. with a pycnometer. 

Alcohol.—Weigh into a distilling flask 20-25 grams of the 
sample and dilute with 100 ec. of water.  Distill into a 100-cc. 
volumetric flask through a vertical condenser, stopping the dis- 
tillation just short of 100 cc. Make up to volume at standard 
temperature and determine the sp. gr. of this distillate accurately 
with a pyenometer at the same temperature. Determine the 
percentage of alcohol by weight and by volume, as described on 
page 651. 

Vanillin and Coumarin.*—The determination of vanillin, 
coumarin, normal lead number and residual color in the filtrate 
are all to be made on one portion, using 50 cc. of the sample. 
For the determination of vanillin and coumarin employ the 
modified Hess and Prescott method as follows: 

VANILLIN.— Pipette 50 cc. of the extract at 20° C. into a 250-cc. 
beaker with marks showing volumes of 80 and 50 cc. Dilute to 
80 cc. and evaporate to 50 cc. in a water bath kept at 70° C. or 
below. Dilute again to 80 ec. with water and evaporate to 50 cc. 
Transfer to a 100-cc. volumetric flask, rinsing the beaker with 
hot water, add 25 ce. of 8% neutral lead acetate solution, make 
up to the mark with water, shake, and let stand 18 hours (over- 


* This method is not applicable to concentrated vanillin and coumarin 
preparations in which the amount of vanillin and coumarin present in 50 cc. 
exceeds the quantity dissolved in 100 cc. of water at 20? C. In such cases 
use a smaller quantity of the sample and dilute to 50 cc. 
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night) at 37-40? C. This can best be obtained by means of an 
incubating oven. Decant on a small, dry filter. 

Pipette 50 cc. of the filtrate into a separatory funnel and extract 
four times, using successive 15-cc. portions of ether which has 
been washed twice with an equal volume of water to remove 
aleohol. Wash the combined ether solutions four or five times 
with dil. NH,OH (1:11), using 10 ce. the first time and 5 cc. 
thereafter. Save the ether solution for the determination of 
coumarin. 

Slightly acidulate the combined ammoniacal solutions with 
dil. HCl (1:2), cool and extract in a separatory funnel with 4 
portions of washed ether, using about 40 cc. in all. Evaporate 
the ethereal solutions at room temperature, dry over conc. H2SO, 
(more quickly accomplished in a vacuum desiccator) and weigh. * 
[f the residue, after standing in a desiccator, is considerably dis- 
colored or gummy, re-extract in the dry state with boiling petro- 
leum ether (b. p. 40° C. or below) not less than fifteen times; 
evaporate the solvent from the combined extracts, dry and weigh. 
The residue should now be white, crystalline vanillin with a m.p. 
of approximately 80° C. A small amount of this residue dissolved 
in 2 drops of conc. HCl, upon the addition of a crystal of resorcinol, 
should develop a pink color. 

Coumarin.—Evaporate the original ether extract of the 
sample, after removal of the vanillin with NH,OH, at room 
temperature, dry over conc. HS0, and weigh. The residue, if 
pure coumarin, should melt at approximately 67° C., and should 
respond to Leach’s test for coumarin as follows: A small portion 
of the residue dissolved in not more than 0.5 ec. of hot water 
should develop a brown precipitate upon the addition of a few 
drops of 0.1 N iodine solution. This precipitate finally gathers 
in green flocks, leaving a clear brown solution. The reaction is 
especially marked if the reagent is applied with a glass rod to a 
few drops of the solution on a white plate or tile. 

Lead Number (Winton).—To an aliquot of 10 cc. of the filtrate 
from the lead acetate precipitate obtained above, add 15 cc. of 
water, 10 cc. of dil. H2S0, (1:9), and 100 ce. of 95% alcohol. 
Let stand overnight, filter on a weighed Gooch crucible, wash 


* The vanillin residue often appears first in the form of oil-like droplets, 
which on standing crystallize into light-colored masses. 
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with 95% alcohol, dry at a moderate heat and ignite at low redness 
for 3 minutes, taking care to avoid the reducing flame. (It is 
best to place the Gooch crucible inside a platinum crucible 
during the ignition.) Cool in a desiccator and weigh. Conduct 
a blank determination, using water containing 4 or 5 drops of 
glacial acetic acid instead of the sample. Calculate the lead 
number from the following formula: 

ql 100x0.6833(S — W) 

5 

In the above formula P = Lead Number (grams of metallic Pb 
in the precipitate from 100 cc. of the sample); S=gramsof PbSO, 
corresponding to 2.5 cc. of the standard lead acetate solution as 
determined in the blank analysis; and W = grams of PbSO, in 10 cc. 
of the filtrate from the lead acetate precipitate as just described. 

Color Value.—Pipette 2 cc. into a 50-cc. volumetric flask and 
make up to the mark with a mixture of equal parts of 95% alcohol 
and water. Determine the color value of this diluted extract in 
terms of red and yellow by means of the Lovibond tintometer, 
using the 1-inch cell. To obtain the color value of the original 
extract multiply the figures for each color by 25. 

Residual Color after Precipitation with Lead Acetate.— 
Determine the color value in terms of red and yellow of a portion 
of the filtrate from the lead acetate precipitate obtained in the 
determination of vanillin and coumarin, using a 1-inch Lovibond 
cell. Multiply the reading by 2 to reduce the results to the basis 
of the original extract. If the actual reading of the solution is 
greater than 5 red and 15 yellow, as may happen if the extract 
is highly colored with caramel, use the 0.5- or 0.25-inch cell and 
multiply the readings by 4 or by 8, respectively. 

Divide the figures for red and yellow, respectively, by the 
corresponding figures obtained by measurement of the original 
extract and multiply the quotients by 100, to obtain the per- 
centages of the 2 colors remaining in the lead acetate filtrate. 

Calculate also the ratio of red to yellow in both extract and 
lead filtrate. 

Color Insoluble in Amyl Alcohol (Marsh Test).—Pipette 25 
cc. of the extract into a porcelain dish and evaporate just to 
dryness on the steam bath. Transfer to a 50-cc. volumetric flask 
by means of 95% alcohol and water, using a total of 26.3 cc. of 


=13.666(S—W). 
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95% alcohol. Dilute to the mark with water. Transfer 25 cc. 
of this solution to a separatory funnel. Add 25 cc. of the Marsh 
reagent and shake lightly to avoid emulsification. Let the layers 
separate and repeat the shaking and standing twice again. 
After the layers have separated clearly, run off the lower aqueous 
layer containing the caramel into a 25-cc. cylinder and make up the 
volume with 50% (by volume) alcohol. Compare this solution 
in a colorimeter with the remaining 25 cc. and express the results 
as percentage of Color Insoluble in Amyl Alcohol. 

Marsh Reagent.—Mix 100 ec. of pure amyl alcohol, 3 cc. of 
sirupy H;PO, and 3 ec. of water. Shake immediately before 
using. If the reagent becomes colored on standing, the amyl 
alcohol should be redistilled over 5% H3PO, solution. 

Total Solids.—Determine the total solids on 10 cc. of the 
sample by evaporating in a dish containing a weighed amount of 
quartz sand, as described on page 560. 

Ash.—Evaporate 10 cc. of the extract, char and ignite until 
free from carbon at the lowest possible heat, not exceeding dull 
redness. 

Sucrose.—Determine sucrose by polarization before and after 
inversion with HCl as described in the method for Reducing 
Sugars and Sucrose (p. 548), or by determining reducing sugars 
before and after inversion (Munson and Walker method) as 
described under Chemical Method (p. 550). 

Vanilla Resins (Qualitative Tests).—Evaporate 50 ce. of the 
extract in a glass dish on a water bath until the alcohol is removed 
and make up to about the original volume with hot water. If 
alkali has not been used in the manufacture, the resins will appear 
as a flocculent red to brown residue. Acidify with dil. acetic 
acid (1:9), let stand a short time, collect the resins on a filter, 
wash with water and reserve the filtrate for further tests. 

Place a portion of the filter with the attached resins in a few 
ec. of 5% KOH solution. The resins are dissolved, giving a deep 
red solution. Acidify, and the resins are reprecipitated. 

Dissolve a portion of the resins in 95% alcohol. To 1 fraction 
add a few drops of 10% FeCl; solution; no striking coloration 
should be produced. To another portion add cone. HCl; little 
change in color should result. Most foreign resins, however, 
give color reactions. 
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To a portion of the filtrate obtained above, add a few drops 
of lead subacetate solution.* A very bulky precipitate should 
result, almost solid, and the filtrate from this precipitate should 
be practically colorless. 

Test another portion of the filtrate from the resins for tannin 
with a solution of gelatin. Tannin should be present in varying 
but small quantities, but should not be present in great excess. 

Glycerol.—Heat to boiling in a flask 100 ec.j of the extract 
and treat with successive small portions of milk of lime (contain- 
ing about 1595 of CaO) until it becomes first darker and then 
lighter in color. When cool add 200 ce. of 95% alcohol, let the 
precipitate subside, filter, and wash with 95% alcohol. Evapo- 
rate the filtrate in a porcelain dish on the water bath to about 10 
ec. and proceed as in the determination of Glycerol in Lemon 
Extract (p. 654). 


Nores.—(1) This method embodies the methods and recommendations 
of the Association of Official Agricultural Chemists. 

(2) The limits of composition of pure standard vanilla extracts as set 
forth in Bur. of Chem., Bull. 163, p. 89 are as follows: 

(a) Percentage of vanillin should be not less than 0.10 nor more than 0.35. 

(b) Normal lead number should be not less than 0.40 nor more than 0.80. 

(c) The percentage of color insoluble in acidified amyl alcohol (Marsh's 
reagent) should be not more than 35 and will seldom exceed 25%. 


* Basic lead acetate solution used for clarifying sugar solutions (see p. 546). 
t The amount of glycerol in the sample taken for analysis should be 
between 0.10 and 0.40 gram. 


CHAPTER XI 
ANALYSIS OF WATER, SEWAGE, AND SOILS 


SANITARY ANALYSIS OF WATER AND SEWAGE 


General.—Before making a sanitary analysis of a sample of 
water, the general characteristics of the water should be noted. 
All substances which are likely to undergo change should be 
determined as quickly as possible. This includes free and albu- 
minoid ammonia, nitrites, nitrates and oxygen consumed (also 
free CO; and alkalinity or acidity when desired). 

The determinations included in the usual sanitary water 
analysis are given below and the form of reporting and the num- 
ber of significant figures to be reported are also indicated: 


Sedimenti IL dali ERAS an Ee 
Turbidity (U. S. Geological Scale).......... X.X 
Kee E E EE 
Color (Platinum-cobalt Standard).......... X.X 
Parts per 100,000 
Residue on evaporation.............. XXX 
Nitrogen as: 
ree ammonia... E X.XXXX 
Albuminoid ammonia............ X.XXXX 
NIDOS EE SEN X.XXXX 
NITTAVES. T es CE DCN IS EP 
Oxygen consumed: ae eR ae E 
Total éhlorde. rcc m 
Blat Gegen tees hag! UNT DS EET 
IPOD ligar mdirUQQ E DEI m NON 


Odor.— The observation of the odor of cold and hot samples of 
surface waters is very important, as the odors are usually con- 
nected with some organie growths or with sewage contamination, 
or both. The odor of ground waters is often caused by the earthy 
constituents of the water-bearing strata, The odor of a con- 
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taminated well water is often a contributary evidence of its 
pollution. 

Corp Opon.—Shake the sample violently in 1 of the gallon 
collecting bottles, about i or 2 full of the water at room tem- 
perature (about 20? C.). Remove the stopper and smell the 
odor at the mouth of the bottle. 

Hor Opor.—Pour about 150 ce. of the sample into a 500-cc. 
Erlenmeyer flask. Cover the flask with a well-fitting watch 
glass, place on a hot plate and bring the water to just below 
boiling. Remove the flask from the plate and let it cool for not 
more than 5 minutes. Then shake with a rotary movement, 
slip the watch glass to one side and note the odor. 

EXPRESSION or ResuLTS.—Express the quality of the odor by 
some such descriptive term as the following: vegetable, aromatic, 
grassy, fishy, earthy, moldy, musty, disagreeable, peaty, sweetish, 
sulfide, ete. 

Sediment and Suspended Matter.—Ordinarily the sediment 
may be expressed qualitatively as slight, flocculent, considerable, 
or heavy. If quantitative results are desired, filter a measured 
quantity of the water after shaking (500 cc. are suitable) through 
a filter paper which has previously been dried in a weighing bottle 
in the oven at 105° C. to constant weight. Then dry the filter 
containing the sediment to constant weight, at the same tem- 
perature. To avoid absorption of moisture by the dry filter, 
make all weighings with the bottle stoppered. This gives the 
total suspended matter. If the mineral suspended matter 
is desired, ignite in a platinum crucible and weigh. 

Norke.—The difference between the total solids determined on filtered 
and unfiltered portions of the sample may also be used as a measure of the 
amount of suspended matter. 

Turbidity.—The turbidity is due to suspended matter such as 
clay, silt, finely divided organic matter, microscopic organisms, 
etc. The standard of turbidity adopted by the U. S. Geological 
Survey is a water which contains 100 parts of silica per million in 
such a state of fineness that a bright platinum wire, 1 mm. in 
diameter, can just be seen when the center of the wire is 100 mm. 
below the surface of the water and the eye of the observer is 1.2 
meters (about 4 feet) above the wire; the observation being 
made in the middle of the day, in the open air but not in sunlight, 
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and in a vessel so large that the sides do not shut out the light. 
The turbidity of such a water is arbitrarily fixed at 100. 

The number obtained by dividing the weight of suspended 
matter in the sample, in parts per million, by the turbidity, is 
called the Coefficient of Fineness. If the coefficient is greater than 
1, the matter in suspension is coarser than the standard; if 
less than 1, it is finer. 

SILICA STANDARDS.— To prepare the standard, dry precipitated 
fuller’s earth and sift it through a 200-mesh sieve. One gram 
of this preparation in 1 liter of distilled water makes a stock sus- 
pension containing 1000 parts of silica per million, which should 
have a turbidity of 1000. Test this suspension, after diluting 
a portion of it with nine times its volume of distilled water, by the 
platinum wire method, as described below, to ascertain if the 
silica has the necessary degree of fineness and if the suspension 
has the necessary degree of turbidity. If not, correct by adding 
more fuller's earth or more water as required. 

Prepare standards for comparison from the stock suspension 
by diluting with distilled water. For turbidity readings below 20, 
keep standards of 0, 5, 10, 15, and 20 in clear bottles of the same 
size as are used in collecting the samples. For readings above 20, 
keep standards of 20, 30, 40, 50, 60, 70, 80, 90, and 100 in 100-ce. 
Nessler tubes approximately 20 mm. in diameter. In comparing 
the water under examination with the standards, take an amount 
equivalent to the standard, view the liquids sidewise towards the 
light, looking at some object, and note the distinetness with which 
the margins of the object may be seen. Keep the standard stop- 
pered and shake both sample and standard thoroughly before 
making the comparison. 

Norr.—In order to prevent growth of bacteria or alge in the standards, 
a small amount of mercuric chloride may. be added to them. 

Puatinum Wire Merrtruop.—The platinum wire method of 
determining turbidity may be used directly on the sample instead 
of preparing standards as above. It is the method to be used in 
ascertaining the correctness of the stock suspension above 
described. 

This method requires a rod with a platinum wire of 1-mm. 
diameter (0.04 inch, No. 18 B. & S. gage) inserted in it about 1 
inch from one end of the rod and projecting from it at least 25 
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mm. at a right angle. Near the other end of the rod, at a dis- 
tance of 1.2 meters (about 4 feet) from the platinum wire, place 
a wire ring directly above the wire. When making the examina- 
tion look through this ring with the eye directly aboveit. Gradu- 
ate the rod as follows: At a distance of 100 mm. from the center 
of the wire, mark 100. If desired, other graduations may be 
made according to Table XXVI below or the distance may be 
measured in mm. and the turbidity calculated. 


TABLE XXVI—GRADUATION or TURBIDITY Rop FOR TESTING WATER 


Turbidity, Parts | Vanishing Depth || Turbidity, Parts | Vanishing Depth 
per Million of Wire, Mm. per Million of Wire, Mm. 
T 1059 70 138 
8 971 75 130 
9 983 80 122 
10 794 85 116 
11 729 90 110 
12 674 95 105 
13 627 100 100 
14 587 110 z 93 
15 551 120 86 
16 520 130 81 
17 493 140 76 
18 468 150 72 

19 446 160 68.7 
20 426 180 62.4 
22 391 200 57.4 
24 361 250 49.1 
26 336 300 43.2 
28 314 350 38.8 
30 296 400 35.4 
35 257 500 30.9 
40 228 600 A m 
45 205 800 23.4 
50 187 1000 20.9 
55 171 1500 ie ib 
60 158 2000 14.8 
65 147 3000 1221 

A ASA E 
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Procedure.—Lower the rod vertically into the water as far as the 
wire may be seen, and then read the level of the surface of 
the water on the graduated scale (or mark the point and measure 
the distance). The following precautions must be taken to 
insure correct results: 

Observations must be made in the open air, preferably in the 
middle of the day and not in direct sunlight. The wire must be 
kept bright and clean. If for any reason observations cannot 
be made under natural conditions directly, a pail or tank may 
be filled with water and the observation taken in that, but in this 
case care must be taken that the water is thoroughly stirred 
before the observation is made, and no vessel is to be used for this 
purpose unless its diameter is at least twice as great as the depth 
to which the wire is immersed. Waters which have a turbidity 
above 500 must be diluted with clear water before the observa- 
tions are made; but if this is done, the degree of dilution must be 
reported. 

The wire method is to be used for testing the degree of fineness 
of the silica standard, and this should be such that when added 
to distilled water in an amount equal to 100 parts per million, the 
wire observed under standard conditions can be just seen at a 
depth of 100 mm. below the surface of the water. 

RECORDING or REsuLTs.—Record results of turbidity observa- 
tions as follows: 


Turbidity between Record to nearest 
land 50 1 
51and 100 5 
101 and 500 10 
501 and 1000 50 
1001 and greater 100 


Color.—The “true color" of water is considered that part of 
the apparent color which is due only to substances in solution, 
i.e., it is the color of water after filtration. The “apparent color” 
is the color as viewed by inspection of the original sample. In 
stating the results, the word “color” means the color of the 
filtered sample, unless otherwise expressed. 
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PLATINUM-COBALT STANDARD.. The platinum-cobalt method 
of measuring color is the standard and the unit of color is that pro- 
duced by one part of Pt per million. The ratio of Co to Pt may 
be varied to match the shade in special cases. The proportion 
given below is usually satisfactory. 

Prepare the standard solution (whieh has a color of 500) 
as follows: Dissolve in water 1.245 grams of K5PtCle (containing 
0.5 gram of Pt), 1 gram of crystallized CoCl;:6H5O (containing 
0.25 gram of Co) and 100 cc. of cone. HCl, and dilute with dis- 
tilled water to 1 liter. Place varying aliquots of this solution in 
Nessler tubes and dilute with distilled water to the 50-ee. or 
100-ec. mark. These diluted solutions should have colors of 
0, 5, 10, 15, 20, 25, 30, 35, 40, 50, 60, and 70, respectively. The 
tubes must be of such size that the 50-ce. mark is between 20 
and 25 cm. above the bottom and is uniform for all tubes. Pro- 
tect these standard tubes from dust and from evaporation when 
not in use. 

PrRocEDURE.—Fill a clean Nessler tube with the sample to the 
height equal to that in the standard tubes, and compare the color 
with the standards. The observation must be made by looking 
vertically downward through the tubes upon a white surface 
placed at such an angle that light is reflected upward through 
the column of liquid. Estimate the color of the water from the 
standards which most nearly match it. 


NomEs.—(1) Waters that have a color darker than 70 must be diluted 
with distilled water before making the comparison. 

(2) Water containing suspended matter must be filtered until no visible 
turbidity remains before the observation is made. If the suspended matter 
is coarse, use filter paper; if fine, a Berkefeld filter is recommended. The 
Pasteur filter must not be used, as it has a decolorizing effect. 


RecorpING or REesuLTs— Record results of color determina- 
tions as follows: 


Color between Record to Nearest 
Land 50 1 
51 and 100 5 
101 and 250 10 
251 and 500 20 


o q O 2 <K<Ká 
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Dissolved Oxygen.—See page 703. 

Chemical Analysis.—Express results of chemical analysis in 
parts per 100,000. 

RESIDUE ON EVAPORATION (ToraL SoLIDs).—Evaporate 100 
cc. of the sample in a weighed platinum dish on the water bath. 
If the water has a high Mg content, add 25 cc. of 0.02 N NasCO; 
solution,* correcting for this in the final calculation. Dry the 
residue for 1 hour at a temperature of about 105° C. Cool in a 
desiccator over conc. HSO, and weigh. Repeat until there is no 
further loss in weight. With highly mineralized waters it is 
preferable to use a temperature of 180° C. 

Loss on IcNrrioN.—Heat the platinum dish with the residue in 
a “radiator,” which consists of another platinum or nickel dish 
large enough to allow an air space of about 0.5 inch between the 
inner and outer dishes, the inner dish being supported by a 
triangle of platinum wire laid on the bottom of the outer dish. 
Suspend over the inner dish a dise of nickel or platinum foil large 
enough to cover the outer dish and radiate heat upon the residue. 
Heat the large dish to bright redness until the residue is white or 
nearly so. Let cool, moisten the residue with a few drops of 
distilled water, dry in the oven for 4 hour, cool and weigh. 
The difference between this and the total solids is the Loss on 
Ignition. 

Norrs.—(1) An electric muffle furnace may be used in place of the 
radiator. 

(2) It is not customary to report the loss on ignition but it is of value in 
interpreting the analysis. The manner in which the residue behaves as to 


odor and color upon ignition should be noted, as it often gives a helpful clue 
to the character of the organie matter. 


NITROGEN As FREE AMMONIA 


General.— There are 2 methods for estimating nitrogen present 
as free ammonia: (I) by distillation, and (II) by direct nessleriza- 
tion. The former is recommended for most waters, while the 
latter is preferable for sewages, sewage effluents, and highly 
polluted surface waters, or waters containing HS. 

I. Free Ammonia by Distillation.—Connect a 1-liter round- 
bottomed flask to a vertical block-tin or aluminum condenser in 


* This prevents the hydrolysis of MgCl; and loss of HCl. 
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such a way that the distillate will drop directly into the Nessler 
tubes. Free the apparatus from NH; by boiliug distilled water 
in it until the distillate shows no further traces of free NH.. 
Then empty the distilling flask and measure into it 500 cc. of the 
sample, or a smaller portion diluted to 500 cc. with NH;-free 
water. Apply the heat so that the distillation will be at the 
rate of 6-10 cc. per minute. Collect 4* Nessler tubes of the 
distillate, 50 ec. to each portion. These contain the free NH. 
to be measured as described below. 


Notr.—If the sample is acid to methylorange or if the presence of urea is 
suspected, add about 0.5 gram of NaCO; previous to distillation. Omit 
this when possible as it tends to increase bumping. Use only Nessler tubes 
which do not show a variation of more than 6 mm. (0.25 inch) in the dis- 
tance of the 50-cc. graduation mark from the bottom. The tubes must be 
of clear, colorless glass with polished bottoms. 


The comparison of the distillates may be made either (1) 
against nesslerized solutions containing known quantities of 
N as NH4Cl or (2) against permanent standard solutions in 
which the colors of nesslerized standard ammonia colors are 
duplicated by solutions of Pt and Co chlorides. 

(1) Comparison with Ammonia Standards.—REAGENTS.— 
For comparison with ammonia standards, prepare the following 
reagents: 

(a) Ammonta-free Water. 

(b) Standard N H4,Cl Solution —Dissolve 3.82 grams of NH4CI 
in 1 liter of NH;-free water and dilute 10 cc. of this to 1 liter with 
NH:-free water. 1 cc. of the final solution equals 0.00001 gram 
of N, equivalent to 0.00001216 gram of NH;. 

(c) Nessler’s Reagent.—Dissolve 50 grams of KI in a minimum 
quantity of cold NH;-free water (about 35 cc.). Add a saturated 
solution of HgCl, until a slight permanent precipitate forms. 
Add 400 ec. of 50% KOH solution or 35% NaOH solution made 
by dissolving the caustic and allowing it to settle clear before 
using. Then dilute to 1 liter, let settle till clear and decant. 
This solution should give the required color with ammonia 


* If the free NH; is unusually high, it may be necessary to collect more 
than 4 tubes of distillate. The last tube should be free or practically free 


from NH;. 
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within 5 minutes after addition and should not precipitate with 
small amounts of NH; within 2 hours. 

PRocEpURE.—Prepare a series of 16 Nessler tubes which 
contain the following volumes of the standard NH,Cl solution, 
diluted to 50 cc. with NH;-free water, namely, 0.0, 0.1, 0.3, 0.5, 
0.7, 1.0, 1.4, 1.7, 2.0, 2.5, 3.0, 3.5, 4.0, 4.5, 5.0 and 6.0 cc. These 
will contain 0.00001 gram of N for each cc. of the standard 
solution used. 

Nesslerize the standards and also the 4 distillates from the 
sample by adding 1 cc. of Nessler's reagent to each tube. Do not 
stir the contents of the tubes. Have the temperature of the 
tubes practically the same as that of the standard, otherwise 
the colors wil not be directly comparable. Let the tubes 
stand for at least 10 minutes after nesslerizing. Compare the 
color produced in these tubes with that of the standards by 
looking vertically downward through them at a white surface 
placed at an angle in front of the window so as to reflect the light 
upwards. 

In ease the color obtained by nesslerizing the distillates is 
greater than that of the darkest standard, mix the contents of 
the tube thoroughly and pour out 3. Dilute the remainder 
to the original volume with NH;-free water. Then make the 
color comparison and multiply the result by 2. If the color is 
still too dark, repeat the process of division until a reading can 
be made. If the color of the distillates is too high, this process 
may be shortened by mixing together all of the distillates in one 
sample before making the comparison, then taking an aliquot 
portion for comparing with the standards. 

If à precipitate is formed, dilute the reagent before adding it 
to the tubes. : 

After the readings have been made and recorded, add together 
the results obtained on separate tubes of the sample to get the 
total number of ec. of standard required. If 500 cc. of the sample 
were distilled, multiply this sum by 0.002 to get the parts of N 
as free NH; per 100,000 parts of the sample. 

(2) Permanent Standards.—Permanent standards for com- 
parison may be prepared as below and the colors of the nesslerized 
distillates compared with these after the former have stood about 
10 minutes, 
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REAGENTS.—(1) Platinum Solution.—Dissolve 2 grams of 
K;PtCl; in a small amount of water, add 100 ec. of conc. HCl 
and dilute to 1 liter. 

(2) Cobalt Solution.—Dissolve 12 grams of CoCl,'6H:20 in 
water, add 100 ec. of conc. HCl and dilute to 1 liter. 

PROCEDURE.—For the standards place varying amounts of 
these two solutions in Nessler tubes and fill up to the 50-cc. mark 
with distilled water as shown in Table XXVII. 

The amounts there stated are approximate, and the actual 
amount necessary will vary with the character of the Nessler solu- 
tion used, with the color sensitiveness of the analyst’s eye, and 
with the other incidental conditions. The final test of the stand- 
ard is best obtained by comparing it with nesslerized standards 
and modifying the tint accordingly. Such a comparison should 
be made for each new batch of Nessler solution and should be 
checked by each analyst. 


TABLE XXVII—PERMANENT STANDARDS FOR NH; DETERMINATION 
Equivalent Volume of 


Standard NH,Cl 
Solution, cc. 


Platinum Solution, Cobalt Solution, 
cc. cc. 


OQ OOo 
sl Va bi ka E 
NANA 
ON Oo GO tà 


1.0 eh 0.5 
1.4 929 tL 
IET, FIPA d 
2.0 1277, 2.2 
2.5 15.0 3.3 
3.0 17.3 4.5 
3.5 19.0 ye nf 
4.0 19). 7 regal 
4.5 EOS iof 
5.0 20.0 10.4 
6.0 20.0 15.0 
7.0 20.0 22.0 
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It is necessary to use tubes of the same size and graduations as 
those used to collect the water distillates. These standards may 
be kept for several months if protected from dust. The method 
of calculating results is the same as with the ammonia standards. 

II. Free Ammonia by Direct Nesslerization.—REAGENTS.— 
Prepare the following solutions with NH;-free water: 

(a) CuSOs.—10% (crystals). 

(b) Lead Acetate.—10 97. 

(c) NaOH or KOH .—50%. 

(d) ZnSO,.—Saturated solution. 

PROCEDURE FOR WATER.—Mix 50 cc. of the sample in a glass- 
stoppered graduate with an equal volume of NH;-free water, and 
add a few drops of the CuSO, solution. After thoroughly mixing, 
add 1 ce. of the caustic solution and again thoroughly mix. Let 
stand for a few moments. A heavy precipitate should fall, leaving 
a colorless, supernatant liquid. Nesslerize an aliquot portion of 
this clear liquid, compare with standards and compute the 
amount of N as free NH;, as described under the Distillation 
Method. 

Samples containing HS may require addition of a few drops 
of lead acetate or ZnSO, solution in addition to the CuSO,. 
Samples high in Mg may often be clarified by addition of the 
caustic alone. 

PROCEDURE FOR SEWAGE.—Add 1 cc. of the CuSO, solution to 
100 cc. of the sample in a glass-stoppered bottle or cylinder, mix 
well, add 1 ec. of the caustie solution, again mix well and let 
settle. If the supernatant liquid does not become perfectly clear, 
take a fresh sample and add the alkali first and then the CuSO.,. 
If the sample contains H-S, add first 1 cc. of lead acetate solution 
and then 1 cc. of the alkali. If this fails to clarify, take a fresh 
portion and add first 1 ec. of the ZnSO, solution and then 1 cc. 
of the alkah. 

Place 5 ec. or less of the clarified liquid in a 50-cc. Nessler 
tube, dilute to the mark with NH;-free water, nesslerize and 
compare with standards. 


NITROGEN AS ALBUMINOID AMMONIA 


General.— The addition of an alkaline permanganate solution 
to liquids containing nitrogenous organie matter causes the for- 
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mation of NH;, the amount of which can be measured upon dis- 
tillation of the treated sample and nesslerization of the distillate. 
In sewages and other liquids and substances containing consider- 
able nitrogenous organie matter, the percentage of nitrogenous 
material which is ammonia-forming is decidedly variable. For 
this reason albuminoid NH; results in such cases are less valuable 
than the total organie N, sometimes called the Kjeldahl nitrogen. 
Hence, for sewage work, including the analyses of both the influ- 
ents and the effluents of purification plants, as well as the study 
of highly polluted streams, it is recommended that albuminoid 
NH; determinations be omitted and in their place the total 
organie N be determined. 

For ground waters and surface waters containing but little 
pollution, the N as albuminoid NH; quite uniformly approxi- 
mates about one-half of the total organie N. Accordingly the 
continuance of albuminoid NH; determinations for this class of 
work is approved. Nevertheless the inferiority of such results 
to those of total organie N is recognized. 

Reagent.—A lkaline K MnO,.—Pour 1200 cc. of distilled water 
in a 2.5-liter porcelain dish, boil 10 minutes and turn off the gas. 
Add 16 grams of KMnO; and stir until dissolved. Then add 800 
ec. of a 50% clarified solution of KOH (or 35% NaOH solution) 
and enough NH;-free water to make 2500 cc. Boil down to 
2000 ec. Test each batch of this solution for albuminoid NH; 
by making a blank determination on 50 cc. and correct for this 
blank in the analysis. 

Procedure.—Interrupt the distillation (made as already 
described) after the collection of the distillate for free NH;, add 
50 ec. or more of the alkaline KMnO; and continue the distillation 
until at least 4 (preferably 5) 50-cc. portions of the distillate have 
been collected in separate tubes. Have enough permanganate 
solution present to insure the maximum oxidation of the organic 
matter. Determine the N in the distillates by nesslerization as 
previously described and express the results in terms of Nitrogen 
as Albuminoid Ammonia in parts per 100,000. 


Nores.—(1) Dissolved N as albuminoid NH; may be determined from a 
sample from which suspended matter has been removed by filtration either 
through filter paper, or, if finely divided matter is present, through a Berke- 
feld filter. 
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(2) Suspended N as albuminoid NH; may be obtained by taking the dif- 
ference between the total and dissolved N. 


TOTAL ORGANIC NITROGEN 


Procedure for Water.—Boil 500 cc. of the sample in a round- 
bottomed flask until free from NH;. Thisusually requires the dis- 
tillation of about 200 ec. of the sample, which may be collected 
for the determination of free NH;. 

Add 5 ec. of conc. H580,, free from N, together with a small 
piece of ignited pumice. Mix by shaking and place over a flame 
under a hood. Digest until copious fumes of SO; are given off 
and the liquid chars and finally becomes colorless or pale straw 
color. If necessary the digestion temperature may be raised by 
the addition of 5 grams of anhydrous KSO, or Nach, Cool, 
dilute to about 300 cc. with NH;-free water and add an excess of 
10% ammonia-free NaOH solution. Distill off the NH;, collect 
in Nessler tubes, nesslerize and compare with standards as 
already described. 

Procedures for Sewage.—For sewages containing less than 5 
parts of organic N per 100,000 Method I is satisfactory. For 
greater concentrations Method II is more accurate. 

Mzrnop I.—Measure 100 cc. or less of the sample into a 500-ce. 
Kjeldahl flask and distill off the free NH. Add 10 cc. of conc. 
H2S0,, 1 ec. of 10% CuSO, solution, and 5 grams of anhydrous, 
powdered Nach, or K2SO4. Digest under the hood over a low 
flame for 30 minutes after the liquid has become colorless. Par- 
tially cool and dilute to about 250 ec. with NH;-free water. Add 
a few drops of phenolphthalein and then add 50% NaOH solution, 
carefully, until alkaline. Immediately connect with a condenser 
which has been steamed out and distill the NH; into Nessler 
tubes. Nesslerize the distillate and compare with standards as 
described under Free Ammonia. 

Correct the total N found by a blank determination made with 
the same amounts of reagents as were used in the analysis. 

Mernop II.—Using at least 100 cc. of the sample, proceed as 
under Method I, collecting the distillate in 25 cc. (or more) of 
0.05 N H.SO, or HCl containing 3 drops of a 1% solution of methyl 
red in alcohol. Collect about 200 cc. of distillate and titrate 
the excess of acid with 0.05 N NaOH. Calculate the amount 


ANALYSIS OF WATER, SEWAGE, AND SOILS 681, 


of N from the acid consumed, after correcting for the amount 
found in a blank determination on the reagents. 
CALCULATION.—1 cc. 0.05 N acid =0.0007 gram nitrogen. 


NITROGEN AS NITRITES 


General.—The formation of nitrites is the second intermedi- 
ate step by which nitrogenous matter passes from crude organic 
matter to mineral matter (nitrates). Nitrites are also formed 
continuously by the reduction of nitrates by bacterial action 
and consequently the determination must be made on fresh 
samples. The following is the standard method of procedure for 
water and sewages: 

Reagents.—(1) Sulfanilic Acid Solution.—Dissolve 8.00 grams 
of the purest sulfanilie acid in 1000 cc. of 5 N acetic acid (sp. gr. 
1.041). This is practically a saturated solution. 

(2) Alpha-amidonaphthalene Acetate Solution Dissolve 5.0 
grams of solid alpha-amidonaphthalene* in 1000 cc. of 5 N acetic 
acid and filter the solution through washed absorbent cotton. 

(3) NaNO, Stock Solution.—Dissolve 1.1 grams of AgNO.: 
in nitrite-free water; precipitate the Ag with NaCl solution and 
dilute the whole to 1 liter. 

(4) Standard NaNO, Solution.—Dilute 100 ec. of solution 
(3) to 1 liter, then dilute 10 cc. of this solution to 1 liter with 
sterilized nitrite-free water, add 1 ec. of CHCl; and preserve in 
a sterilized bottle. 1 cc.=0.0000001 gram N, or 0.000000329 
gram NO». 

(5) Fuchsin Solution.—0.1 gram of basic fuchsin per liter. 

Procedure.— Measure out into a Nessler tube 100 cc. of the 
sample (decolorized if necessary by adding aluminum hydroxide 
free from nitrite—see under Chlorine), or a smaller portion 
diluted to 100 ee, The Nessler tubes must be of clear white glass, 
with the 100-cc. graduation marks not varying more than 6 
mm. in distance above the bottom. At the same time make a 
set of standards by diluting various volumes of the standard 
nitrite solution in Nessler tubes to 100 cc. with nitrite-free water; 
for example, 0, 1, 2, 4, 7, 10, 14, 17, 20 and 25 cc. Add 2 ce. of 
reagents (1) and (2) above to the sample and to each standard. 
Mix well and let stand 10 minutes. Compare the sample 

i * Alpha-naphthylamine. 
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with the standards. Do not let the samples stand over 3 hour 
before being compared. Make a blank determination in all cases 
to correct for the presence of nitrite in the air, water, and reagents. 
If the color of the sample is deeper than that of the highest 
standard, repeat the test on a smaller portion diluted to 100 cc. 

When 100 ec. of the sample are used, then 0.0001 times the 
number of cc. of the standard gives the parts of N as nitrite 
per 100,000 parts of water. 

NomEs.—(1) The solution must be acid. HCl, which formerly was in 
quite general use in this country as a solvent for the naphthylamine, permits 
satisfactory results to be obtained, but the speed of the reaction is much 
slower than in the case of acetic acid. For this reason the latter acid is 
preferred. 

(2) The nitrite standards made up as described above may, as an expe- 
dient in routine work, be matched by diluting the fuchsin reagent (5) to 
the required depth of color. For waters high in nitrite and for all sewage 
work, these fuchsin standards have been found to be sufficiently accurate. 
'They should be checked once a month and if kept out of the bright sunlight 
are more permanent than the dilute nitrite standard. 

(3) For cases not involving court testimony, the work can be considerably 
shortened by comparing the sample with colored squares of paper printed on 
a white background instead of with the standard nitrite tubes. 


NITROGEN AS NITRATES 


General.—No single method appears to be applicable to all 
classes of water and sewage and there is no method which is not 
subject +o considerable error. Where the amount of Cl is less 
than 3 parts per 100,000, the phenoldisulfonie acid method is 
recommended; in other cases the reduction method, partieularly 
in sewage work. 

Phenoldisulfonic Acid Method (for Waters Low in Cl).— 
REAGENTS.—(1) Phenoldisulfonic Acid.—Dissolve 25 grams of 
pure white phenol in 150 cc. of cone. HS0; in a round-bottomed 
flask. Add 75 ce. of fuming sulfuric acid (15% free SOs), stir 
well and heat for 2 hours at about 100° C. 

(2) KOH Solution.—Dissolve about 675 grams of KOH in 
water and dilute to 1 liter. 10 ec. of this solution should neutral- 
ize about 4 ee, of the phenoldisulfonic. acid. 

(3) Standard Nitrate Solution.—Dissolve 0.722 gram of pure, 
recrystallized KNO; in 1 liter of nitrate-free distilled water. 
Evaporate cautiously 10 ec. of this strong solution to dryness on 
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the water bath in a porcelain dish. Moisten the residue quickly 
and thoroughly with 2 cc. of phenoldisulfonic acid, stirring with a 
small glass rod, and dilute to 1 liter for the standard solution. 
1 ec. =0.000001 gram N, or 0.00000443 gram NOs. 

PROCEDURE.—Evaporate 20 cc. of the sample in a small 
porcelain evaporating dish on the water bath, removing it from 
the bath just before it has come to dryness. Let the last few 
drops evaporate at room temperature in a place protected from 
dust. When the sample is suspected to contain a large amount 
of nitrate, evaporate less than 20 cc. If it is suspected to contain 
but little, evaporate more. If the sample has a high color, 
decolorize before evaporating by the use of washed AI(OH);, as 
directed under the determination of Chlorine (p. 686). 

Add 2 cc. of phenoldisulfonie acid and rub this quickly and 
thoroughly over the residue with a glass rod. Add about 10 cc. 
of distilled water and stir with the glass rod until mixed. Add 
slowly the strong KOH solution until the maximum color is 
developed. ‘Transfer the liquid to a 100-cc. Nessler tube (filter- 
ing if necessary) and fill the tube to the 100-cc. mark with distilled 
water. 

If nitrates are present there will be formed a yellow color. 
Compare with standards made by putting the following quanti- 
ties of the standard nitrate solution into 100-cc. tubes and making 
up to the 100-ce. mark with distilled water after adding 5 cc. of 
cone. KOH to each tube; namely, 0, 1, 2, 4, 7, 10, 15, 20, 25, 30, 35 
and 40 cc. These standards may be kept for several weeks. 
Compare the sample, treated as above described, with these 
standards by looking down vertically through the tubes at a white 
surface so placed in front of a window that it will reflect the light 
upward through them. 

Divide the figure (cc. of standard) obtained by this comparison 
by 10 times the number of cc. of the water evaporated. This will 
give parts per 100,000 of N in the form of nitrates. 

Norts.—If nitrite nitrogen is present in excess of 0.1 part per 100,000, add 
a few drops of dilute KMnO; solution to the sample until a faint pink color 


persists. 'Then determine the nitrate N and correct the result for the 
amount of N thus oxidized from nitrite to nitrate. 


Reduction Method (for Waters and Sewage High in Cl). 
Reacents.—(1) NaOH or KOH Soiution.—Dissolve 250 grams of 
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the caustic in 1250 cc. of water. Add several strips of Al foil 
and let the action proceed overnight. Boil down to 1 liter. 

(2) Aluminum Foii.—Use strips of pure Al about 10 em. long, 
6 mm. wide and 0.33 mm. thick, and weighing about 0.5 gram. 

PROCEDURE.—Measure 100 cc. or less of the sample into a 300- 
cc. casserole. Add 2 cc. of the caustic solution and boil down to 
about 20 cc. Pour the contents of the casserole into a test-tube 
about 16 cm. long and 3 cm. in diameter and of about 100-cc. 
capacity. Rinse the casserole several times with N-free water 
and add the rinsings to the solution already in the tube, making 
the volume approximately 75 cc. Add a strip of Al foil, and close 
the tube with à rubber stopper through which passes a glass tube 
about 5 mm. in diameter, bent into à V. Make the short end 
of the tube flush with the lowerside of the rubberstopper while the 
other end extends below the surface of distilled water contained 
in another test-tube. This apparatus serves as a trap through 
which the evolved hydrogen escapes freely. The amount of NH; 
escaping into the trap 1s slight and may be neglected. Let the 
action proceed for a minimum period of 4 hours, or overnight. 
Pour the contents of the tube into a distilling flask, dilute with 
250 cc. of NH;-free water, distill, collect the distillate in a 250-ce. 
volumetric flask and nesslerize an aliquot. If the supernatant 
liquid in the reduction tube is clear and colorless, the solution 
may be diluted to à definite volume and an aliquot nesslerized 
without distillation. 


OXYGEN CONSUMED 


General.—‘‘ Oxygen consumed” means the oxygen which the 
organic compounds of sewage and water consume when treated in 
an acid solution with KMnO.,. It is also called “oxygen 
required" and “oxygen absorbed." It is the C and not the N in 
organic matter which is thus oxidized by KMnO,. This deter- 
mination is hence frequently referred to as an indication of the 
carbonaceous organic matter present. It indicates only a certain 
portion of the carbon, however, varying in different samples of 
water and of sewage. Furthermore, it does not directly differ- 
entiate the C present in unstable organic matter from that which 
might be called fairly stable organic matter, such as is sometimes 
referred to as residual humus matter, If nitrates, ferrous salts, 
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sulfides or other oxidizable mineral compounds are present, they 
will increase the O consumed and a correction should be made for 
them (see note 2, below). 

The determination of oxygen consumed is an empirical pro- 
cedure and details must be strictly followed to obtain concordant 
results. The method is not reliable with waters requiring a 
greater dilution than 1 : 1. 

Reagents.—(1) Dilute Sulfuric Acid.—One volume of conc. 
H.SO; to 3 of distilled water. This must be freed from oxidizable 
matters by adding KMnO, until a faint pink color persists after 
standing several hours. 

(2) Standard KMnO, Solution.—Dissolve 0.4 gram of the 
crystals in 1 liter of distilled water. Standardize against the 
oxalate solution as follows: Add 10 cc. of the dil. H;SO, and 10 ce. 
of the KMnO; solution to 100 ec. of distilled water and digest 30 
minutes. Then add 10 cc. of the oxalate solution followed by 
KMnO, solution til a pink coloration appears. This destroys 
the oxygen-consuming capacity of the distilled water. Add 
another 10 cc. of the oxalate and titrate with the KMnO.. 
Adjust the latter solution so that 1 cc. is equivalent to 1 cc. of 
the oxalate. 

(3) Ammonium Oxalate Solution.—Dissolve 0.888 gram of 
(NH4);C;0O&H3O0 in 1 liter of distilled water. 1 cc.=0.0001 
gram of oxygen. Instead of the (NH:4)2C204 0.788 gram of 
H3C$,50,:2H50 or 0.837 gram of Na2C204 may be used. 

(4) Sodium Hydroxide Solution.—Dissolve 1 part of pure NaOH 
in 2 parts of distilled water. 

Procedure.—Acip DiaEsTION.—Measure into a flask 100 cc. 
of the water, or if high in organic content, a similar portion 
diluted to 100 ec. Add 10 cc. of the H2SO, solution and 10 cc. of 
the standard KMnO; solution and digest for exactly 30 minutes 
in a bath of boiling water, the level of which is kept above the 
level of the contents of the flask. Remove the flask, add 10 cc. of 
the oxalate solution and titrate hot with the KMn0O, solution 
until a faint but distinct pink is obtained. (Accurate 10-cc. 
pipettes should be used for measuring the liquids.) Using 100 ec. 
of the water, 75 of the difference between the volumes of KMnO, 
and oxalate solutions used, expressed in cc., gives Oxygen Con- 
sumed in parts per 100,000, 
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Nores.—(1) If 10 cc. of the KMnO, is insufficient for complete oxidation, 
repeat the determination, using 15 cc. or more. There should be an excess of 
at least 5 cc. of the KMnO, when the oxalate is added. 

(2) If the sample contains sulfides, nitrites, or ferrous salts in appreciable 
quantity, correct the oxygen-consumed figure for the KMnO, reduced by 
these as follows: Digest another 100-cc. portion of the water with 10 cc. 
(see note 1) of the K MnO, at room temperature for 3 minutes. Add about 
1 cc. of 10% KI solution (free from iodates), mix well, and titrate the liber- 
ated iodine with a weak thiosulfate solution (1.0 gram per liter. Runa 
blank on 10 cc. of the KMnO, and 100 cc. of freshly distilled water in the 
same way to establish the relation between the KMnO, and the thiosulfate 
solution. The amount of KMnO, consumed by the 100 cc. of sample in 
the cold should be subtracted from the amount consumed hot, before cal- 
culating the Oxygen Consumed. 

If the sample contains both oxidizable mineral compounds and gaseous 
organic compounds, the latter should be driven off by heat and the sample 
allowed to cool before determining the correction factor. The amount of 
the correction should be stated in the report. 


ALKALINE DiGESTION.—For brines or waters high in Cl, diges- 
tion in alkaline solution is preferable to acid. The procedure 
is the same as for the Acid Digestion with the following excep- 
tions: Add 0.5 cc. of the conc. NaOH solution and 10 cc. (see 
note 1, above) of the standard KMnO; to the sample and digest 
in a boiling water bath for 30 minutes. Then remove the 
flask, add 5 ec. of the dil. H2SO, and 10 ec. of the standard oxa- 
late and titrate with the KMnO, as above. 


TOTAL CHLORINE 


General.—Chlorine in waters and sewages has its origin for the 
most part in the common salt, which comes, generally speaking, 
from mineral deposits in the earth, from the ocean vapors carried 
inland by the wind, or from polluting materials like sewage and 
trade wastes, which contain the salt used in the household and in 
manufacturing. Comparison of the chlorine content of a water 
with that of other waters in the general vicinity known to be 
unpolluted, frequently affords useful information as to its sani- 
tary quality. 

Reagents.—(1) Standard Salt Solution.—Dissolve 16.49 grams 
of pure fused NaCl in water and dilute to 1 liter. Dilute 
100 cc. of this stock solution to 1 liter to obtain a standard solu- 
tion, each cc. of which contains 0.001 gram of Cl. 
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(2) Standard AgNO; Solution.—Dissolve 2.396 grams of AgNO; 
crystals in 1 liter of distilled water. One ec. of this will be 
equivalent to approximately 0.0005 gram of chlorine. Stand- 
ardize against the standard salt solution, as described below 
under Procedure. 

(3) Potassium | Chromate Indicator.—Dissolve 50 grams of 
neutral KCrO; in a little water. Add enough AgNO; to produce 
a slight red precipitate. Let stand a day or two, filter and make 
up the filtrate to 1 liter with distilled water. 

(4) Aluminum Hydroxide.—Dissolve 125 grams of potash alum 
or ammonia alum in 1 liter of water. Precipitate the Al(OH); 
by cautiously adding NH,OH. Wash the precipitate in a large 
jar by the successive addition of distilled water and by decanta- 
tion until free from CI, nitrites and NH;. 

Procedure.—Use 50 cc. of the sample in a white 6-inch porcelain 
evaporating dish, where the Cl is not extremely low or very high. 
If the Clis very high, use 25 cc. (or even a smaller quantity), 
diluting the volume taken to 50 cc. with distilled water. A 
satisfactory end-point cannot be obtained when more than 8-10 
ec. of the AgNO; solution are required. When there are over 
100 parts of Cl per 100,000, a gravimetric determination should 
be made. 

When the sample is very low in Cl more accurate results may 
be obtained by adding, prior to titration, 1 cc. of standard NaCl 
solution, correcting for this in the calculation. Or 250 cc. of the 
sample may be concentrated by evaporation to 50 cc. 

If the sample has a color greater than 30, it must be decolorized 
by shaking it thoroughly with washed Al(OH); (3 cc. to 500 cc. 
of the sample). Make the determination on an aliquot of the 
clarified sample, filtered 1f necessary. 

Before titrating the Cl add 2 or 3 drops of phenolphthalein 
indicator. If a red color appears, neutralize with approximately 
0.1 or 0.05 N H;sSO,. If the water is acid to methyl orange, add a 
slight excess of pure CaCO; (or just neutralize with 0.1 or 0.05 N 
NasCO;). If the sample contains HS, acidify with HSC, 
boil a few minutes, cool, neutralize with NaHCO; and dilute 
to the original volume. 

Rotate the neutral liquid in the dish to make sure that no por- 
tion of any residue on the side walls remains undissolved, rubbing 
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if necessary with a rubber-tipped glass rod. Add 1 ce. of the 
K,CrO, indicator and titrate with the AgNO; solution, under 
similar conditions as to volume, light and temperature as were 
used in standardizing the AgNOs, until a faint reddish coloration 
is perceptible. The detection of the end-point is facilitated by 
frequent comparison of the contents of the porcelain dish in 
which the determination is being made with those of another dish 
placed alongside and containing the same quantity of chromate 
solution in 50 ce. of distilled water. It is also preferable to make 
the titrations in a darkened room provided with a yellow lght. 


HARDNESS 


General.—The hardness of water is caused chiefly by the salts 
of Ca and of Mg. Itis commonly measured by the soap-destroy- 
ing power of the water. The addition of K or Na soap causes its 
decomposition and produces insoluble Ca and Mg soaps. The 
solubility of carbonates of Mg and Ca in a water beyond certain 
limits depends upon the presence of CO; and results in bicarbon- 
ates. On boiling the CO; is removed and the normal carbonates 
precipitated. Precipitation, however, is not complete, as the 
normal carbonates themselves have a slight solubility. The 
hardness of the water removed by boiling is called Temporary 
Hardness. 'The hardness which stil remains is termed Per- 
manent Hardness, and is due largely to sulfates and chlorides of 
Ca and Mg and to the traces of carbonates still held in solution. 

It is generally sufficient to determine the total hardness of the 
water. In case the permanent hardness is also desired, boil 
gently à known volume of the water for 3 hour, let cool, and 
then restore to its original volume with recently boiled and cooled 
distilled water. Then filter the water and determine the per- 
manent hardness in the filtrate. This, subtracted from the 
total hardness, will give the temporary hardness. 

Hardness is expressed in terms of CaCO;. The most accurate 
method for total hardness is to calculate it from the chemical 
determinations of CaO and MgO in the water. (Iron and other 
metals must also be included if present in significant amounts.) 
The soap method gives a rough approximation of the true hard- 
ness, although it is actually a measure of the soap-consuming 
power of the water. 
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Total Hardness by Calculation.— Determine the amounts of 
CaO, MgO, and other metals and express results as parts per 
100,000. Then Total Hardness as CaCO;— 1.785 CaO-+ 2.482 
MgO --1.880 Fe203*+ 2.945 Al50;. 

Total Hardness by Soap Method.—RrEAGENTS.—(1) Stand- 
ard CaCl, Solution.—Dissolve 0.2 gram of pure calcite (CaCO;) 
in a little dil. HCl, being careful to avoid loss of solution by 
spattering. Evaporate to dryness several times with distilled 
water to expel excess of acid, dissolve in distilled water and make 
up to 1 liter. 1 cc.—0.0002 gram CaCO;. 

(2) Standard Soap Solution.—Dissolve 100 grams of dry white 
castile soap in 1 liter of 80% alcohol and let stand several days 
before standardizing. Label this “stock soap solution." From 
the above stock solution dilute with 70% alcohol such a quantity 
that the resulting diluted soap solution will give a permanent 
lather when 6.40 cc. of it are properly added to 20 cc. of standard 
CaCl, solution. Usually 75-100 ec. of the stock soap solution 
are required for making 1 liter of the standard soap solution. 
Pure potassium oleate, made from lead plaster and K2COs, 
may be used to advantage in place of castile soap. 

STANDARDIZATION.—Pipette 20 cc. of the CaCl, solution into a 
250-cc. glass-stoppered bottle and dilute to 50 cc. with distilled 
water which has been recently boiled and cooled. Then add from 
a burette 0.2-0.3 cc. of soap solution at a time, shaking the bottle 
vigorously after each addition, until a lather remains unbroken for 
5 minutes over the entire surface of the water while the bottle 
lies upon its side. When the soap solution is of the strength 
above stated, then the quantity of CaCO; equivalent to each cc. 
of the soap solution is indicated in the following table: 


* Or 2.688 Fe. 

+ Specially denatured alcohol formula No. 30 or pure methyl alcohol may 
be used in place of grain alcohol. Ordinary denatured alcohol, however, 
cannot be used because it does not give a clear solution when mixed with 
water, 
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Taste XXVIII—Harpness IN Parts or CaCO; PER 100,000 ror Eacu 
0.1 cc. or Soar SOLUTION WHEN 50 cc. or WATER ARE TITRATED 
E Seay EN La E ee ee eee 
Soap 
Solu- 


à OEA O SE OS: 0.5 0.6 0 v 079215070 
tion, 


IO 0248) 0563/5 0n79) 0-95) tin 712272 10492] 915507 EP le 
2.01 | 1.95) 2.08) 2.21) 2.34) 2.47 | 2.60 | 2.73 | 2.86 | 2.99 | 3.12 


3.0 | 3.25 3.38] 3.51) 3.64]. 3.77 | 3.80 | 4.03 | 4.16 | 4.29 | 4.43 
4.0 | 4.57 4.71) 4.86, 5.001 5.14 | 5.29 | 5.43 | 5.57 | 5.71 | 5.86 
5.0 | 6.00] 6.14 6.29| 6.43| 6.57 | 6.71 | 6.86 | 7.00 | 7.14 | 7.29 


6:09 7748192254) 5 TES 8.00 S14 88229 SAS Sp ES 
7.0 | 8.86} 9.00} 9.14| 9.29 9.43 | 9.57 | 9.71 | 9.86 10.00 110.15 


ProcepuRE.—Measure 50 cc. of the water into a 250-cc. bottle 
and add soap solution in small quantities and in precisely the same 
manner as described under the standardization of the soap solu- 
tion. From the result obtained, calculate from Table XXVIII 
the total hardness of the water, expressed as parts of CaCO; per 
100,000. 

When adding the soap solution to waters containing Mg salts, 
it is necessary to avoid mistaking the false or magnesium end- 
point for the true one. Consequently, after the titration is 
apparently finished, read the burette and add about 0.5 ec. more 
of soap solution. If the end-point was due to Mg, the lather will 
disappear. Soap solution must then be added until the true end- 
point is reached. Usually the false lather persists for less than 
5 minutes. 

When more than 7 cc. of soap solution are required for 50 ce. 
of the water, take less of the sample and dilute to 50 cc. with 
distilled water which has been recently boiled and cooled. This 
step reduces somewhat the disturbing influence of Mg salts, 
which consume more soap than equivalent weights of Ca salts. 
At best the soap method is not a precise test on account of the 
varying amounts of Ca and Mg present in different waters. 
For hard waters, especially in connection with processes for puri- 
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fieation and softening, it is advisable not to use this method but 
to calculate the total hardness as previously described. 

Notrs.—(1) When free CO; is present in the sample in considerable 
amount, it should be removed by aération. 

(2) The strength of the soap solution should be determined from time to 
time, to make sure that it has not material changed while standing. 
Unless otherwise stated, record all results in terms of CaCO;. 

(3) English degrees of hardness, Clark's scale, are equivalent to grains of 


CaCO; per imperial gallon, and are multiplied by 1.43 to give parts per 
100,000. 

(4) French degrees of hardness represent parts of CaCO; per 100,000, and 
are the same as obtained by the above table. 

(5) German degrees of hardness represent parts of CaO per 100,000 and 
are multiplied by 1.78 to give parts of CaCO; per 100,000. 


IRON 


General.—Iron in ground waters is usually in the soluble fer- 
rous state, sometimes as carbonate or sulfate and also combined 
as organic matter. Ferric iron is seldom found in solution in 
appreciable quantities except in acid waters. Insoluble or 
colloidal iron is likely to be all ferric. Total Fe is determined 
in unfiltered samples; dissolved Fe, after filtration; the difference 
being suspended Fe. Ferrous Fe may be determined in filtered 
and unfiltered samples. Ferric Fe is the difference between the 
total and the ferrous. 

Total Iron.—REAGENTS.—(1) Standard Fe Solution.—Dissolve 
0.70 gram of Fe(NH4)s(SO4)g:6H$O in 50 ec. of distilled water 
and add 20 ec. of dil. HO, Warm slightly and add KMn0O,, 
little by little, until the Fe is completely oxidized. Dilute to 1 
liter. 1 cc. —0.0001 gram Fe. 

(2) KSCN or NH4SCN Solution.—Dissolve 20 grams in water 
and dilute to 1 liter. 

(3) Dilute HCl.—Add to conc. HCl (free from HNO;) an equal 
volume of distilled water. The solution is approximately 6 N. 

(4) 0.2 N KMnO,;.—Dissolve 6.30 grams in distilled water and 
dilute to a liter. 

(5) Conc. HC1.—Free from iron. 

PnRocEpuRE.—Evaporate 100 ce. (or less, if much Fe is present) 
of the sample to dryness. Use the residue from the Total Solids 
determination, if convenient. With silt-bearing waters the 
amount of Fe is sometimes so great that only 10 cc. of the sample 
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should be used. With such waters evaporate in the presence of 
5-10 ec. of conc. HCl. If the sample contains much organic 
matter, destroy this by gentle ignition, taking care not to prolong 
the heating so as to make the Fe too difficultly soluble. Cool 
the dry residue and thoroughly moisten the whole inner surface 
of the dish with 5 cc. of dil. HCl (1:1). Warm for 2 or 3 minutes, 
swirling the dish gently to bring the hot acid in contact with all 
the residue. Warm 3 minutes longer with 5-10 ee of hot 
distilled water and rinse the hot solution into a Nessler tube, 
filtering if necessary. Add a drop or two of KMnO; solution. 
If.the pink color does not last for at least 5 minutes, add more, 
drop by drop. 

Cool the oxidized solution and dilute to the mark. Have the 
Fe standards ready (see below) and add 5 cc. of the KSCN 
solution to the sample and each of the standards and compare 
immediately. With permanent standards the comparison must 
immediately follow the addition of the KSCN. 

NorzE.—Directions should be followed exactly, since the color is deepened 
by an excess of KSCN, is diminished by excess of acid, and fades quickly on 
standing. 

PREPARATION OF [RON STANDARDS.—Place in matched Nessler 
tubes measured volumes (0.5 to 4 cc.) of standard Fe solution 
covering the range of standards required for the sample, dilute 
to about 40 cc., add 5 ec. of dil. HCl (1:1) and 1-2 drops of 
KMnO, solution to each tube and dilute each to the mark. To 
each of these tubes, including the sample, add 5 ec. of KSCN 
solution, mix and compare immediately the colors developed. 
'These standards are not permanent. 

PREPARATION OF PERMANENT STANDARDS.— The permanent 
standards are prepared from the following solutions: 

(a) K;PtCls.—Dissolve 2 grams in distilled water, add 100 cc. 
of conc. HCl and dilute to 1 liter. 

(b) CoCl,6H,0.—Dissolve 24 grams of the dry crystals in a 
small volume of distilled water, add 100 cc. of conc. HCl and 
dilute to 1 liter. 

Place in 50-cc. Nessler tubes the volumes of platinum and 
cobalt solutions specified in Table XXIX, and make up to 50 
cc. with distilled water. The Fe equivalent of these standards is 
shown in the first column. 
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TABLE XXIX—PERMANENT STANDARDS FOR Fe DETERMINATION 
—————— Poo E EE eg J 


Tron, gram Pt Solution, cc. “Co Solution, cc. 
0.00000 0 0 
0.00001 2 1 
0.00003 6 3 
0.00005 10 5 
0.00007 14 7.5 
0.00010 20 11 
0.00015 28 1 


Ferrous Iron.—REAGENTS.—(1) Potassium ` Ferricyanide.— 
Dissolve 0.5 gram of fresh crystals in a small amount of water 
and dilute to 100 cc. This solution must be freshly prepared. 

(2) Dilute H580,.—Mix 1 volume of conc. H2SO,, free from 
Fe, with 5 volumes of distilled water. 

(3) Standard Ferrous Solution—Dissolve 0.70 gram of 
Fe(NH4)s(SO4)g6H5O in a large volume of freshly boiled, dis- 
tilled water to which 10 ec. of the dil. H»3SO, have been added, and 
dilute to 1 liter. This solution must be freshly prepared. 1 ce. = 
0.0001 gram Fe. 

PROCEDURE.—Add 10 cc. of the dil. HeSO, to 50 ce. of the 
sample, remove suspended matter by filtration if necessary, and 
add 15 ec. of K3Fe(CN)s solution. Dilute to the mark in a 100- 
cc. Nessler tube with distilled water that has been freshly boiled 
and cooled. Compare the color developed in the sample with 
that.in standards made at the same time from the standard 
ferrous solution as follows: Place in 100-cc. Nessler tubes, in the 
following order, 75 cc. of distilled water, 10 cc. of dil. HSC, and 
15 cc. of K;Fe(CN), solution, and mix each tube thoroughly. 
Add various volumes of the standard ferrous solution to several 
tubes, mix well and compare immediately the resulting colors 
with that of the sample. 

REFERENCE.—American Public Health Association: “Standard Methods 
of Water Analysis," 6th ed. (1925) 


INDUSTRIAL WATER 


General.— This method applies to the mineral analysis of 
waters to be used for boilers and for general manufacturing pur- 
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poses.* It is fully realized that it is open to criticism from a 
strictly chemical standpoint (e.g., it takes no account of the 
possible presence of potassium salts or bicarbonates) but the 
results give the desired information for practically all technical 
purposes. 

The quantity of water which must be taken for analysis 
depends upon the amount of dissolved solids which it contains. 
As a general rule, about 1 liter is a suitable amount of water for 
evaporation. One U. S. gallon of pure water at 60° F. contains 
58,334.9 grains. If, therefore, 583.3 cc. of water are taken for 
analysis, the weight in centigrams of the various substances found 
will give directly the number of grains per U. S. gallon. For 
ordinary waters, therefore, evaporate 1167 cc. and divide by 2 
the number of centigrams obtained. The results will be grains 
per gallon. ' 

It is convenient to have several flasks specially calibrated to 
contain 1167 ce., 583.3 cc., 291.7 cc. and 116.7 ee, respectively. 
These may be prepared by selecting ordinary volumetric flasks 
of 1000 ce., 500 ee, 250 cc. and 100 cc., respectively, choosing 
flasks where the graduation mark is low on the neck. Weigh 
each flask, place in it the proper number of grams of water at 
20° C. and make a new mark at the meniscus of the water; or, fill 
each to its original mark, add the proper number of cc. of water 
from a burette to bring the volume to the proper figure, and make 
the ney mark, preferably by etching. A suitable flask for the 
largest size is the kind with a bulb in the neck and 2 graduations 
at 1000 and 1100 ce. 

If 1000 ee, are taken for analysis, multiply the number of 
centigrams found by 0.5833 to obtain grains per gallon. 

Free Carbon Dioxide.—Because of the ease with which free 
CO; escapes from water, particularly when the gas is present in 
large amounts, a special sample should be collected for this 
determination, which should preferably be made at the time of 
collection. If the analysis cannot be made at the time of col- 
lection, approximate results with water not too high in free CO; 
can be obtained on samples collected in bottles completely filled 
so as to leave no air space under the stopper. Bottled samples 
should be kept, until tested, at a temperature lower than that 

* For the determination of dissolved oxygen see page 703. 
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of the water when collected. If mineral acids or certain salts 
are present correction must be made.* At best the results of 
the titration are uncertain because the proper end-point for 
correct results differs in color with different types of water. 

To 291.7 cc. of the sample (measured in a specially graduated 
flask) contained in a 400-cc. Erlenmeyer flask add 1 cc. of phenol- 
phthalein indicator solution, and titrate rapidly with 0.01 N 
NaCO; till a faint pink color persists after gentle stirring. Take 
care not to breathe into the flask and do not use a flask unneces- 
sarily large. Calculate the titration to CO», according to the 
reaction: 


NaCO; CO, +H0 = 2NaHCO;. 


CALCULATION.—1 cc. 0.01 N NasCO05- 0.00022 gram CO». 

Multiply by 2 the number of centigrams of CO; obtained and 
the result (in the absence of free mineral acids or acid salts) 
will be grains per U. $. gallon. 


Norr.—If the sample contains over 46 grains of NaHCO; per gallon or if 
the total carbonate hardness is over 10 (corresponding to the equivalent of 
5.8 grains of CaCO; per gallon) it must be diluted with CO.-free water before 
titration, to prevent the precipitation of CaCO; and MgCO; with conse- 
quent liberation of CO». 


Suspended Matter.—If the sample is decidedly turbid or 
contains an appreciable amount of suspended matter, shake 
thoroughly and measure out 1167 cc. in a specially graduated 
flask. Filter through a filter papert which has previously been 
dried at 105? C. and weighed in a weighing bottle, collecting the 
clear filtrate in a clean beaker or flask. Wash the residue on 
the filter paper once with distilled water and dry at 105° C. in the 
same weighing bottle. Cool in a desiccator and weigh. Divide 
by 2 the number of centigrams to obtain the grains of total sus- 
pended matter per gallon. 

Ignite the filter paper in a weighed platinum crucible, dry in à 
desiccator and weigh. This weight will give the amount of non- 
volatile suspended matter. 


* See under Carbonic Acid (p. 712) and Acidity (p. 713): 

t A Gooch crucible may be used if preferred, although, if the water con- 
tains much organie matter or fine silt, these may have a tendency to clog the 
asbestos mat. 
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Total Solids.—Evaporate the filtrate obtained above in a 
weighed platinum dish on the steam bath. Finally dry to con- 
stant weight in the oven at 105? C. Usually 0.5-1 hour is suffi- 
cient unless the amount of solids is unusually high. With highly 
mineralized waters it is advisable to dry at 180° C. Cool ina 
desiccator and weigh. 


Norr.—The evaporation may be hurried by gentle boiling on a hot plate 
or over a free flame on an asbestos mat, taking care not to lose any by 
spattering and not to let it go to dryness before transferring to the steam 
bath. In urgent cases clamp a horizontal glass tube about 0.5 inch above 
the top of the dish, with the open end at about the center, and connect the 
other end to suction or a gentle air blast to remove the vapors. 


Organic and Volatile Matter.— Manipulate the dish in a Tirrill 
flame with a pair of tongs until the organic matter is burned off at 
as low a temperature as possible. Cool in a desiccator and weigh. 
Report the loss as Organic and Volatile Matter. 

Nore.— This result will generally be too high, due to loss of CO» from car- 
bonates, and is used only as a rough check on the analysis, the actual 
organic and volatile matter in the final calculation being taken ‘‘by 
difference." 

Total Mineral Matter as Sulfates.—Add a few drops of dil. 
HSO, to the above residue in the platinum dish (note here 
whether there is an effervescence of carbonates). Manipulate the 
dish so that the acid will come in contact with all of the residue. 
If there is a strong effervescence, it will be advisable to add a few 
more drops of the acid. 

Evaporate to dryness on the steam bath and then to fumes of 
SO, op the hot plate. (If no white fumes are obtained, insufficient 
HSO, has been added.) Finish the heating carefully over a 
free flame until the evolution of SO; fumes ceases. Then heat 
for some time at a red heat to decompose any FeSO, into Fe.O3. 
Cool in a desiccator and weigh. The combined weight represents 
the mineral matter as Hess, SiO», Als, CaSOu, MgSO, and 
alkaline sulfates. For all ordinary purposes the latter may be 
considered Na2SO4. 

Silica.—Add a few cc. of cone. HCl to the above residue and 
warm until all the Fe3O; dissolves. Dilute with about twice the 
volume of water and continue the heatingfor a short time. Dur- 
ing the heating loosen the insoluble matter adhering to the dish 
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with a rubber policeman and stir to hasten the solution. Filter 
through a small ashless filter and wash the residue with hot water. 
Place the filter paper containing the insoluble matter in the 
original platinum dish and burn off the paper, taking care to 
protect the dish from drafts of air. Ignite strongly, cool in a 
desiccator, and weigh as SiO». 


Norr.—If the water is to be used for boiler purposes, it is not necessary 
to determine the silica separately unless a large amount is present. 


Iron Oxide and Alumina.— Heat the filtrate from the SiO; 
(or, in case the SiO» is not to be determined separately, the unfil- 
tered solution of the sulfates) nearly to boiling. Add a slight 
excess of NH¿OH and digest on the steam bath until the odor of 
NH; is nearly gone. Filter through a small filter. Ignite 
strongly in a platinum crucible, cool in a desiccator and weigh as 
Fes05 -- Al;5Os( 4- 8103). 

NomE.—1f Mn is suspected to be present, add 5 cc. of strong Br water 
and boil before adding the NH.OH to precipitate Fe and Al. In this 
case the Mn will come down with the Fe and Al after treatment with 
Br water and NH¿OH, and if it is desired to know the amount, it must be 
determined in a separate portion of the water and the amount (calculated 
as Mn304) subtracted from the total weight of the NH,OH precipitate (see 
pp. 136 and 185, under Manganese). 


Iron Oxide.—If it is desired to determine the Fe20; separately, 
fuse the residue in the crucible with a little KHSO;. Dissolve the 
fusion in water and determine the Fe;O; colorimetrically with 
KSCN, matching the color against a standard Fe solution (see 
under Total Iron on page 691). 

Alumina.—Ordinarily Als: is not determined separately. If, 
however, the colorimetric determination of Fe leaves considerable 
to be accounted for in the NH4OH precipitate, the difference may 
be considered as Al20.,. 

Lime.— Heat to boiling the filtrate from the NH.OH precipitate. 
Add 5 ce. of (NH4)2C20, reagent solution and digest on the steam 
bath until the precipitate has settled. Filter through a small 
ashless filter, wash well with hot water, ignite thoroughly in a 
platinum crucible and weigh as CaO. 


Nore.—Instead of igniting the CaC;O, it may be titrated with 0.1 N 
KMnO; as follows: 
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In a 400-cc. beaker place about 125 cc. of distilled water and add 5-7 ce. 
of conc. H;SO,. Drop the moist filter paper containing the CaC;O, into 
this and heat to about 70? C. Stir to effect the decomposition of the 
CaCO, but avoid excessive disintegration of the paper. Titrate the hot 
solution, with constant stirring, with 0.1 N or 0.01 N KMnO, until a per- 
manent pink color forms. 

CALCULATION.—1 cc. 0.1 N KMn0O,=0.002804 gram CaO. 


Magnesia.—Make the filtrate from the CaO determination 
slightly acid with HCl and evaporate until crystallization starts. 
Dissolve any crystals formed with a small amount of distilled 
water. Cool, and add 25 cc. of a 10% solution of (NH4);HPO,. 
(It is permissible to use Na2HPO, or NaNH¿HPO,.) Then add 
slowly with constant stirring conc. NH,OH until neutral, finally 
adding about 2 cc. in excess. This is best done from a burette 
or a Mohr pipette. Let stand overnight, if possible, or cool in 
ice water and stir for 3 hour. Filter through a weighed Gooch 
crucible and wash with magnesia wash solution.* Dry the 
precipitate and then finally ignite strongly, cool and weigh as 
Mgs;P$;O;. Calculate to MgO. 

CALCULATION.—M g;P50; X 0.3621 = MgO. 

Alkalies.—For all ordinary purposes the alkalies may be 
regarded as consisting wholly of Na;O and are obtained by 
calculation as described under Calculation of Results. 

Sulfur Trioxide.— To 291.7 cc. of the sample (measured in a 
specially graduated flask), contained in a 400-cc. beaker, add 5 ec. 
of dil. HCl. Heat to boiling and then add, drop by drop, 5 ec. of 
10% BaCl, solution. Let stand overnight, protected from SO; 
fumes. Filter, wash with hot water, ignite the precipitate and 
weigh as BaSO,. Calculate to SO; and multiply the number of 
centigrams of SO; by 2 to obtain grains per gallon. 

CALCULATION.—BaSO, X 0.3430 = SO;. 

Chlorine.— Determine Cl by the procedure given on page 686. 
If 116.7 cc. of the water are used, then the number of cc. of the 
standard AgNO; solution, divided by 4, will give directly grains 
of Cl per U. S. gallon. 

If the water contains over 60 grains of Cl, make the determi- 
nation gravimetrically, weighing the AgCl. 


* Magnesia wash solution: Add 200 grams of NH4NO; to 400 ec. of conc. 
NH4OH; mix and dilute with water to 1 liter. 
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Calculation of Results.—Calculate the CaO and MgO to CaSO, 
and MgSO,, respectively. Add to the sum of these the amount of 
Fe20;, SiO» and Al;O; and subtract this sum from the total weight 
of mineral matter calculated as sulfates, as previously determined. 
Consider the difference as NaSO, and calculate the equivalent 
amount of Naz0. 

Calculate the total Cl to NaCl, if there is enough NasO to 
combine with it. If, however, there is an excess of Cl over the 
Nash, calculate the remainder to MgCl, If the Na5O is in excess 
of the Cl, calculate the excess to Na2SO, and then the remainder, 
if any, to Na;CO;. If there is insufficient NasO left from the 
NaCl ealeulation to combine with all the SO;, ealeulate the excess 
of the latter to CaSO,. If the SO; is still in excess, combine it 
with any MgO not satisfied with Cl, and if there is still an excess, 
calculate it to HSC, (In this case, of course, the water would 
show an acid reaction to methyl orange and litmus.) Calculate 
any MgO or CaO not accounted for by Cl and SO; to CaCO; and 
MgCO;, respectively. If the Na5O is in excess of both Cl and SO», 
calculate the excess to Na;CO;. The Fe:0; is probably present 
as FeSO, or FeCO; but for practical purposes this calculation is 
unnecessary. The SiO; is usually reported as such, although in 
water containing a considerable amount, and also containing 
Na3CO;,* it may be present as sodium silicate. 

Report the final results as follows: 

Grains per 
U.S. gallon 


incescarbonsdioxide (G0) 5. AAA oec ote nad 

Suspended matter: 
(Onraniciandsvolabtile e one gene «elapsa ates ca aee 
Nons vola ilen renter E 


MC E a A vu E E o ke e 
Alumina (Al:03) See E EE RE E E te 
Fonge er ELE E E 
Tiene DO, oa EE 
Magnes Ng e se 


* Water containing Na CO; will be alkaline to phenolphthalein, although, 
even if the water is neutral to this indicator, it may still contain NaHCOs, in 
which case it will be alkaline to methyl orange. 


700 TECHNICAL METHODS OF ANALYSIS 


Grains per 
U. S. gallon 
Sodium- ôxide (NO) e Ee EE Ee 
RI Eeler ER EE EE Eer A 
@hilorine (Ct E 
Probably combined as follows: 
Silica (SiO Ee E T e UU Ayes Maa ce S DAE 
Trono xd (Esad: a Ip o A Cp JE rete d SE 
Alumina (Al,O3) SE Ve Ee Dor RE PART ORAT SNO oT SMS CP RO x qc 
Sodiumrchlorrde CNA Gl) peewee eee IS E 
Sodium sulfate (Na2SO,)........... PU od Nea aet e repr ese 
SodiumtcarbonateiNasG03) SITE 
Nfaenesiumychloride (Mg lo) rai ae men E E 
MagenesiumisuliateMesSO) ML I 
Magnesium carbonate (MgCO). a e ae ae a a 
Calcium chloride (CaCl) 
Calcuta (AID e a E EA UU UL E 
Calcium carbonate (CaCO)....... 
Organic and volatile matters O A ae rae 
Residue on evaporation: IL: lil ns E hee 


NomEs.—(1) In waters which are to be used for boiler purposes it is suf- 
ficient ordinarily to report Fe2O3, Als and SiO; together, and not separately. 

(2) The following are incrusting or scale-forming solids: 

Silica. 

Oxides of iron and aluminum. 

Calcium sulfate and carbonate. 

Calcium chloride (corrosive). 

Magnesium sulfate (forms scale only in the presence of CaCQs), 

Magnesium chloride (strongly corrosive). 

Magnesium carbonate. 


The following are non-incrusting solids: 


Chlorides, sulfates, and carbonates of the alkalies. 
Organic matter. 


(3) The general grading of waters for boiler purposes, according to the 
contents of scale-forming matter, is as follows: 


Less datt per gaUON. T TNT D TIT Good 
10520 grange ados AIRE rr E TEE Fair 
20-90: PLUS Gic ase Ad a SN Poor 
OAO. pri od avd e Bad 
Over 40 grains.. .....Wery bad 


(4) Grains per gallon x 4? pounds h per 10, 000 CUN 


Factors.— The following factors will be found useful in calcu- 
lating results: 
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Given Wanted Factor Log 
CaCl: CaO 0.5052 9.70346 
CaO CaCO; 1.7847 0.25157 

CaSO, 2.4279 0.38523 
CaSO, CaO 0.4119 9.61479 
Cl CaCl, 1.5650 0.19451 
KCl] 2.1026 0.32276 
MgCl; 1.3429 0.12805 
NaCl 1.6486 0-201712 
CO; NaCO; 2.4090 0.38184 
Fe.03 FeCO; 1.4509 0.16164 
KCl ; kO 0.6317 9.80050 
K.SO, 1.1686 0.06766 
KO KCO; 1.4671 0.16647 
KSC, 1.8500 0.26717 
MgCl. MgO 0.4234 9.62675 
MgO Ca CO; 2.4819 0.39478 
MgCO; 2.0915 0.32046 
MgSO, 2.9857 0.47504 
MgSO, MgO 0.3349 9.52492 
Mn304 MnCO; 1.5070 0.17811 
NaCl Cl 0.6066 9.78290 
Na) 0.5303 9.72452 
Na3CO; Na BO, 1.3402 0212717 
Na NaCl 1.8858 0.27550 
Na:2CO; 1.7098 0.23295 
Nach, 1.9687 0.29418 
Nas80, 2.2914 0.36010 
Na3804 NaCO; 0.7462 9.87286 
Na 0.4364 9.63989 
SO; 0.5636 9.75097 


E 
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eee $$$ 


Given Wanted Factor Log 
Na,SiO; Na? 0.5079 9.70578 
SiO, CO, 0.7326 9.86487 

NaS$83105 2.0321 0.30794 
SO; CaSO, 1.7004 0.23055 
MgSO. 1.5036 0.17712 
NaSO. 1.7743 0.24903 
H SC, 1.2250 0.08814 


REFERENCES.—Low: “Technical Methods of Ore Analysis;" Tillman and 
Henblein, Z. Nahr.-Genussm., 24, 429; C. A., 7, 38. 


OIL IN BOILER-FEED WATERS 


It is often important to determine the amount of oil in à 
boiler-feed water, as it is generally considered dangerous to 
allow more oil in the water than 0.5 grain per U. S. gallon. 
Samples of water which are to be tested for oil should be col- 
lected in gallon glass-stoppered containers, clean and absolutely 
free from oil. 

Upon receipt of the sample, weigh it in the bottle. "Transfer 
the entire sample to a large separatory funnel, which is clean 
and entirely free from oil, and shake out with about 50 ec. of 
redistilled chloroform. In case the separatory funnel is not 
large enough to hold all the sample, 2 funnels may be used; 
in which case draw off into the second funnel the CHCl; used 
in shaking out the water in the first funnel, then add more of 
the water to the second funnel from the original container and 
shake out with the same CHCl;. After the container has been 
emptied of the water, add to it about 50 ec. of CHCI;, replace 
the stopper and shake thoroughly to dissolve any oil which may 
stick to the sides of the bottle or the stopper. Pour this CHCl; 
into the separatory funnel containing the remainder of the 
CHCl; and draw the combined extracts off carefully. If the 
latter is clear and free from water, evaporate it in a weighed flask 
and dry to constant weight at 100? C. In ease the extract is 
not clear, filter it before evaporating and wash the filter with a 
fresh portion of CHCI;. 
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Dry the original container with a blast of air and weigh it. 
Calculate the total volume of the sample, considering 1 gram 
equivalent to Lee, Calculate the weight of oil obtained to grains 
per U.S. gallon of the water. 

Wt. of oil (grams) 


CALCULATION.— 
ec. of sample 


X 58,300 = grains per gallon. 


DISSOLVED OXYGEN IN WATER 


General.— Determine dissolved oxygen by the Rideal Stewart 
modification of the Winkler method on all waters containing 0.01 
part per 100,000 or more of nitrite N. On other waters the 
original Winkler method may be used. The procedure given 
below is the Rideal Stewart modification. For the unmodified 
Winkler procedure omit the first 3 steps, following the procedure 
from the addition of MnSO,, except that the volume of the alkaline 
KI added should be reduced to 1 cc. 

Collection of Sample.—Collect the sample in a narrow glass- 
stoppered bottle of 250-270-cc. capacity. Employ the following 
procedure in order to avoid entrainment or absorption of atmos- 
pherie oxygen. In collecting from a tap fill the bottle through 
a glass or rubber tube extending well into the tap and to the 
bottom of the bottle. To avoid air bubbles let the bottle over- 
flow for several minutes, and then carefully replace the glass 
stopper so that no air bubble is entrained. In collecting from 
the surface of à pond or tank connect the sample bottle to a 
bottle of 1-liter capacity. Provide each bottle with a 2-hole 
rubber stopper having one glass tube extending to the bottom and 
another glass tube entering but not projecting into the bottle. 
Connect the short tube of the sample bottle with the long tube of 
the liter bottle. Immerse the sample bottle in the water and 
apply suction to the outlet of the liter bottle. To collect a 
sample at any depth arrange the two bottles so that the outlet 
tube of the liter bottle is at a higher elevation than the inlet tube 
of the sample bottle. Lower the two bottles, in any convenient 
form of cage properly weighted, to the desired depth. Water 
entering during the descent will be flushed through into the liter 
bottle. When air bubbles cease rising to the surface, raise the 
bottles. Finally replace the perforated stopper in such a manner 
as to avoid entraining bubbles of air. 
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Reagents.—(1) Conc. H5S0.. 

(2 KMnO, Solution.—6.32 grams per liter. 

(3) K2C204-H2O Solution.—20 grams per liter. 

(4) MnSO,4H30.—480 grams per liter. 

(b) Alkaline KI Solution.—Dissolve 700 grams of KOH (or 
500 grams of NaOH) and 150 grams of KI in water and dilute to 
1 liter. 

(6) 0.025 N Sodium Thiosulfate.—Dissolve 6.205 grams of 
pure recrystallized Na2S.03;5H.O in water and dilute to 1 
liter with freshly boiled and cooled distilled water. Each cc. is 
equivalent to 0.0002 gram of oxygen, or 0.1395 cc. of oxygen 
at 0°C. and 760-mm. pressure. Since this solution is not 
permanent, it should be standardized occasionally against a 
0.025 N solution of K;Cr$0; (see page 10). 

(7) Starch Solution.—Mix a small amount of clean starch with 
cold water to form a thin paste and stir the mixture into 150-200 
times its weight of water. Boil for a few minutes and sterilize. 
Preserve by adding a few drops of CHCl. 

Procedure.—Remove the stopper from the bottle containing 
the sample and add first 0.7 cc. of the conc. H2SO,, and then 1 cc. 
of the KMnO, solution. These and all other reagents should be 
introduced by pipette under the surface of the liquid. Insert the 
stopper and mix by inverting the bottle several times. If a 
noticeable excess of KMnO; is not present after 20 minutes, 
again add 1 cc. of the KMnO; solution; if this is still insufficient, 
use a stronger KMnO, solution. After 20 minutes have elapsed 
destroy the excess of KMnO; by adding 1 cc. of K5C30, solution, 
restopper the bottle at once and mix its contents. Add 1 cc. of 
the MnSO, solution and 3 cc. of the alkaline KI solution. Allow 
the precipitate to settle. Add 1 ec. of the conc. HSO, and mix 
by shaking. 

The procedure to this point must be carried out in the field, 
but after the acid has been added and the stopper replaced there 
is no further change, and the rest of the test may be performed 
within a few hours, as convenient. Transfer 200 cc. of the con- 
tents of the bottle to a flask and titrate with 0.025 N Nas8505, 
using a few cc. of the starch solution as indicator toward the end 
of the titration. Do not add the starch solution until the color 
has become faint yellow. Titrate until the blue color disappears. 
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Calculation of Results.— Report the oxygen in parts per million 
by weight. It is sometimes convenient to know the number of 
cc. per liter of the gas at 0? C. temperature and 760-mm. pres- 
‘sure and also to know the percentage which the amount of gas 
present is of the maximum amount capable of being dissolved by 
distilled water at the same temperature and pressure. If 200 
cc. of the sample are taken, the number of cc. of 0.025 N thio- 
sulfate used is equal to parts of oxygen per million. Corrections 
for volume of reagents added amount to less than 3% and are 
not justified except in work of unusual precision. 

To obtain the result in cc. per liter multiply parts per million 
by 0.698. To obtain the result in percentage of saturation 
divide the number of parts per miilion by the figure in Table 
XXX opposite the temperature of the water and under the proper 
chloride figure, and multiply by 100. "The last column of the 
table permits interpolation for intermediate chlorine values. 
At elevations differing considerably from mean sea level and for 
accurate work, attention must be given to barometric pressure, 
the normal pressure in the region being preferable to the specific 
pressure at the time of sampling. The term “saturation ” refers 
to a condition of equilibrium between the solution and an oxygen 
pressure in the atmosphere corresponding to 158.8 mm. or 
approximately 4 atmosphere. The true saturation or equilibrium 
between the solution and pure oxygen is nearly 5 times this value, 
and consequently values in excess of 100% saturation frequently 
occur in the presence of oxygen-forming plants. 


REFERENOE.—American Public Health Association: “Standard Methods 
of Water Analysis" (1925). 


BOILER SCALE 


General.—Break up pieces as representative as possible of 
the scale and grind in an iron or porcelain mortar. Then quarter 
down and pulverize a small sample finely in an agate mortar for 
analysis. 

Moisture.—Dry 5 grams of the powder at 105° C. to constant 
weight. Report the loss in weight as Moisture. 

OiL—Transfer the dry powder left from the moisture deter- 
mination to an extraction thimble and extract with ether in a 
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Tae XXX—Souupiniry OF Os IN FRESH AND SALINE WATERS AT 
Various TEMPERATURES WHEN EXPOSED TO AN ATMOS- 
PHERE CONTAINING 20.9% op O; UNDER A PRESSURE 
or 760 mm.* 


Cl in Water (Parts per 100,000) Difference 
per 10 Parts 
Temperature > of Cl 
0 | 500 | EE 1500 2000 per 100,000 
o . j SE Parts per 
C: Dissolved Os in Parts per Million SES 

Million 
0 14.62 13.79 12.97 12.14 11:32 0.0165 
1 14.23 13.41 12.61 11.82 11.03 0.0160 
2 13.84 13.05 12.28 11-52 10.76 0.0154 
3 13.48 12.72 11.98 11.24 10.50 0.0149 
4 13.13 12.41 11.69 10.97 10.25 0.0144 
5 12.80 12.09 11.39 10.70 10.01 0.0140 
6 12.48 11.79 FII 10.45 9.78 0.0135 
7 12.17 11.51 10.85 10.21 9.57 0.0130 
8 11.87 11.24 10.61 9.98 9.36 0.0125 
9 11.59 10.97 10.36 9.76 9.17 0.0121 
10 11.33 10.73 10.13 9.55 8.98 0.0118 
11 11.08 10.49 9.92 9.35 8.80 0.0114 
12 10.83 10.28 9.72 9.17 8.62 0.0110 
13 10.60 10.05 9.52 8.98 8.46 0.0107 
14 10.37 9.85 9.32 8.80 8.30 0.0104 
15 10.15 9.65 9.14 8.63 8.14 0.0100 
16 9.95 9.46 8.96 8.47 7.99 0.0098 
17 9.74 9.26 8.78 8.30 7.84 0.0095 
18 9.54 9.07 8.62 8.15 7.70 0.0092 
19 9.35 8.89 8.45 8.00 7.56 0.0089 
20 9.17 8.73 8.30 7.86 T. 49 0.0088 
21 8.99 8.57 8.14 Vea pl 7.28 0.0086 
22 8.83 8.42 7.99 7.57 7.14 0.0084 
23 8.68 8.27 7.85 7.43 7.00 0.0083 
24 8.53 8.12 eda 7.30 6.87 0.0083 
25 8.38 7.96 7.56 7.15 6.74 0.0082 
26 8.22 7.81 7.42 7.02 6.61 0.0080 
27 8.07 7.67 7.28 6.88 6.49 0.0079 
28 7.92 7.58 7.14 6.75 6.37 0.0078 
29 Cer 7.39 7.00 6.62 6.25 0.0076 
30 7.63 7.25 6.86 6.49 BE 0.0075 


n A lee ouo o. 
* American Public Health Association: “Standard Methods for the Examination of Water 
and Sewage," 6th ed., 62 (1925). (For solubilities at other pressures multiply the above 


B 
figures by 760" where B = barometic pressure in mm.) 
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Soxhlet extractor in the usual way, collecting the extract in a 
weighed Soxhlet flask.  Distill off the ether and dry the flask at 
100° C. to constant weight. 

Organic and Volatile Matter.—Weigh out 1 gram of the pow- 
dered material in a platinum crucible and gently ignite until the 
organic matter is burned off. Cool the crucible in a desiccator 
and weigh. From this weight subtract the moisture previously 
determined and report the difference as Organic and Volatile 
Matter (see note 2). 

Silicious Matter.— Transfer the residue from the above deter- 
mination with a little water to a 250-cc. beaker. Cover the 
beaker with a watch glass and add HClin slight excess. Dilute 
to about 150 ee, heat to boiling for a few minutes and filter. 
Wash thoroughly with hot water. Ignite the residue in a plati- 
num crucible, first over a burner and then in a blast lamp. Cool 
in a desiccator and weigh. 

Iron and Aluminum Oxides.—To the filtrate from the silicious 
matter add a few drops of conc. HNO; and heat to boiling. Add 
10 ec. of 10% NH,4CI solution and then NH,OH in excess. Boil 
until there is only a faint odor of NH;. Filter and wash 
thoroughly. Ignite, blast, cool and weigh as Fe;303-4- Al;O;. 

Lime.—To the filtrate from the above add a few cc. of NH4OH, 
heat to boiling and add (NH4)&C$;0, solution in excess. Boil 
until the precipitate becomes granular. Let stand in a warm 
place until the solution becomes clear. Filter and wash with hot 
water. Ignite the precipitate first in a Tirrill burner and then in 
a blast lamp to constant weight. Cool in a desiccator and weigh 
rapidly as CaO. (If preferred the CaC204 may be titrated with 
0.1 N KMnO, as on page 697.) 

Magnesia.—Make the filtrate from the CaO determination 
slightly acid with HCl and evaporate until crystallization begins. 
Add sufficient water to just redissolve any crystals which form. 
Cool thoroughly. Add at least 10 cc. of 10% sodium phosphate 
or ammonium phosphate solution. Stir briskly with a stirring 
rod and rubber policeman until precipitation starts, and add about 
1 the volume of strong NH4,OH. Let stand overnight, if possible. 
If the analysis is urgent, place the beaker in ice water and stir for 
1 hour. Filter the precipitate on a weighed Gooch crucible 


2 
and wash with magnesia wash water (see p. 698). Dry the 
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precipitate in the oven and ignite strongly over a Tirrill burner to 
constant weight as Mg»P207. Calculate to MgO. 

CALCULATION.—Mg3;P50; X 0.3621 = MgO. 

Sulfur Trioxide.—Boil 1 gram of the finely powdered material 
with conc. HCl, dilute with 2 volumes of water and boil again. 
Filter and wash thoroughly with hot water. Heat the filtrate to 
boiling and add very slowly 10 cc. of 10% BaCl solution. Boil 
gently until the precipitate settles clear. Filter, wash free from 
chlorides with hot water, ignite the precipitate, and weigh as 
BaSO,. Calculate to SOs. 

CaLCULATION.—BaSO, X 0.3430 — SO;. 

Chlorine.— Weigh out 5 grams of the dry powdered scale. Add 
100 ce. of water and heat to boiling. Filter and wash thoroughly, 
catching the filtrate in a porcelain dish. Cool, add a few drops 
of KCrO, indicator and titrate with standard AgNO; solution 
to the appearance of a reddish color. Since the amount of chlor- 
ides present is generally small, a weak AgNO; solution (0.01 N) 
should be used in titrating. If the scale forms an alkaline solu- 
tion, it must be exactly neutralized with dil. H;SO, and phenol- 
phthalein before titrating. 

CALCULATION.—1 cc. 0.01 N AgNO;=0.000355 gram Cl. 

Final Calculations.—Calculate the Cl (if any is present) to 
NaCl. Calculate the SO; to CaSO,; and if an excess of SO; 
remains, calculate it to MgSO,. In case the SOsis insufficient to 
combire with the CaO, calculate the remainder of the CaO to 
CaCO;. Report any MgO which is in excess of the SO; as MgO 
and not as MgCO;, since the latter is decomposed at the tem- 
perature of the boiler. 


Norrs.—(1) Other substances such as copper, zinc, etc., from local sources 
are occasionally found in boiler scales. If such are present, they may be 
determined by the usual quantitative methods. 

(2) The determination of organic and volatile matter is usually too high, 
owing to the partial loss of CO; from carbonates, so it is generally advisable 
to take the organic and volatile “by difference’’—merely using the actual 
determination as a rough check upon it. Any oil present is, of course, 
included in the organic and volatile matter. 

(3) As extreme accuracy is not usually necessary in boiler scale analysis, a 
single precipitation of the CaC;O, is sufficient. The possibility of the pres- 
ense of Ca;(PO4)s should be considered, however, as some “boiler com- 
pounds” used for treating boiler water contain alkali phosphates. 
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(4) The following factors will be found useful: 


CaO X1.785 2 CaCO;. 
CaO X2.428 = CaSO.. 
CaSO, 0.412 — CaO. 
9151565. =NacCl. 
MgO x2.986 = MgSO.. 
SO; X 1.700 = CaSO,. 
SO; X 1.504 = MgSO.. 


MINERAL WATERS 


General.—This method is for the analysis of mineral spring 
waters, such as those containing lithia, sulfur, etc., and for the 
determination of special mineral constituents of water such as 
Mn, I, Br, ete. For a complete mineral analysis of water the 
determinations in this method should be carried out in connection 
with the ordinary industrial and sanitary analyses (pp. 668 and 
693) with such modifications as are below indicated. 

Turbid waters should be filtered and the composition of the 
suspended matter separately determined, if desired, or other- 
wise merely reported as Suspended Matter. Report results in 
parts per 100,000 unless otherwise directed. 

Alkalinity.— The alkalinity of natural waters ordinarily includes 
carbonates and bicarbonates of lime and magnesia. In some 
waters in the West it also includes NaCO; or K¿COz. Waters 
that have been softened may contain alkalinity due to Ca(OH): 
(lime water) and also NazCOz (soda ash). Occasionally the 
alkalinity is due to borates, silicates, or phosphates. 

Alkalinity is determined by titration with a standard solution 
of strong acid to certain standard hydrogen-ion concentrations, 
using indicators which show definite color changes at these points. 
Since dilute bicarbonate solutions have a hydrogen-ion concen- 
tration of about 1X1073-“(or pH 8.0) and dilute carbonic acid 
solutions a hydrogen-ion concentration of 1X107*- (or pH 4.0), 
indicators should be used which show definite color changes at 
these points. The amount of standard acid required to bring 
the water to pH 8 measures the hydroxides plus } the normal 
carbonates, and phenolphthalein is a suitable indicator for this. 
The amount of acid required to bring it to pH 4 corresponds to 
the total alkalinity and for this methyl orange or erythrosine 
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may be used, the latter being preferable for waters containing 
sulfates of Fe or AI. 

Alkalinity, unless otherwise indicated, is expressed in terms 
of CaCO; as parts per 100,000. 

PHENOLPHTHALEIN ALKALINITY.—Add 4 drops of phenol- 
phthalein indicator to 50 or 100 cc. of the sample in a white 
porcelain casserole or an Erlenmeyer flask over a white surface. 
If the solution becomes colored, hydroxide or normal carbonate is 
present. Add 0.02 N HSO; from a burette until the coloration 
disappears. The phenolphthalein alkalinity in parts of CaCO; 
per 100,000 is equal to the number of cc. of 0.02 N acid used on 
a 100-cc. sample. 

Meruyt ORANGE (TomAL) ALKALINITY.—Add 2 drops of 
methyl orange indicator to 50 or 100 ec. of the sample, or to the 
solution to which phenolphthalein has been added, in a white 
porcelain casserole or an Erlenmeyer flask over a white surface. 
If the solution becomes yellow, hydroxide, normal carbonate, or 
bicarbonate is present. Add 0.02 N H.SO, until the faintest pink 
color appears, i.e., until the color of the solution is no longer pure 
yellow. The methyl orange alkalinity in parts of CaCO; per 
100,000 is equivalent to the number of cc. of 0.02 N acid used for 
a 100-cc. sample. 

ERYTHROSINE (ToTaL) AKLALINITY.—Add 5 cc. of CHCl; 
(neutral to erythrosine) and 1 ec. of erythrosiné indicator* to 
50 or 100 cc. of the sample in a 250-cc. clear glass-stoppered bottle. 
If the CHCl; becomes rose colored on shaking, hydroxide, bicar- 
bonate, or normal carbonate is present. Add 0.02 N HSO, until 
the CHCl; becomes colorless on shaking. A white surface behind 
the bottle facilitates detection of traces of color when the end- 
point is approached. ‘The calculation is the same as with methyl 
orange. 

NORMAL CARBONATE ALKALINITY.—When phenolphthalein 
is used as an indicator, the titration with standard acid gives 
half of the normal carbonate alkalinity. Normal carbonate is 
present if the alkalinity to phenolphthalein is greater than zero, 
but less than the alkalinity to methyl orange.j If the phenol- 

* Dissolve 0.05 gram of the sodium salt of erythrosine in 1 liter of freshly 


boiled distilled water. 
1 See Table XXXI (p. 712). 
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phthalein alkalinity is exactly equal to 3 the methyl orange or 
erythrosine alkalinity, it is due entirely to normal carbonate. 
If the phenolphthalein alkalinity is less than i the methyl 
orange alkalinity, normal carbonate expressed in terms of CaCO; 
is equal to twice the phenolphthalein alkalinity. If the phenol- 
phthalein alkalinity is greater than } the methyl orange alkalin- 
ity, the normal carbonate is equal to twice the difference between 
the methyl orange alkalinity and the phenolphthalein alkalinity. 
The carbonate, CO; as carbonate, and bound CO; can be cal- 
culated as follows: 

Carbonate (CO;) —0.6 times the normal carbonate expressed in 
terms of CaCO;. 

Carbon dioxide (CO2) as carbonate =0.44 times the normal 
carbonate expressed in terms of CaCO;. 

Bound carbon dioxide (CO;) is the sum of the CO, as carbonate 
and one-half that as bicarbonate. 

Caustic ALKALINITY (HyproxIDE).—If hydroxide or caustic 
alkalinity is present, the alkalinity to phenolphthalein is greater 
than 4 the alkalinity to methyl orange; the alkalinity is due 
entirely to hydroxide, if the phenolphthalein alkalinity is equal 
to the methyl orange alkalinity. If the phenolphthalein alka- 
linity is more than 3 and less than all the methyl orange alka- 
linity, hydroxide, expressed in terms of CaCOs, is equal to twice 
the phenolphthalein alkalinity minus the methyl orange 
alkalinity. 

BICARBONATE ALKALINITY.—Bicarbonate is present if the 
alkalinity to phenolphthalein is less than j the alkalinity to 
methyl orange. The alkalinity to methyl orange is due entirely 
to bicarbonate, if there is no phenolphthalein alkalinity. If 
there is phenolphthalein alkalinity, the bicarbonate in terms of 
CaCO; is equal to the methyl orange alkalinity minus twice the 
phenolphthalein alkalinity. Bicarbonate, CO; as bicarbonate, 
and half-bound CO; can be calculated as follows: 

Bicarbonate (HCO;)=1.22 times the bicarbonate expressed 
in terms of CaCO;. 

Carbon dioxide (CO2) as bicarbonate — 0.88 times the bicarbon- 
ate expressed in terms of CaCO;. 

Half-bound carbon dioxide (CO2) =0.44 times the bicarbonate 
expressed in terms of CaCQs. 
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ALKALINITY Dur To Soprum or Potassium CARBONATES.— 
Waters from alkaline regions which contain alkali carbonates are 
found to contain all their Ca and Mg as carbonates or bicarbon- 
ates, i.e., they possess either no non-carbonate hardness (sulfates, 
nitrates, or chlorides of Ca and Mg) or only traces of it. The 
most accurate method is to determine the total alkalinity by 
titration with 0.02 N H;S0,, using erythrosine indicator; then 
determine the Ca and Mg, and subtract from the total alkalinity 
the computed alkalinity due to the Ca and Mg, expressed in 
terms of CaCO;. The remainder is the alkalinity due to carbon- 
ates of Na and K. 


TABLE XX XI—RELATIONS BETWEEN ALKALINITY TO PHENOLPHTHALEIN 
AND TO METHYL ORANGE 


Value of Radical Expressed in Terms of CaCO; 


Result of Titration* 
Hydroxide Carbonate Bicarbonate 
P=0 | 0 0 Jë 
Ie SU 0 2P T-2P 
PEN 0 2P 0 
P>iT 2P-T 2(T-P) 0 
P=fT it 0 0 


* T =Total alkalinity in presence of methyl orange. 
P — Alkalinity in presence of phenolphthalein. 

Carbonic Acid. —GENERAL.—Carbonic acid may exist in water 
in 3 forms, namely, free CO», HCO; (bicarbonate) and CO; 
(carbonate). One-half of the COz present as bicarbonate is 
known as the “half-bound” CO». The CO; of carbonate plus 
3 that of bicarbonate is known as the “bound CO;." 

Free CO,.—If the water is acid to phenolphthalein and 
alkaline to methyl orange, measure 100 cc. of the sample into 
a tall, narrow vessel, preferably a 100-cc. Nessler tube, and titrate 
rapidly with N/22 Na2CO; solution, * stirring gently until a faint 
pink eolor is produced with phenolphthalein. 'The number of 
ec. of N/22 solution gives the parts of free COs per 100,000. 
Free CO; in terms of parts of CaCO; per 100,000 may beobtained 
by multiplying the previous figure by 2.274. 

*0.05 N NaCO; may be used for titrating. In this case multiply the 
number of ec. by 1.1 to obtain parts of free CO» per 100,000 (see also p. 695). 


ANALYSIS OF WATER, SEWAGE, AND SOILS 713 


NorEs.—(1) The N/22 Na200; solution is made by dissolving 2.41 grams 
of pure, dry NaCO; in 1 liter of distilled water which has been boiled and 
cooled in an atmosphere free from CO». Preserve the solution in bottles 
of resistant glass protected from the air by soda-lime. 1 cc. 0.001 
gram CO;. 

(2) N/44 NaOH solution may be used in place of N/22 NasCO;. It is 
prepared in the same way as the 0.02 N NaOH solution described in the note 
after Total Acidity below, adjusting the concentration by titration so that 
the solution contains 0.909 gram of NaOH per liter. 1 cc. =0.001 gram CO». 


BICARBONATE AND CARBONATE.—The calculation of these has 
been previously described under Bicarbonate Alkalinity and 
Normal Carbonate Alkalinity. 

Acidity.—In addition to free CO; water may contain mineral 
acids and various salts which give an acid reaction, particularly 
sulfates of Fe and AI. 

Torta Acipiry.—Add 4 drops of phenolphthalein indicator 
to 100 cc. of the sample in a white porcelain casserole or an 
Erlenmeyer flask over a white surface. Titrate with 0.02 N 
NaOH (see note) until the solution turns pink. The number of 
ec. of NaOH solution gives the total alkalinity in parts of CaCO; 
per 100,000. In the presence of Al,(SO4)3 and certain other salts 
of this nature the determination is of questionable value, as the 
true end-point is reached with extreme slowness, if at all. 


Notr.—0.02 N NaOH Solution.—This solution should be carbonate-free. 
A solution sufficiently free from carbonates can be made by first preparing a 
saturated solution of NaOH and letting it stand stoppered for some time in a 
Pyrex glass flask. The Na;CO;, being insoluble in saturated NaOH solution, 
will settle to the bottom. The strength of the supernatant liquid can then 
be estimated by a preliminary titration and the solution then diluted to the 
proper strength (0.8002 gram NaOH per liter) with water which has been 
freed from CO; by boiling, and cooled in a CO;-free atmosphere. This solu- 
tion should be preserved in containers of resistant glass protected from the air 
by tubes filled with soda-lime. It should be standardized by titration 
against weighed portions of about 0.10 gram of pure benzoic acid,* which 
has been recently fused. (40 cc. 0.02 N NaOH — 0.09764 gram benzoic acid.) 
The benzoic acid is dissolved in a small quantity of alcohol and the titration 
made with phenolphthalein. In order to prevent interference of CO, of the 
air, the titration should be made rapidly or, preferably, a stream of CO» 
free air should be kept passing through the titration flask. A blank titration 
should be made on the alcohol and correction made for any acidity found. 
1 cc. of the solution =0.001 gram CaCO;. 


* See Bur. Standards, Sci. Papers 183, Bull. 8, 643-650 (1913). 
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FREE MINERAL Actrp.—Add 2 drops of methyl orange indicator 
to 100 cc. of the sample in a white porcelain casserole or an Erlen- 
meyer flask over a white surface and titrate with 0.02 N NaOH 
until the pink color disappears. The number of cc. of the NaOH 
solution required gives directly the acidity expressed in parts 
of CaCO; per 100,000. "This figure multiplied by 0.0980 gives 
H58S0, in parts per 100,000. 


NorE.—In the presence of appreciable amounts of Fe and Al salts this 
procedure gives results which are too high. In such cases determine the 
acidity due to mineral acids and sulfates of Fe and Alas described below and 
subtract from the result obtained the amount of acidity due to the Fe and 
Al salts as calculated from the amounts of these substances separately 
determined. 


MINERAL ACIDS AND SULFATES OF FE AND AL.—Modify the 
"method given above for Free Mineral Acid by making the titra- 
tion with phenolphthalein indicator at boiling temperature. 


Norr.—The Logwood test for alum or Al;(SO,); in water is not reliable. 


Hydrogen Sulfide.*— Transfer a suitable quantity of the 
sample to à graduated container by means of a siphon and add a 
few drops of phenolphthalein indicator. If alkaline, add HCl 
until the pink color disappears. "Then add starch indicator and, 
with careful stirring, titrate with 0.01 N iodine solution until a 
permanent blue color appears. Correct for the quantity of 
iodine solution necessary to give an equal blue color with the 
same amount of distilled water and starch indicator. 

Siphon 100—500 ec. of the sample, according to the H.S content 
from the results of the preliminary determination, into a gradu- 
ated vessel, keeping the outlet of the siphon below the liquid. 
Add immediately a sufficient amount of HCl, calculated from the 
approximate determination, to make neutral to phenolphthalein 
indicator. Mix carefully with a bent glass rod and immediately 
add about 0.5 cc. less of the 0.01 N iodine solution than is neces- 
sary to combine with the H.S present. Add 5 ec. of starch indi- 
cator and finish the titration with the iodine solution, drop by 
drop with stirring, until a blue color remains permanently. 
Correct for the quantity of iodine solution needed to give an 
equal blue color when the same quantity of starch solution is 


* J. Assoc. Official Agr. Chem., 9, 29 (1926). 
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added to an approximately equal volume of boiled and cooled 
distilled water. If possible make several determinations and 
take the average. 

CALCULATION.—1 cc. 0.01 N iodine =0.00017 gram HS. 

Silica.—Evaporate 100-1000 cc. of the water to obtain if 
possible a residue of 0.4-0.6 gram, preferably containing 0.1-0.2 
gram of Ca. (If à complete analysis is being made, the residue 
from the total solids may be employed.) When nearly dry, add 
1 ec. of dil. HCl (1:1), moistening the sides of the dish, and 
evaporate to dryness. If much organic matter is present, char 
it in a radiator, as described on page 674. Moisten the residue 
with dil. HCl, evaporate most of the excess on the steam bath, 
take up in hot water and filter. Wash with hot water, ignite 
strongly, cool in a desiccator and weigh. (In case extreme 
accuracy is desired, the filtrate should be again evaporated to 
dryness with a little HCl to separate the small amount of SiOz 
which is not dehydrated by the first evaporation.) 

The residue contains SiO; and may also contain certain bases 
combined as silicates, and BaSO,, etc. Add 2 drops of conc. 
H5S0, and a few cc. of HF, evaporate to dryness under the hood, 
expel SO; fumes by ignition, cool and weigh again. The loss is 
SiO». If the residue from the HF treatment exceeds 0.5 milli- 
gram, dissolve it in HCl and add to the original filtrate; if less 
than 0.5 milligram, report as Bases Combined with Silica. 

NomE.—For ordinary purposes the HF treatment is unnecessary. The 
original residue insoluble in HCl may be reported as Silicious Matter. 

Iron Oxide and Alumina.— To the original filtrate from the 
SiO», add a few drops of conc. HNO; or Br water and boil down to 
about 100 cc. Add a slight excess of NH4OH, boil for 1 minute, 
filter and wash with hot water. If there is considerable precipi- 
tate, dissolve it in hot dil. HCl and reprecipitate with NH,OH 
in a volume of 25 cc.; filter and wash with hot water. Ignite 
strongly, cool in a desiccator and weigh. (If Al;O; is not desired, 
omit the ignition.) 

ALUMINA.— Ihe precipitate contains Al;O; and Fei: (and 
POs, if present). Determine the Fei: as below (and the 
P.O; on a separate portion) and subtract to obtain the Al;O;. 

Iron.—If the amount of Fe is considerable, fuse the above 
ignited residue with KHSO,, dissolve in water, add sufficient 
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H5S0, to make a 5% solution, pass through a Jones reductor and 
titrate with 0.1 N or 0.01 N KMnO,. If the precipitate was not 
ignited, dissolve it through the filter paper with a hot 5% HS0, 
solution and then reduce and titrate. Calculate to Fe or Fe;0;, 
as desired. 


CALCULATION.—1 cc. 0.1 N KMnO, —0.008 gram Fes;0;. 
— 0.0056 gram Fe. 


In case the amount of Fe is small, determine it colorimetrically, 
as described on page 691, preferably on a separate portion of the 
sample. If it is desired to determine it on the NH4OH precipi- 
tate, dissolve the latter in a definite quantity of HCl and make 
sure of oxidation by the addition of HNO;, using in all about 1 cc. 
each of cone. HCl and HNO;. 

Lime.—Concentrate the filtrate. from the Fe:0; and Al.O; to 
about 100 cc. and add to the hot ammoniacal solution a conc. 
solution of. (NH4)2C2O4, very slowly. Let stand hot until the 
precipitate settles clear; filter and wash with hot water. (For 
extreme accuracy dissolve the CaC¿204 in a little hot dil. HCl 
and reprecipitate with NHOH and (NHy,)2C2O,4.) Ignite in a 
platinum crucible with a blast lamp, cool in a desiccator, and 
weigh as CaO; or titrate the CaC:204 with 0.1 N KMnO, in the 
usual way (see under Lime, p. 697). 

Magnesia.—The filtrate from the lime contains Mg and Mn. 
Acidify with HCl and concentrate to about 100 cc. Add a large 
excess of sodium or ammonium phosphate solution (or 20 cc. of 
saturated microcosmic salt solution). Cool and make slightly 
but distinctly alkaline with NH4OH, added drop by drop. Stir 
thoroughly, let stand several hours, overnight if possible. Filter 
through a weighed Gooch crucible and wash with a 3% solution 
of NH,OH. Place the crucible inside of a large platinum crucible, 
ignite strongly until white or light gray, cool in a desiccator, and 
weigh as Mg»P207. Calculate to MgO. 

CALCULATION.—Mg;P3;0; X 0.3621 = MgO. 

Nortrs.—(1) If Mn is present in the water, the ignited precipitate will 
also contain Mn;P,0; and must be corrected accordingly from the Mn 


content as determined below on a separate portion. (Mn X2.585= 
Mn3P50;.) 


(2) If extreme accuracy is desired, especially in the presence of con- 
siderable Na or K salts, the original MgNH,PO, precipitate should be dis- 
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solved in a little dil. HCl and reprecipitated with NH4OH and a few drops 
of phosphate solution. 


Manganese.— The total Mn should be determined by the Bis- 
muthate Method, if the water contains less than 1 part of Mn per 
100,000. If it contains more, the Persulfate Method should be 
used. The bismuthate method will detect 0.02 milligram of Mn. 
For reliable results by this method the color comparisons should 
be made rapidly and the sample must be freed from organic 
matter and excessive chlorides. 

BIsMUTHATE Mertuop.—Reagents—(a) Standard KMnO,; 
Solution.—Dissolve 0.2877 gram of purest KMnO; in about 100 
ec. of distilled water. Acidify with HSC, and heat to boiling. 
Add slowly sufficient dil. H2.C.O. solution to discharge the 
color. Cool and dilute to 1 liter. 1 cc. 20.0001 gram Mn. 

(b) Dilute HNO; (1:1).—Freed from oxides by blowing a 
current of air through it. 

(c) Stronger HSC, (1:3). 

(d) Dilute H;8O,.—Dilute 25 cc. of conc. acid to 1 liter and add 
enough KMnO; solution to obtain a faint but perceptible color. 

(e) Sodium Bismuthate.—Pure, dry salt, free from Mn. 

Procedure.—Use a volume of the sample which contains not 
over 0.0002 gram of Mn.* Add 0.5 ec. of dil. H;SO, (1:3) and 
evaporate to dryness. Drive off SO; fumes by ignition. This 
removes organic matter and Cl. Dissolve the residue in 40 cc. 
of dil. HNO; (1:1), add 0.5 gram of sodium bismuthate and heat 
until the pink color disappears. Add a few drops of a solution 
of NH, or Na bisulfite to clear the solution and again boil to 
remove oxides of N. Then cool to 20? C. and again add 0.5 gram 
of sodium bismuthate. Stir a few minutes until the maximum 
color develops and filter through thoroughly ignited and 
washed asbestos in a Gooch crucible or through an alundum 
filter. Wash the precipitate with the dil. H2SO4 until the 
washings are colorless. Transfer the filtrate to a 50-cc. Nessler 
tube and make up to the mark. Compare its color with that 


* If colloidal S, H:S or other sulfides are present, evaporate to dryness in'a 
porcelain dish on the water bath and treat the residue with 30 cc. of dil. 
HNO; (2:3). Again evaporate to dryness and repeat the evaporation with 
HNO; at least 3 times. Take up the final residue with 25 cc. of distilled 
water (see also footnote, p. 722). . 
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of standards prepared from the standard KMnO, solution by 
taking portions of 0.2, 0.4, 0.6 cc., etc., of the standard solution, 
diluting and treating each in the same manner as the sample. 

PersuLFATE Mrtuop.—Reagents.—(a) Dilute HNO; (1:1).— 
Prepared the same as for the Bismuthate Method above. 

(b) AgNO; Solution.—20 grams dissolved in 1 liter of distilled 
water. 

(c) Standard KMnO, Solution.—Prepared the same as for 
the Bismuthate Method. 

(d) (NH,)2820s3.—Crystals, free from Cl. 

Procedure.—Use an amount of the sample which contains not 
over 0.0002 gram of Mn. Add 2 cc. of the dil. HNO; (1:1) and 
boil down to about 50 cc. Precipitate the Cl with AgNO; solu- 
tion, adding at least 1-cc. excess. Shake and heat to coagulate 
the AgCl and filter. If the sample contains much Cl, it should be 
evaporated with a few drops of HSO, and heated until white 
fumes of SO; appear and then diluted beforethe HNO;and AgNO; 
are added. If the sample is highly colored by organic matter, 
it should be evaporated with HSO; and the residue ignited and 
dissolved in dil. HNO;. 

Add about 0.5 gram of (NH4)S8$Os crystals and warm the 
solution until the maximum KMnO; color develops, which 
usually requires about 10 minutes. At the same time prepare 
standards by diluting portions of 0.2, 0.4, 0.6 ce., etc., of the 
standard KMnO; solution to about 50 cc. and treating them 
exactly like the sample. Transfer the sample and the standards 
to 50-cc. Nessler tubes, and compare the colors immediately. 

Sulfur Trioxide.—Evaporate 100-1000 ee? of the water, or 
sufficient to obtain 0.4-0.6 gram of residue and preferably 0.05- 
0.2 gram of Na. Acidify with HCl and remove the SiO; as 
previously described. Heat the filtrate to boiling and add a 
slight excess of hot BaCl, solution, drop by drop. Let stand 
overnight if possible, protected. from SO; fumes, filter hot, and 
wash with boiling water. Ignite in a platinum crucible, cool 
in a desiccator, and weigh as BaSO,. Calculate to SOs. 

CAaLCULATION.—BaSQ, X 0.3430 =SOs3. 


Norr.—If the sample is high in SOs, especially if the Ca is also high, add 
to the filtrate from the SiO; an equal volume of cone. HCl and a slight excess 


* If lithium is to be determined, evaporate 1-5 liters of the water. 
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of BaCl: solution. Evaporate to dryness, take up in water and a few drops 
of HCl, digest until the precipitate settles readily, filter, wash, and ignite. 

Sodium, Potassium, and Lithium.— The filtrate from the SO; 
determination contains the Na, K and Li. Evaporate to dryness 
in a platinum dish and ignite the residue to faint redness to remove 
NH, salts. Dissolve the residue in about 200 ec. of water and 
precipitate with milk of lime or a saturated solution of Ba(OH)». 
Boil, let stand 30 minutes and filter. Wash the precipitate 
thoroughly with hot water and combine the filtrate and washings. 
If the precipitate of Mg(OH)s is large, dissolve it in a small 
amount of conc. HCl, evaporate to dryness, take up with water 
and reprecipitate as before. Concentrate the filtrates and 
washings to 200-250 cc. Add conc. NH¿OH and sufficient solid 
ammonium carbonate to precipitate the Ca and Ba. Let stand - 
on the steam bath for 1-2 hours. Filter off the supernatant 
liquid, dissolve the precipitate in conc. HCl, reprecipitate as 
above and wash thoroughly with hot water. Evaporate the 
combined filtrates and washings to dryness and drive off the NH, 
salts by gentle heat. Treat the residue with water, filter through 
a small filter, using as little wash water as possible; evaporate to a 
small volume and again precipitate with 1 or 2 drops of conc. 
NH,OH and 2 or 3 drops of saturated solutions of ammonium 
carbonate and oxalate. If any precipitate appears, filter and 
repeat the process. 

Evaporate the filtrate to dryness and drive off all NH, salts 
by heating to faint redness in a platinum dish. Treat the 
residue with a little water. Filter into a small unweighed plati- 
num dish, add a few drops of dil. HCl (1:1) and evaporate to 
dryness. Dry in the oven, heat to faint redness, cool in a desic- 
cator and weigh as NaCI4-KCl--LiCl. Repeat the heating to 
constant weight. Dissolve the mixed chlorides in hot water, 
filter and wash. Burn off the filter paper in the same dish, dry, 
ignite and weigh. The difference between the two weights gives 
the weight of mixed chlorides. 

Liruium.*—Transfer the combined chlorides to a 50-100-cc. 
Erlenmeyer flask and evaporate the solution nearly, but not 
quite, to dryness. Add about 30 cc. of redistilled amyl alcohol. 
Remove the water by connecting the flask, the stopper of which 


* Tf lithium is not desired, proceed as under Potassium below. 
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carries a thermometer, with a condenser and boiling until the 
temperature rises to the boiling point of amyl alcohol (approxi- 
mately 130° C.) Cool slightly and add a drop of dil. HCl (1:1) 
to convert small quantities of LiOH to LiCl. Connect with the 
condenser and repeat the boiling until the temperature reaches 
the boiling point of amyl alcohol to again drive off the water. 
(The contents of the flask at this time are usually 15-20 cc.) 
Filter through a small paper or a Gooch crucible into a graduated 
cylinder and note the exact quantity of the filtrate, as this 
determines the subsequent correction. Wash the precipitate 
- with small quantities of amyl alcohol. If the quantity of 
lithium exceeds 2 or 3 milligrams, dissolve the precipitate in the 
flask and on the filter with hot water and repeat the separation 
* by boiling again in amyl alcohol. Filter and wash as before, 
noting the exact quantity of filtrate exclusive of washings. 
Evaporate the filtrates and washings in a small platinum dish 
to dryness on the steam bath, dissolve the residue in water, and 
add a few drops of dil. HSO, (1:1). Evaporate on the steam 
bath and expel the excess of H;SO, by heating gently over a 
burner until the carbonaceous matter is completely burned off, 
repeating the addition of a few drops of the HSO; if necessary. 
Cool and weigh the dish and contents. Dissolve in a small 
quantity of hot water, filter through a small filter, wash, return 
the filter to the dish, ignite, and weigh. The difference between 
the two weights is the weight of impure Li2SO4. 

Test the purity of the Lisch, by adding small quantities of 
10% (NH4;HPO, solution and cone. NH,OH, which will pre- 
cipitate any Mg present in the sulfate. Let stand overnight 
and if a precipitate forms, collect on a small filter, wash with 3% 
NH,OH, ignite and weigh as Mg»P207. Calculate this to 
MgSO, and subtract from the weight of the impure Li.SQ,. 
From this weight also subtract 0.00113 gram for every 10 ce. of 
amyl alcohol filtrates, exclusive of the amyl alcohol used in 
washing the residue, to correct for the solubility of NaCl and 
KCl in amyl alcohol. Calculate the corrected weight of Li;SO, 
to Li or Li;O as desired. 


CALCULATIONS.—Mg;P$;0; X 1.0812 = MgSO,. 
LXO, 0.2656 = LisO. 
Li;804,X 0.1262 = Li. 
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Porassium.—Dissolve the mixed chlorides from the flask in 
the lithium determination (or the original mixed chlorides without 
separation of the Li) in hot water and filter. Evaporate to 
dryness, ignite gently to remove amyl alcohol, wash thoroughly, 
and concentrate the filtrates and washings to 25—50 cc. Transfer 
to a porcelain dish and add 1 ce. of 10% PtCl, solution for each 
0.03 gram of the combined chlorides. Evaporate to dryness 
and treat the residue with 80% by volume alcohol. Filter and 
wash with 80% alcohol until the filtrate is no longer colored. 
Dry the filter containing the precipitate, dissolve the latter in 
hot water and transfer to a weighed platinum dish. Evaporate 
on the steam bath, dry in the oven for 30 minutes at 100° C., 
and weigh as K2PtCl; Calculate to KCl. To the weight of 
KCl obtained, add 0.00051 gram for every 10 cc. of amyl alcohol 
used in the extraction of the LiCl to correct for the solubility 
of KCl in amyl alcohol. Calculate the corrected weight of KCl 
to K or K20 as desired. 


CALCULATIONS.— K3Pt Cl, 0.3067 = KCI. 
KCl 0.5244 = K. 
KCl X06317 KO 


NorE.—The ignition of the mixed chlorides to remove amyl alcohol and 
the correction applied to the weight of KCl are of course unnecessary if Li 
is not determined. In such cases the Na as calculated below includes the Li. 


SopnruM.—Subtract the combined corrected weights of LiCl 
and KCl from the total weight of the mixed chlorides, originally 
obtained above, to obtain the weight of NaCl, and calculate this 
to Na or Na;0 as desired. 


CALCULATIONS.—NaCl x 0.3934 = Na. 
NaCl X 0.5303 = Na20. 


Norr.—If it is not desired to separate Na and K, the combined chlorides 
may be considered as NaCl and calculated to Naz0 or Na. 


BROMINE, IODINE, ARSENIC, AND BORON 


General.—Evaporate to dryness a large amount of the water, 
preferably 2 liters, after making slightly alkaline with Na»CO;. 
Boil the residue thus obtained with distilled water, transfer to à 
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filter and thoroughly wash with hot water.* Make the alkaline 
filtrate up to a definite volume and determine the constituents 
specified in aliquot portions. 

lodine.—Evaporate to dryness an aliquot of the alkaline 
filtrate (equivalent to at least 500 cc. of the original water), add 
2-3 cc. of water to dissolve the residue and enough 95% alcohol 
to make the percentage of alcohol about 90. This precipitates 
the chlorides. Heat to boiling, filter and repeat the treatment 
of the residue with water and 90% alcohol once or twice. Add 
2-3 drops of 10% NaOH solution to the combined alcoholic 
filtrates and evaporate to dryness. Dissolve this last residue 
in 2-3 cc. of water and repeat the precipitation with alcohol, 
heating and filtering. Add a drop of 10% NaOH solution to the 
alcoholic filtrate and evaporate to dryness, Dissolve the residue 
in a little water, acidify with dil. HSO, (1:5), using 3—4 drops 
in excess, and transfer to a small flask. Add 4 drops of KNO; 
(not KNO3) solution (2 grams per liter) and about 5 ec. of CS», 
freshly distilled. Shake until all the iodine is extracted and 
filter off the acid solution from the CS2. Wash the flask, filter 
paper and contents with cold water and transfer the CS, con- 
taining the iodine to a Nessler tube, using about 5 cc. of the 
CS. In washing the filter, make the contents of the tube to 
definite volume, usually 12-15 cc., and compare the color with 
that of other tubes containing known amounts of iodine dis- 
solved in CS2. Prepare the standard tubes by treating measured 
quantities of a solution of known KI content as described above, 
beginning with “acidify with dil. HS0, (1:5).” 

Bromine.—Transfer separately to small flasks the acid solution 
of the sample and the standards from which the iodine has been 
removed. To the standards add definite measured quantities 
of a KBr solution of known strength and to each of the flasks 
containing the sample and standards add 5 ec. of purified CS». 
Add freshly prepared saturated Cl water, 1 cc. at a time, shaking 
after each addition until all the Br is set free. Avoid a large 
excess of Cl, since a bromo-chloride may form and spoil the color 
reaction. 


* The residue on the filter may be used for the determination of Mn 
Gon bech, 
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Filter off the water solution from the CS; through a moistened 
filter, wash the contents of the filter two or three times with 
water and then transfer to a Nessler tube by means of about 1 
cc. of CSz. Repeat this extraction of the filtrate twice, using 3 
cc. of CS, each time. The combined C8, extracts usually amount 
to 11.5—12 cc. Add sufficient CS» to bring each tube to a defi- 
nite volume, usually 12-15 cc., and compare the sample with 
the standards. 


NomEs.—(1) In some cases where the Br is near the upper limits of the 
method, it is not all extracted by the amounts of CS: specified. In such 
cases make 1 or 2 extra extractions with CS», transfer the extracts to another 
tube and compare the color with some of the lower standards. Add the 
readings thus obtained to the others. 

(2) Sufficiently accurate results for all ordinary purposes may be obtained 
on most samples by omitting the extractions with aleohol (which removes 
the chlorides), and by comparing the color of the CS» solutions directly in 
the extraction flasks, thus shortening the procedure. 


Arsenic.—Evaporate to dryness an aliquot portion of the 
alkaline filtrate previously described. Acidify with As-free 
dil. H2SO, (1 : 5) and determine the As in the Marsh apparatus, 
comparing with standard mirrors (see p. 51). 


Notrr.—Mirrors may be conveniently prepared from aliquots of a solu- 
tion made by dissolving 0.0132 gram of pure As;O; in 100 cc. of water con- 
taining about 0.050 gram of Na;CO;. 1 cc. of this solution =0.0001 gram 
of As. 


Boron (Qualitative Test).—Evaporate to dryness a portion 
of the alkaline filtrate previously described. Treat with 1-2 cc. 
of water and slightly acidify with dil. HCI (1:1). Add about 
25 ec. of 95% alcohol, boil, filter, and repeat the extraction of the 
residue. Make the filtrate slightly alkaline with NaOH and 
evaporate to dryness. Add a little water, slightly acidify with 
dil. HCl (1:1) and place a strip of turmeric paper in the liquid. 
Evaporate to dryness on the steam bath and continue heating 
until the turmeric paper is dry. If boric acid is present, the 
paper will become cherry-red, which will turn to greenish-black 
when moistened with NaCO; solution or a drop of dil. NH,OH. 


Notes.—(1) It is not usually necessary to determine boron quantita- 
tively but, if desired, the method of Gooch may be used. (See Am. Chem. 
Jour., 9, 28 (1887).) 
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(2) Glassware containing boron must not be used. 

REFERENCES.—American Public Health Association: “Standard Methods 
of Water Analysis" (1925); Association of Official Agricultural Chemists: 
“¿Methods of Analysis” (1925). 


COPPER, LEAD, TIN, AND ZINC IN WATER 


General "These determinations are of importance in mining 
regions and in connection with the solvent action of some waters 
upon pipes and other containers. It is possible to make a 
rough estimate of the amount of Pb present in clear waters by 
acidifying with acetic acid, saturating with HS and comparing 
the color produced with that of standard Pb solutions contained 
in Nessler tubes. This method, however, is not applicable when 
the water is colored or contains Fe. In such case proceed as 
follows: 

Reagents.—The following special reagents are necessary: 

(a) Standard Pb Solution Dissolve 1.60 grams of Pb(NO;)s 
in 1 liter of distilled water. 1 cc.=0.001 gram Pb. As a 
check determine the Pb in an aliquot by adding a little HC3H 305, 
precipitating with K2Cr207 solution and weighing the PbCrO, 
(see p. 268). PbCrO,X0.6411 = Pb. 

(b) Standard Cw Solution.—Dissolve about 0.8 gram of clean 
CuSO,:5H3;0 in water, add 1 ec. of conc. HSO, and dilute to 1 
liter. In 100 ec. of this solution determine the Cu in the usual 
way by electrolysis (see p. 182). Dilute the solution so that 1 
cc. contains 0.0002 gram of Cu.* This solution is permanent. 

(c) Ammonium | Chloride.—25 95 solution. 

(d) Ammonium Acetate.—50 % solution. 

(e) Potassium Sulfide Reagent.—An alkaline solution of K.S 
made by mixing equal volumes of 10% KOH solution and a 
saturated solution of HS in water. 

(f) Urea Crystals. 

Lead.—Concentrate rapidly by boiling in a 7-inch porcelain 
dish over a free flame 3-4 liters (or more) of the sample to a 
volume of about 30 cc. Add 10-15 ee. of the 25% NH,Cl 
solution, then a few drops of cone. NH,OH and saturate with 
HS water. Let stand for some time, preferably overnight. 
Add a little more NH¿OH and HS water, boil for a few moments 


* For most purposes it is sufficiently aceurate to weigh out 0.786 gram of 
the CuSO,-5H5;O and dissolve to 1 liter without analyzing. 
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and filter. The precipitate contains all the Pb, Zn, Cu, and Fe 
as sulfides, also suspended organic matter. The soluble coloring 
matter passes into the filtrate. 

Wash the precipitate once or twice with hot water. Return 
the precipitate and the filter paper to the original dish and boil 
with 50 cc. of dil. HNO; (1:9), rubbing the sides of the dish with 
à bit of filter paper if necessary to detach any adhering sulfide. 
Filter and wash free from acid with hot water. Evaporate the 
filtrate and washings in the original dish to about 10-15 cc. 
Cool, add 5 cc. of conc. HS0; and heat until copious SO; fumes 
appear. 

If Pb is present, dilute the contents of the dish slightly with 
water, transfer to a beaker and treat with 150 cc. of 50% alcohol 
to render the PbSO, insoluble. Let stand some time, preferably 
overnight, filter and wash with 50% alcohol. Save the filtrate 
for the determination of Zn. 

Dissolve the PbSO, by boiling the filter containing it in am- 
monium acetate solution in a porcelain dish. Filter into a 
50-cc. Nessler tube, washing with boiling water containing a 
little ammonium acetate. Halve this filtrate and treat 1 with 
saturated HS water to get an approximation of the Pb present. 
To the other half (or an aliquot, if a large amount is present) 
add a few drops of HC2H¿0», then an excess of saturated H.S 
water and compare the color obtained with a set of standards 
made by treating known amounts of the standard Pb solution 
with a little HC2H302, ammonium acetate and H;8. 

Zinc.*—If Pb and Cu are known to be absent and Zn alone 
is to be determined, dilute the contents of the dish slightly, 
after having evaporated with H.SO.; add excess of NH¿OH to 
precipitate Fe, boil and filter. Acidify the filtrate slightly 
with H;SO,, concentrate to about 150 cc. and transfer to a 
weighed platinum dish. Add 2 grams of pure K2C20. crystals and 
1.5 grams of pure K;80,. Connect the dish with an electrolytic 
current of about 0.3 ampere and electrolyze for 3 hours, or until 
the Zn is completely deposited. With the current still on, 
siphon off the solution in the dish and at the same time run in a 

* Since the reagents used in this determination often contain traces of 


Zn, it is advisable to make a blank determination with each new lot of 
reagent, and correct the results if necessary. 
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stream of distilled water to replace the free acid. When no 
longer acid, break the current, remove the dish, wash with 
distilled water, then with 95% alcohol, dry at 70° C., cool and 
weigh. The increase in weight of the dish is metallic Zn. 

If Zn is present and Cu is absent, concentrate the filtrate 
from the PbSO, to expel the alcohol and remove the Fe by adding 
an excess of NH,OH. Boil, filter, wash, and slightly acidify the 
filtrate with H2SO,. Concentrate to about 150 cc. and determine 
Zn by electrolysis as above. 

If Cu also is present, concentrate the filtrate from the PbSO, 
until alcohol is expelled, add an excess of NH¿OH, boil, filter 
out the iron precipitate, neutralize the filtrate with HSO, and 
then add 2 cc. of cone. HSO, and 1 gram of urea. Electrolyze 
the solution and determine Cu colorimetrically as described later. 
After the Cu has been deposited, add NH¿OH to the solution 
containing the Zn until nearly all the H280, has been neutralized. 
Concentrate to slightly less than the capacity of the platinum 
dish. Add 1.5 grams of KSO; and 2 grams of K:C20;, crystals, 
and electrolyze for Zn as above. Since this solution is usually 
saturated with NH, salts, it is frequently impossible to get the 
Zn deposited firmly on the dish before the salts interfere by 
crystallization. To avoid this difficulty dilute Z the solution 
and electrolyze it for Zn; or, if the amount of Zn is very small, 
precipitate it as ZnS in acetic acid solution, wash on a filter paper, 
ignite in a small weighed porcelain crucible with free access of air, 
cool and weigh as ZnO. This difficulty will not be encountered if 
Cu is absent, as there will then be no excess of NH, salts. 

Copper.—F or waters containing 0.01-0.1 part of Cu per 100,000, 
take 1 liter and for other concentrations proportionate amounts. 
Evaporate to about 75 cc. and wash into a 100-cc. platinum dish. 
Add 2 cc. of dil. HS0; for clear soft waters. For alkaline waters 
add an additional amount to offset the alkalinity. For waters 
carrying much organic matter or clay, add 5 cc. of the acid. 
Connect the dish as the anode for electrolysis, suspending in it 
for a cathode a stout platinum wire about 50 em. long, 40 em. of 
which are coiled into a flat spiral. Have the spiral parallel to 
the bottom of the dish and about 0.5 inch above it. Electrolyze 
for about 4 hours with occasional stirring or preferably overnight, 
using à eurrent of about 0.02 ampere through the solution, 
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Lift out the cathode without turning off the current and immerse 
the spiral in a small amount of boiling dil. HNOs. 

Wash off the wire and evaporate the HNO; solution to dryness 
on the water bath in a small porcelain dish. If Ag is suspected 
to be present, add a few drops of HCl before evaporation. Dis- 
solve the residue in water and wash into a 50-cc. Nessler tube. 
Dilute to the mark and add 10 ec. of the KS reagent (e). The 
color of the CuS develops at once and is fairly permanent, lasting 
for several hours. Add 10 cc. of the KS solution to a similar 
tube containing 50 cc. of distilled water and then add to it 
standard Cu solution (b) in 0.2-cc. portions until the colors of 
the 2 tubes match. If 1 liter of the sample is used, the Cu in 
parts per 100,000 is equal to twice the number of cc. of the 
standard Cu solution required to match'the color of the sample. 

Tin.—Small quantities of Sn are occasionally found in waters 
that have passed through tin or tin-lined pipes. This metal, 
if present, is removed with the Fe by NH OH in the separation of 
Pb, Zn, and Cu. In the method for Cu alone it is removed in the 
same way and may be further avoided by dissolving the sulfides 
in conc. HNO;, when any Sn present will be separated as an 
insoluble compound which may be ignited and weighed as SnO». 
There is as yet no satisfactory method for the quantitative separa- 
tion of such small quantities of Sn but an approximate estimate 
may be obtained by following the method for determination of Sn 
in canned goods (see p. 522). 


REFERENCE.— The above procedures are essentially those of the Ameri- 
ean Publie Health Association as published in 1925. 


IRRIGATING WATER 


General, Determine the total solids in solution, chlorine, 
carbonic acid, bicarbonic acid, sulfur trioxide, lime, and magnesia 
by the methods described under Industrial Water and the Mineral 
Analysis of Water. Calculate the lime and magnesia to the acid 
radicals in the following order: bicarbonate, sulfate, and chloride; 
then calculate the remaining acid radicals, including carbonate, 
to the corresponding salts of sodium. 

Black Alkali.—ReAGENT.—(a) 0.02 N Sodium Carbonate.—1 
ec. of this solution is equivalent to 0.00106 gram of NazCQOs. 
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(b) 0.02 N Sulfuric Acid.—1 ce. of this solution is equivalent 
to 0.00100 gram of CaCO; or 0.00136 gram of CaSO,. 

(c) Erythrosine Indicator.—Dissolve 0.25 gram of the Na salt 
in 1 liter of water. 

(d) Chloroform.—Neutral to erythrosine. 

DzTERMINATION.— Transfer 200 cc. of the water to a platinum 
or silver dish, add 50-100 cc. of 0.02 N NazCOs, according to the 
amount of soluble salts of Ca and Mg present, and evaporate 
to dryness. Rub up the residue with COs-free water," Trans- 
fer to a 100-cc. volumetric flask, make up to the mark, shake 
thoroughly, and let stand until clear (12-15 hours). Remove 50 
ec. of the clear, supernatant liquid, equivalent to 3 of the original 
quantity of water and Na;CO; added, and transfer to a stoppered 
titrating bottle, of 250-ec. capacity, of clear glass without any 
tinge of pink. Add 5 ec. of the CHCl; and 1 cc. of the erythro- 
sine and titrate with the standard acid until the color disappears. 
Shake the solution vigorously after each addition of the acid; 
the CHCl; produces a milky appearance which makes the reading 
of the end-point sharp and certain. 

(1) If less HSO, is required than is equivalent to 4 of the 
NaCO; added, due to some of the NasCO; reacting with soluble 
salts of Ca and Mg, the solution originally contained no black 
alkali in excess but rather an excess of the so-called permanent 
or non-carbonate hardness. It is customary to express the hard- 
ness in terms of CaCO; or CaSO,. With irrigating waters the 
latter form is to be preferred. Therefore, the difference between 
the number of cc. of the HSO; required and 4 of the number of 
cc. of the Na;CO; added, multiplied by the factor 0.00136, gives 
the equivalent of CaSO, in 100 ee, of the water. Report as parts 
per 100,000. 

(2) If more HSO, is required than that equivalent to 3 of 
the Na2CO; added, black alkali was originally present in the solu- 
tion and the difference in cc., multiplied by the factor 0.00106, 
gives the black alkali in terms of NaCO; in 100 cc. of water. 
Report as parts per 100,000. 

* For this purpose distilled water should be vigorously boiled until 
approximately one-third of the original volume is evaporated, then cooled 
and stoppered. An ordinary laboratory wash bottle should not be used to 


transfer the residue, as the CO; from the breath of the operator is sufficient 
to vitiate the results. 
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REFERENCE.— Association of Official Agricultural Chemists: “Methods of 
Analysis," 108 (1925). 


SOILS 


General.—The following procedures are essentially the Tenta- 
tive Methods of the Association of Official Agricultural 
Chemists,* unless otherwise indicated. Report all results as 
percentages of the air-dried sample. 

Directions for Sampling.—Sampling should be done preferably 
when the soil is reasonably dry. Remove from the surface all 
vegetable material not incorporated with the soil With a soil 
auger or tube, whichever may be better adapted to the soil 
conditions, take a sufficient number of subsamples at properly 
distributed points to secure composite samples representative of 
the entire tract. Take a composite sample representative of the 
entire tract to the average depth of plowed soil, usually about 7 
inches, and also à composite sample from each important and 
distinctly different soil stratum below the surface section already 
sampled, to a total depth of 40 inches. If a soil auger is used, 
before boring below the plowed depth enlarge the first boring 
and carefully clean out the hole to prevent contamination of the 
several substrata while withdrawing samples. 

Mix the composite samples of each depth thoroughly and, after 
quartering down to about 2-4 pounds, air-dry in a cool, well- 
ventilated place. 

It is recommended that the weight of-a given volume of the 
soil as it lies in the field be taken for calculating the percentage 
results obtained by analysis to pounds per given area of the soil. 

Preparation of Sample.—Prepare the laboratory samples by 
pulverizing in a porcelain pebble-mill or porcelain mortar, using 
a rubber-tipped pestle to avoid grinding of rock fragments, and 
pass it through a sieve with circular openings 1 mm. in diameter. 
Weigh and discard the detritus. Thoroughly mix the sifted 
material and preserve in a well-stoppered container. If neces- 
sary for the determination of any of the constituents, prepare a 
very finely pulverized subsample of the sifted material by grind- 
ing in an agate mortar. 


* “Methods of Analysis." 21-34 (1925). 
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Moisture.—Dry 2 or more grams in a wide-mouthed weighing 
bottle at 100? C. to constant weight. Stopper while weighing. 
Report the loss of weight as Moisture. 

Loss on Ignition.—Ignite the soil from the above determination 
to full redness, occasionally stirring, until organic matter is 
destroyed. If the soil contains appreciable quantities of carbon- 
ates, cool and moisten with a few drops of a saturated solution of 
ammonium carbonate; dry and heat to dull redness to expel NH, 
salts. Cool in a desiccator and weigh. 


Note.—This gives only a crude approximation of the organic matter. 


Total Nitrogen.—Digest 10 grams of the soil in a 500-cc. 
Kjeldahl digestion flask with 30-40 ec. of conc. HSO, and 0.7 
gram of HgO or 0.65 gram of Hg. Mix immediately by shaking 
to prevent sticking to the sides of the flask. Heat over a low 
flame, increase the heat gradually, and rotate the flask frequently 
or shake if necessary to prevent the contents from caking on the 
bottom. Continue the digestion until the mixture is colorless or 
nearly so. After cooling, dilute the contents of the flask with 
about 100 cc. of water, add 25 ce. of KS solution (40 grams of 
K.S* in 1 liter of water) and an excess of strong NaOH solution 
(about 1:1). Connect the flask with a distilling apparatus, 
mix the contents thoroughly and complete the determination as 
described under the Kjeldahl Method (p. 87). 

Notr.—If trouble is experienced from bumping, the distillation may be 


conducted in a copper flask, in which ease transfer the mixture to it from the 
Kjeldahl flask before adding the KS and NaOH. 


Nitrate Nitrogen.—Place 100 grams of air-dry soil and 500 ce. 
of water in a suitable container and agitate for 5 minutes. Add 1 
gram of CaO or 2 grams of precipitated CaCO;, agitate thor- 
oughly, let settle for 10-20 minutes, and filter, making sure that 
a clear filtrate is obtained. If the filtrate contains 0.6 part of Cl 
per 100,000 or less, proceed as in the Phenoldisolfonie Acid 
Method for Nitrate Nitrogen in Water (p. 682), using 25 cc. of 
the filtrate. If it contains more than 0.6 part of Cl per 100,000, 
proceed as in the Reduction Method (p. 683), using 25 ec., or such 
a quantity as will not exceed 0.0001 gram of N in the form of 
nitrate. Report as percentage of Nitrate Nitrogen. 

* 80 grams of Na25203'5H,0 may be used instead of the KS. 
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Phosphorus.—Place 5 grams of the soil in a porcelain dish. 
Moisten with 5-7 ec. of Mg(NO;)s solution (see below). Dry on 
the water bath and burn off the organie matter at low redness. 
Cool and add 10 cc. of water, 10 ce. of conc. HCl and 5 ec. of 
conc. HNO;. Cover the dish and digest for 2 hours on the water 
bath, stirring two or three times during the digestion. Transfer 
to a 250-ec. volumetric flask, cool, dilute to the mark, mix well 
and pour through a dry folded filter, pouring back on the filter 
until the solution runs through clear. Pipette an aliquot corre- 
sponding to 2 or 4 grams of the soil, depending upon its P.O; 
content, into a porcelain dish and evaporate to dryness. Take 
up with dil. HNO; (1:4), again evaporate to dryness and heat 
for 1 hour at 110-120? C. Again take up with dil. HNO; and 
filter. Evaporate the filtrate and washings to 30-40 cc. Make 
alkaline with NH,OH and dissolve the precipitate with conc. 
HNO;, using a slight excess. Add gradually, with vigorous 
shaking, 15 ce. of molybdate solution (see below). Keep the 
solution at 40—50? C. for 1 hour and let stand overnight at room 
temperature. Filter and wash the flask and the precipitate 
thoroughly with cold water. (It must be washed free from acid.) 
Return the filter and precipitate to the same flask and determine 
the P.O; volumetrically as follows: Dissolve the yellow precipitate 
in a measured excess of standard NaOH or KOH solution, add a 
few drops of phenolphthalein solution and titrate the excess of 
alkali with standard HNO;. Calculate the alkali consumed to 
PO: 1 ce. of the standard alkali should be made to equal 0.0005 
gram of P2Os;. 

SoLUTIONS.— (a) Magnesium Nitrate.—Dissolve 160 grams of 
calcined MgO in dil. HNO; (1:1), avoiding an excess of the acid; 
then add a little of the MgO in excess, boil, filter and dilute to 
1 liter. 

(b) Molybdate Solution.—Dissolve 100 grams of MoO; in a 
mixture of 144 ec. of cone. NH4OH and 271 cc. of water. Pour 
the solution slowly and with constant stirring into a mixture 
of 489 ec. of conc. HNO; and 1148 cc. of water. Keep in a 
warm place for several days or until a portion heated to 40° C. 
gives no yellow precipitate. Decant from any sediment and 
preserve in glass-stoppered bottles. 
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(c) Standard Alkali.—Dilute 161.9 ec. of normal NaOH or 
KOH, which has been freed from carbonates, to 1 liter. 100 cc. of 
this solution should neutralize 32.38 cc. of 0.5 N acid. 

(d) Standard HNO;.—This should be of about the same 
strength as the alkali and carefully standardized against it with 
phenolphthalein. 

Silica.—Thoroughly mix on glazed paper 5 grams of soil, 
ground to an impalpable powder, with 25 grams of Na;CO;. 
Transfer carefully to a 100-cc. platinum or nickel crucible, cover, 
heat at low redness until fusion begins, then increase the heat: 
until a clear, quiet fusion results. Finally, give the full heat of a 
Meker burner for 20 minutes, having the flame oblique to insure 
good oxidation. Pour the fusion into a large platinum dish set 
in water. Place the crucible and cover in a wide 400-cc. beaker. 
Cover with water, transfer the fused lump from the platinum 
dish to the beaker and rinse the dish with dil. HCl (1:9) into the 
beaker. Add 50 cc. of cone. HCl to the contents of the beaker, 
cover, and place upon the steam bath until the fused mass has 
disintegrated. Transfer the mixture to the platinum dish and 
evaporate to dryness on the steam bath. 

Take up the residue in dil. HCl (1:9) and filter. (A 9-em. 
Büchner funnel with suction will be found convenient.) Wash 
with hot water containing 5 cc. of cone. HCl per liter. Collect 
the filtrate and washings in a dish, preferably a casserole, and 
dehydrate on the steam bath until the SiO, assumes a crystalline 
appearance. Moisten with conc. HCl and repeat the dehydration 
for 2 hours. Add 5 cc. of conc. HCl and 100 cc. of hot water. 
Mix thoroughly, filter and wash. Add the residue to the main 
portion of SiOs obtained from the first filtration. Make up 
the combined filtrate and washings to 500 cc. at 20? C. and save 
for subsequent determinations. Place the two SiO», residues 
with filters in a weighed crucible, and moisten with saturated 
NH4NO; solution. Ignite slowly at first to burn off the filter 
paper and then with a strong flame, preferably a blast lamp, to 
constant weight. Cool in a desiccator and weigh as SiO». 

Iron, Aluminum and Titanium Oxides.— To an aliquot of the 
solution from the SiOs determination (100 or 200 ec., according 
to the probable amount of Fe and Ca present) add dil. NH,OH 
(1:1), drop by drop, until the precipitate formed requires several 
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seconds. to dissolve, thus leaving the solution faintly acid. 
Heat nearly to boiling and add sufficient dil. NH4OH to precipi- 
tate all Fe, Al, etc. Let boil in a covered beaker for about 1 
minute, remove, and if no NH; is given off (detect by smell), 
add more, drop by drop, until it can be detected. Do not let 
the precipitate settle, but stir and pour upon the filter. Wash 
immediately with hot 2.5% NH4NO; solution, playing a fine 
jet round the edge of the precipitate, thus cutting it free from 
the paper in order to, produce rapid filtration. Wash the pre- 
cipitate several times and return it to the original beaker. Dis- 
solve with a few drops of cone. HCland warm. Reprecipitate the 
Fe, Al and P350; with dil. NH4OH as above, filter and wash until 
free from Cl with hot 2.5% NH4NO; solution. Reserve the 
filtrate and washings from both precipitations for the determina- 
tion of Lime and Magnesia. 

Dry the precipitate, remove from the filter paper, ignite the 
latter separately in a weighed platinum crucible and then add the 
precipitate to the crucible. Ignite to bright redness, cool in a 
desiccator and weigh as Fe203+Al203+T102+P205. To this 
residue add KHSO, and heat at a low temperature until the 
precipitate is completely disintegrated. When solution is 
complete, cool quickly and transfer to a flask containing 100 cc. 
of dil. H2SO, (1:3). After complete solution of the melt reduce 
with Zn in a Jones reductor, cool, titrate with 0.1 N KMnO, 
solution and calculate to FesO;. 

Subtract the Fez03, together with the P.O; (separately deter- 
mined as previously described), from the collective weight of 
mixed oxides and report the remainder as Aluminum and 
Titanium Oxides. 


NomEs.—(1) For the small amounts of TiO; present in soils, the above 
procedure is usually sufficiently accurate. If it is desired to determine the 
TiO», it may be done colorimetrically on a separate aliquot of the original 
solution from the SiO» (see p. 778). 

(2) The Fe;O; may also be determined directly on a separate 50 or 100 cc. 
of the original solution. Add 5 or 10 cc. of conc. H58O0,, evaporate to fumes 
of SO; to drive off all HCl, cool, dilute with water, reduce with Zn, and 
titrate with KMnO, solution. 


Lime.—Evaporate the filtrate and washings from the NH,OH 
precipitate above to about 50 cc., cool, add (NH4)2S, filter off 
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the MnS and wash with hot water. Again evaporate to about 
50 cc., make slightly alkaline with NH4OH and add, while still 
hot, saturated (NHs)2C204 solution, drop by drop, slightly in 
excess, to convert the Mg salts also into oxalate. Heat to boil- 
ing, let settle completely (3 hours or longer), decant the clear 
solution through a filter, pour 15-20 ec. of hot water on the 
precipitate and again decant the clear solution through the 
filter. Dissolve the precipitate in the beaker with a few drops 
of conc. HCl, add a little water and reprecipitate boiling hot by 
adding NH,OH to slight alkalinity and a little (NH4)2C304 
solution. Let stand as before and filter through the same filter. 
Wash free from Cl with hot water. Dry, ignite over a blast lamp 
until it ceases to lose weight, cool in a desiccator and weigh as 
CaO. Save the filtrate and washings for the MgO determination. 

Notr.—The CaCO, may be titrated with 0.1 N KMnO, in the usual 
way, instead of igniting it (see p. 697). 

Magnesia.—Evaporate the filtrate and washings from the CaO 
determination to about 100 cc. on the water bath and add cau- 
tiously 20 cc. of conc. HNO;. Evaporate to dryness and care- 
fully heat on a hot plate to expel NH, salts. Add 5 ec. of conc. 
HCl and evaporate nearly to dryness. Dissolve in hot water and 
alittle conc. HCl. If necessary, filter and wash with about 100 ce. 
of hot water. Add 3 cc. of 10% (NHy2HPO, solution and 
sufficient NH,OH with constant stirring to make the solution 
slightly alkaline. Stir vigorously and let stand 15 minutes. 
Then add 15 ec. of conc. NHiOH, cover and let stand overnight. 
Filter through a weighed porcelain Gooch crucible, wash the 
precipitate free from Cl with dil. NH,OH (1:9), and dry. Heat 
at first at a moderate heat, then ignite intensely until white or 
grayish white and weigh as Mg»2P207. Calculate to MgO. 

CALCULATION.—Mg+P207 X 0.3621 = MgO. 

Manganese.—HREAGENTS.— The reagents are those employed 
in the Bismuthate Method for the determination of Mn in water 
DOE): 

DeETERMINATION.—Treat 1 gram of the original soil in a plati- 
num dish with about 5 cc. of HF, 5 ec. of water and 5 ec. of dil. 
H.SO, (1:3). Evaporate to dryness, ignite and fuse the residue 
with KHSO,. Dissolve in water in a beaker, add conc. HNO; and 
evaporate to dryness. Again dissolve in water, add 25 cc. of 
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dil. HNO; (1:2) and about 0.5 gram of sodium bismuthate, and 
heat until the permanganate color disappears. Add a few drops 
of a solution of NH, or Na bisulfite to clear the solution and again 
boil to expel oxides of N. Remove from the source of heat, cool to 
20° C., again add 0.5 gram of sodium bismuthate and stir. When 
the maximum permanganate color has developed, filter through 
an alundum or Gooch crucible containing an asbestos mat which 
has been ignited and washed with 4% KMnO; solution and then 
with water. Wash the precipitate with the dil. HSO; until the 
washings are colorless. Transfer the filtrate to a colorimeter 
tube and compare its color with that of standards prepared from 
the standard KMnO, solution by taking portions of 0.2, 0.4, 
0.6 cc., etc., of the KMnO; solution, treating with sodium bis- 
muthate and diluting with the dil. H2SO, to the same volume as 
the filtrate from the sample. Report as percentage of Man- 
ganomanganic Oxide, Mn;O.;. 

CALCULATION.—Mn X 1.388 = Mnj0.. 

Total Sulfur.—Weigh 5-10 grams of the sample, prepared as 
previously directed to pass a 0.5-mm. sieve, into a 100-cc. nickel 
crucible; add an:equal weight of anhydrous Na;CO; and mix 
well with a stout nickel stirring rod of suitable length to permit 
introduction into the muffle to be used in the fusion. Pipette 
carefully 4 cc. of water into each 10 grams of soil and stir well to a 
stiff paste, adding more water if necessary, a few drops at a time. 
Add immediately successive portions of about 1 gram of Na20» 
(free from $), stirring well after each addition to prevent frothing 
over. Continue to add Na;Os until the mixture becomes dry 
and granular, and then add as a surface coating sufficient Nah, 
to make a total of 25 grams for each 10 grams of soil. Place the 
mixture in an electric muffle maintained at a temperature of 400- 
500° C. for the first half hour; then raise the temperature rapidly 
to bright red heat (about 900° C.) and continue the fusion at this 
temperature for about 10 minutes. ` 

Withdraw the crucible from the muffle, manipulate it rapidly 
so as to cause the melt to spread out in a thin film over the interior 
and chill rapidly by contact with a good conductor in a cool 
atmosphere. Place the chilled crucible sideways in a 600-cc. 
beaker and cover with water. Add about 5 ec. of 95% alcohol 
to decompose Na;MnO,. Cover the beaker with a watchglass, 
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place on a cold hot plate and bring to a boil. Continue brisk 
boiling until all the melt is disintegrated (usually about 30 minutes). 
When the suspension has assumed a flesh-colored, flocculent 
appearance, with no glassy green lumps in the interior of the 
crucible, remove the latter and the rod from the beaker and 
wash any flaky particles back into the beaker with the aid of a 
rubber policeman, rinsing several times with hot water. (If 
any small glassy particles still cling to the inside of the crucible, 
boil water in the crucible until they are disintegrated, and add 
to the main portion.) Filter immediately by suction through a 
9-cm. Büchner funnel into a liter beaker placed under a bell jar. 
When no more of the liquid can be drawn through the filter, return 
the residue with the filter paper to the original beaker, washing 
any adhering particles carefully from the funnel. Add about 1 
gram of NasCO;, macerate with the stirring rod, add 75-100 cc. of 
water, and bring to à brisk boil while stirring vigorously. Again 
filter through a Büchner funnel, using suction until nearly dry, and 
wash with 25-cc. portions of hot water to a total volume of 500-700 
cc., depending upon the amount of sample originally taken. 

To the solution add from a burette, slowly and with constant 
stirring, sufficient conc. HCl to neutralize to methyl red indicator. 
Then add 0.5 ec. excess of HCl and evaporate to a volume of 400 
cc. To the boiling solution add slowly 10 cc. of 5% BaCl: 
solution and let stand overnight. Filter through a weighed Gooch 
crucible with an asbestos mat, ignite in an electric muffle (or place 
the Gooch crucible in a porcelain crucible over a free flame), cool 
in a desiccator and weigh as BaSO,. Calculate to percentage of 
total S or SO;, as desired. 

CaLCULATION.—BaSQ,X 0.1373 =S. 

BaS04Xx0.3430 = 80;. 


Norr.—For sulfur present as sulfates see under Alkali Salts below. 


Potash and Soda.— Determine the K;O in 1 gram of the 
finely ground soil by the J. Lawrence Smith procedure, as 
deseribed on page 64. 

Subtract from the weight of the mixed chlorides the equivalent 
amount of KCl and calculate the difference to Na). 

CALCULATIONS.— K»PtCl.¢ 0.3067 = KCI. 

NaCl X0.5303 = Na20. 
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Alkali Salts.—To 100 grams of soil in a 500-cc. bottle, add 250 
ec. of water. Stopper, shake thoroughly and let stand overnight. 
Filter through a Pasteur-Chamberland filter. Evaporate 50 ce. 
of the filtrate in a platinum dish on the steam bath to dryness. 
Ignite at a low red heat to drive off organic matter, cool in a 
desiccator and weigh for Total Soluble Salts. Then dissolve the 
residue in the platinum dish in 10-15 ec. of hot water, transfer 
to a 50-cc. volumetric flask, cool and dilute to the mark. Take 
10 cc. for titration with 0.1 N AgNO; for chlorides and 10 ec. for 
titration with 0.1 N HCl and methyl orange for alkali. Cal- 
culate to percentages of NaCl and NazCOz; subtract from the 
percentage of total soluble salts and report the difference as 
Sulfates. 


Norse.—When much gypsum is present, the solution of the salts in hot 
water must be filtered through a small filter, the gypsum weighed separately 
and subtracted from the total amount of sulfates. 


Humus.*—Place 10 grams of the sample in a Gooch crucible, 
extract with 1% HCl until the filtrate gives no precipitate with 
NH4OH and (NH4);€50,, and remove the acid by washing with 
water. Wash the contents of the crucible (including the asbestos 
mat) into a glass-stoppered cylinder with 500 cc. of 4% NH,OH 
(containing 2% of NH;), and let stand, with occasional shaking, 
for 24 hours. During this time have the cylinder inclined as 
much as possible without bringing the contents in contact with 
the stopper, thus allowing the soil to settle on the side of the 
cylinder and exposing a very large surface to the action of the 
NH,OH. Then place the cylinder in a vertical position and let 
stand for 12 hours to allow the sediment to settle. Filter the 
supernatant liquid (the filtrate must be perfectly clear), evapor- 
ate an aliquot, dry at 100? C. and weigh. Finally, ignite the 
residue and again weigh. Calculate the humus from the differ- 
ence in weights between the dried and the ignited residues. 

Humus Nitrogen. *—Digest 10 grams of the soil with 2% HCl 
and wash as nearly free of acid as possible with water. Extract 
the humus, as above, with a 3% solution of NaOH and determine 
nitrogen in the extract in the usual way (p. 87). 

* Not an Association of! Official Agricultural Chemists method. 
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Calcium Carbonate Required.*—Place 100 grams of soil in a 
400-cc., wide-mouthed bottle, add 250 cc. of normal KNO; 
solution, stopper and shake continuously for 3 hours in a shaking 
machine, or every 5 minutes by hand. Let stand overnight. 
Draw off 125 cc. of the clear supernatant liquid, boil 10 minutes 
to expel CO», cool and titrate with a standard NaOH solution of 
which 1 cc. is equivalent to 4 milligrams of CaCOs, using phenol- 
phthalein indicator. Each cc. of NaOH used is equivalent to 
0.01% of CaCO; required by the soil. 


Norz.—The acids and acid salts of the soil are difficultly soluble in water, 
but by treating with a salt solution such as NaCl or KNOs, a double decom- 
position takes place, rendering them soluble. An equilibrium is reached, 
however, before this reaction runs to an end, and if, after having drawn off 
125 cc. to titrate, 125 cc. of fresh KNOs are added to the bottle and 
the bottle again shaken for 3 hours, 125 cc. drawn off will give a titration 
which is more than one-half of the first. By continuing this process until 
the last 125 ee show practically no acidity, a series of titrations is 
obtained, the sum of which represents the total acidity of the 100 grams 
of soil. It has been found by working with a number of different soils 
that, as an average, the sum of such a series is 2.5 times the first titra- 
tion. Consequently, when the NaOH is made up so that 1 cc. is equivalent 
to 4 mg. of CaCO; and 125 ce. (which represents 50 grams of soil) are 
titrated, each cc. required to neutralize corresponds to 0.01 gram of CaCO; 
required by the 100 grams of soil tested. 


Reaction (Qualitative Test).—Place strips of neutral litmus 
paper in the bottom of several Petri dishes and lay over these 1 
or 2 thicknesses of filter paper (free from acid). Place a portion 
of the sample on the filter paper. With a clean spatula press the 
soil down firmly against the paper and add sufficient freshly boiled 
and cooled water to saturate the soil. Cover the dish, let stand 
30 minutes and note the color of the test paper. 


Notr.—The filter paper gives a uniform background and evenness of 
contact. A check Petri dish containing neutral litmus paper and filter 
paper moistened with the same water should be allowed to stand under 
the same conditions. 


HYDROGEN-ION CONCENTRATION 
(pH Value) 


General.—The hydrogen-ion concentration (H*) of liquids or 
dilute solutions is an expression of the intensity factor of acid or 
*Not an Association of Official Agricultural Chemists method. 
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alkaline properties as opposed to the quantity factors “acidity” 
and “alkalinity.” The latter are usually expressed in terms of 
normality. A 0.1 N solution of HCl has 10 times the “acidity” 
of a 0.01 N HCl solution, but there is substantially no difference 
in the hydrogen-ion concentration of the two solutions, i.e. the 
number of moles of ionized hydrogen per liter. Furthermore, 
since by the mass law the product of the hydrogen-ion concen- 
tration times the hydroxyl-ion concentration is a constant, the 
acid and alkaline intensities may both be expressed in terms of the 
hydrogen-ion concentration. On account of the very low numer- 
ical values encountered in hydrogen-ion concentration measure- 
ments it has been found convenient to express them in terms of 
pH values, which are derived from the relationship: 
pH = log ay 

Table XXXII may be used for converting pH values into actual 
hydrogen-ion concentrations. Absolute “neutrality” at 22° C. 
corresponds to a pH value of 7.00. 

General Methods.—Hydrogen-ion concentration may be 
determined electrometrically by means of the hydrogen electrode 
and the potentiometer, or colorimetrically. The colorimetric 
methods depend upon the use of indicators whose colors in solu- 
tion are characteristic of the pH value of the solution. The most 
accurate results are obtained by the use of standard buffer 
solutions, which generally consist of mixtures of some acid and 
its alkali salts in varying but definite proportions, each mixture 
having a known pH value. For details of their preparation the 
literature on the subject should be consulted. (Certain prepared 
buffer standards may now be obtained from various chemical 
supply houses.) For most laboratory control work on solutions 
which are not too deeply colored or too turbid the Drop Ratio 
Method of pH value determination is the most convenient and 
is sufficiently accurate. 

Drop Ratio Method.—Ruacents.—(a) Stock Solutions of 
Indicators.—The indicators commonly used are those recom- 
mended by Clark and Lubs, as shown in Table XXXIII. This 
table gives the common names, the concentration most conveni- 
ent for use, a rough indication of the color change and the useful 
pH range, and in the last column the amount of alkali required 
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TABLE XXXII*—HypRoGEN-ION CONCENTRATIONS AND CORRESPONDING 
pH VALUES 


aa a —K—K<—Á 


pH Value H+ Concentration 
n.00 1.00x10—7 
n.05 8.91 x10-00+D 
n.10 7.94 
n.15 4. 04 
n.20 6.31 
n.25 5:162 
n.30 5.01 
n.385 4.46 
n.40 3.98 
n.45 3.54 
n.50 3.16 
n.55 2.82 
n.60 225k 
n.65 224 
n.70 1.99 
n.75 1.78 
n.80 1.58 
n.85 rst 
n.90 1.26 
n.95 11,312 
(n-+1) .00 1.00 


ExAMPLE: Find the H+ concentration for pH 6.55. 
n=6 and n+1=7. 
H* concentration = 2.82 X 1077 
= 0.000000282. 
to make a stock solution from 0.1 gram of the dye. To prepare 
the stock solutions, weigh out carefully 0.1 gram of the dry 
powder and grind in an agate mortar with the amount of 0.05 
N NaOH solution shown in the last column of Table XXXIII. 
When solution is complete dilute to 25 cc. with distilled water 
and preserve in glass-stoppered bottles. These solutions keep 
well, with the exception of methyl red which is not very stable 
and is more conveniently prepared directly for the tests by dis- 


* American Public Health Association: “Standard Methods of Water 
Analysis," 39 (1925), 
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solving 0.05 gram in 150 ec. of alcohol and diluting to 250 cc. 
with distilled water. 

(b) Test Solutions of Indicators.—With phenol red and cresol 
red, dilute 1 ce. of the stock solution with 19 cc. of distilled water. 

With thymol blue, brom thymol blue, brom phenol blue and 
brom cresol purple, dilute 1 cc. of the stock solution with 9 cc. 
of water. 

With methyl red, dissolve 0.05 gram of the dry powder in 
150 cc. of 95% alcohol and dilute to 250 cc. with water. 

Place each test solution in a dropping bottle, properly labeled. 

(c) NaOH  Solution.—Approximately 0.05 N. Dissolve 2 
grams of NaOH in water and dilute to 1 liter. 

(d) HCl Solution.—Approximately 0.05 N. Dilute 4 cc. of 
conc. HCi to 1 liter with distilled water. 

(e) KH2PO, Solution.—Dissolve 2 grams of KH5PO, in water 
and dilute to 100 cc. 


TABLE XXXII —CLARK AND Luss’ List or INDICATORS 


0.05 N 
Concen- H NaOH 
Chemical Name Common Name | tration | Color Change m per 0.1 
Range 
Per Cent Gram 
cc. 
Thymo! sulfon phthalein | Thymol blue 0.04 | Red-yellow 1.2-2.8 4.3 
(acid range). (see below) 
Tetra bromo phenol sulfon 
phthalelas Ae E éd e E Brom phenolblue| 0.04 Yellow-blue 3.0-4.6 3.0 
Ortho carboxy benzene azo 
dimethyl aniline........ Methyl red 0.02 Red-yellow 4.4—6.0 7.4 
Dibrom ortho cresol sulfon | Brom cresol 0.04 Yellow-purple |5.2-6.8 SE 
phthalein. purple 
Dibrom  thymol  sulfon | Brom thymol 0.04 Yellow-blue 6.0-7.6 3.2 
phthalein. blue 
Phenol sulfon phthalein...| Phenol red 0.02 Yellow-red 6.8-8.4 5.7 
Ortho cresol sulfon phtha- 
¡AAA AA oe ehe Cresol red 0.02 Yellow-red 7.2-8.8 5.8 
Thymol sulfon phthalein..| Thymol blue 0.04 Yellow-blue 8.0-9.6 4.3 


APPARATUS.—(a) Tesi-tubes.—Select 22 or more test-tubes 
of uniform bore and as nearly colorless as possible. Mark each 
tube at the height corresponding to 10 cc. (The height of the 
marks should not vary more than 3 or 4 mm. for all the tubes.) 

(b) Comparator.—Bore into the end of a suitable block of 
wood 9 holes in 3 parallel rows, making the holes of sufficient 
diameter and depth so that the test-tubes may be set into them 
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with the 10-ce. mark well below the surface (see Fig. 38). Holes 
1-4-7 should be placed as close to one another as can be done 
without breaking through the intervening walls; and similarly 
with holes 2-5-8 and 3-6-9. From 
the front of the block, perpendicu- 
lar to these holes and running 
through each of the series 1-4-7, 
2-5-8 and 3-6-9, bore smaller holes 
through which the test-tubes may 
be viewed. Before use it is well to 
paint the whole block, especially 
the holes, a non-reflecting black. 

PROCEDURE.—In each of 9 test- 
tubes, numbered 1 to 9 inclusive, 
place 1 drop of 0.05 N NaOH (2 
drops in the case of thymol blue) 
and add 1, 2, 3, 4, etc., drops of the 
indieator to the respective tubes. 
In each of 9 other tubes, num- 
bered 9 to 1 inclusive, place 1 drop of 0.05 N HCI* and add 9, 
8, 7, 6, etc., drops of the indicator to the respective tubes. Fill 
each tube to the 10-cc. mark with distilled water and arrange 
them in. pairs, each pair consisting of 1 alkaline and 1 acid tube 
which when taken together contain a total of 10 drops of indi- 
cator. In another test-tube place 10 drops of the indicator and 
sufficient of the liquid sample under examination to fill it up to 
the 10-cc. mark. 

Place the tube containing the sample with the indicator added 
to it in hole 2 of the comparator. Back of it, in hole 5, place 
a test-tube containing 10 ce. of distilled water. In holes 1 and 
4 place one of the pairs of the indicator tubes, for example 
alkaline tube 1 and acid tube 9; and in holes 3 and 6 place the 
next pair in the series, for example alkaline tube 2 and acid tube 
8. Compare the colors of the indicator pairs with the sample by 
viewing the liquids horizontally. When a pair of tubes is found 
which matches the color of the sample, look up the corresponding 
pH value in Table XXXIV. 


* In the case of brom phenol blue, use 1 cc. of 0.05 N HCl; and in the case 
of cresol red and thy mol blue, use 1 drop of 2% KH;PO, solution. 


Fia. 38.—pH Value Comparator. 
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If the sample is colored or turbid, back up each pair of indi- 
cators with a third test-tube containing 10 cc. of the sample 
without indicator placed in the comparator holes 7 and 9. In 
this case a second tube of distilled water should be superimposed 
on the unknown tube by placing it in hole 8. The color com- 
parisons are then made by looking through the 3 tubes in each 
case. 


TABLE XXXIV—Dror RATIOS AND CoRRESPONDING PH VALUES. 


(GILLESPIE) 
Drops of eer pH Values of Pairs with Various Indicators 
in Each Pair 
Alkaline Acid Doom Methyl ae US Phenol | Cresol | Thymol 
Phenol Cresol | Thymol 
Tube Tube ed Red Red Blue 
Blue Purple Blue 
1 9 3.1 4.05 5.3 6.15 6.75 7.15 7.85 
1.5 8.5 3.3 4.25 5.5 6.35 6.95 7.35 8.05 
2 8 3.5 4.4 o 6.5 Wad 7.9 8.2 
3 7 3.7 4.6 5.9 6.7 7.3 V. 8.4 
4 6 3.9 4.8 Ord 6.9 7.5 7.9 8.6 
5 5 4.1 5.0 6.3 TA TETE 8.1 8.8 
6 E 4.8 5.2 6.5 7.8 7.9 8.3 9.0 
7 3 4.5 5.4 6.4, 7.5 8.1 8.5 9.2 
8 2 4.7 5.6 6.9 Tes TÉ 8.3 ST 9.4 
8.5 1.5 4.8 5.75 E 7.85 8.45 8.85 9.55 
9 1 5.0 5.95 7:2 8.05 8.65 9.05 9.75 


NorEs.—(1) The liquids should be between 25 and 30? C. when the com- 
parisons are made. If necessary to work at other temperatures, it should be 


so stated in reporting. ] 
(2) Under the most favorable conditions this method should yield results 
accurate to 0.2 of a pH number. 


REFERENCES.—American Public Health Association: “Standard Methods 
of Water Analysis”. (1925); W. M. Clark: “The Determination of Hydrogen 
lons” (1920). 


CHAPTER XII 


MISCELLANEOUS ANALYSES 


LEATHER 


Preparation of Sample.—Reduce the sample for analysis to as 
fine a state of division as practicable, either by cutting, grinding 
or rasping. Avoid heating the sample. 

Moisture.—Dry 10 grams for 16 hours between 95 and 100° C. 
Cool in a desiccator and keep the dish or weighing bottle tightly 
covered while weighing. Report the loss in weight as Moisture. 

Fat and Oil.—Exiract completely 5-10 grams of the air-dry 
sample in a Soxhlet apparatus with petroleum ether* boiling 
between 50 and 80? C. Evaporate off the ether and dry the 
extract at 100? C. to approximately constant weight, weighing 
at intervals of 1 hour. 

Or, if preferred, extract 30 grams of leather as described above. 
In the latter case, the extracted leather, when freed of solvent, 
may be used for the determination of Water-soluble Material. 

Total Ash.—Incinerate 10-15 grams in a tared dish at a dull red 
heat until carbon is consumed. If it is difficult to burn off all the 
carbon, treat the ash with hot water, filter through an ashless 
filter and ignite the filter and residue in the dish. "Then add the 
filtrate, evaporate to dryness and ignite. Cool in a desiccator 
and weigh the mineral matter. 

Water-insoluble Ash.—Dry a portion of the leather after it 
has been extracted with water as below described and determine 
the ash as in the previous paragraph. Calculate to percentage 
of the original leather. 

CALCULATION.— 


Let A = weight of ash obtained, in grams; 
M - moisture in original leather, expressed as a decimal; 

* The extraction will require 8-12 hours, depending upon the amount of 
fat. If convenient, let the extraction run overnight. Place a layer of fat- 
free cotton above and below the ground leather in the extractor. 

744 
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F —fat in original leather, expressed as a decimal; 
G — grams of water-extracted leather taken; and 
P — percentage of water-insoluble ash in original leather. 
1—M-F 
Then P — 100A (Legem) 


Water-soluble Material. —Weigh 30 grams of the finely divided 
sample. If the fat content as previously determined is over 
6%, extract the 30-gram charge with petroleum ether distilling 
between 50 and 80? C. and let the ether evaporate spontaneously 
from the leather before proceeding with the water extraction 
(see under Fat and Oil above). To the charge add sufficient 
water to cover and thoroughly soak it, and mix well. Let stand 
overnight. Transfer the leather and extract to a percolator 
which may be kept at 50? C. (The Reed-Churchill Extractor is 
recommended.) Percolate with water at 50? C., collecting 
approximately 2 liters of percolate in 3 hours. Cool to room 
temperature, dilute to exactly 2 liters and mix thoroughly.* 
Pipette 100 ec. of the extract into a weighed flat-bottomed dish 
2.75-3 inches in diameter. Evaporate to dryness and dry to 
constant weight at 100-105? C. From this weight calculate 
the percentage of Water-soluble Matter. 

Glucose.— Place 200 cc. of the water extract prepared above 
in a 500-ce. flask, add 25 ec. of a saturated solution of normal lead 
acetate; shake frequently for 5-10 minutes, and filter through a 
dry filter. Keep funnels and beakers covered to prevent evapo- 
ration. Add to the filtrate an excess of solid K2C204. Mix 
frequently for 15 minutes and filter, returning the filtrate until 
it runs through clear. Pipette 150 cc. of this clear filtrate into 
a 500-cc. Erlenmeyer flask. Add 5 ec. of conc. HCl and boil 
under a reflux condenser for 2 hours. Cool, add a small piece of 
litmus paper and neutralize with anhydrous Na;CO;. Transfer 
to a 200-cc. volumetric flask and dilute to volume. Filter through 
a dry double filter, rejecting the first filtrate. The final filtrate 
must be clear. Determine the dextrose immediately in 50 cc. of 
this solution, using the Munson and Walker method as described 
under Total Reducing Sugars (p. 551). Calculate the results to 


* If necessary to keep the solution for any Fus of time, add a few drops 
of toluene to prevent fermentation. 
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percentage of the original leather and report as Glucose, Caleu- 
lated as Dextrose. 

In making the determination place 25 ec. of the CuSO, solution 
and 25 cc. of the alkaline tartrate solution in a 400-cc. beaker. 
Add 50 ec. of the prepared leather solution, heat to boiling in 
exactly 4 minutes, and boil for 2 minutes. The burner should 
be adjusted by a preliminary trial so that these conditions are 
fulfilled. Filter immediately without diluting through a weighed 
Gooch crucible containing an asbestos mat. Wash thoroughly 
with hot water, then with alcohol, and finally with ether. Dry 
for 4 hour at the temperature of boiling water and weigh as 
CusO. 

Notr.—If the above conditions of dilution, etc., are all fulfilled, 50 ec. of 
the clarified and neutralized solution will correspond to 0.5 gram of the orig- 
inal leather (assuming exactly 30 grams taken for the water-soluble 
determination). 

Nitrogen.— Determine N on 1.5 grams of the leather by the 
Gunning modification of the Kjeldahl method, as described on 
page 87. Multiply the nitrogen by 5.62 to obtain the amount of 
Hide Substance. 

Chromium in Chrome Leather.—For this determination see 
page 749. 

Free Mineral Acid.— Most leathers when moistened are acid 
to litmus but this, unless extremely marked, is no evidence of free 
mineral acid. A marked acid reaction, however, especially in 
the presence of much sulfate, is suspicious. On the other hand, 
even if the leather contains free H2SO,, the ash will usually be 
alkaline, since acid 1s driven off on ignition and a portion of the 
sulfates is reduced to sulfides, and even to carbonates or free 
bases, especially in the case of lime salts. There is no method 
which will give with certainty a true figure for free H.SO;. The 
2 methods which are probably the best are described below: 

(1) Jean MrrHop.—Dry 10 grams or more of finely divided 
leather at not over 95? C. (drying in a vacuum desiccator is 
preferable) and extract with absolute alcoholin a Soxhlet extractor, 
placing about 0.5 gram of NaCO; powder in the flask to combine 
with any acid dissolved by the alcohol. Extract until the alcohol 
comes over colorless. Distill off the alcohol, transfer to a plati- 
num dish and ignite to a char. Leach out with hot water, filter, 
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and determine the total SO; in the solution by acidifying first 
with HCl and then adding to the boiling solution an excess of 
BaCl: solution. Filter, ignite and weigh the BaSO, in the usual 
way. Calculate to H5SO,. 

CALCULATION.—Ba80,X 0.4202 = H2SO,. 

Norr.—The alcohol used must be absolute and freshly prepared by 
distilling from quicklime. The method is based on the fact that HSO; is 
soluble in absolute alcohol, but sulfates are not. For this reason also the 
leather must be dried, but extreme drying, and especially the use of a high 
temperature, must be avoided, as this will cause the acid to attack and com- 
bine with organic constituents of the leather. 

If the above conditions are complied with, a positive result may be taken 
as proof of the presence of free acid; but a negative result is not conclusive 
evidence that acid is not present, even in injurious quantities, since it has been 
proved that even a long extraction may fail to remove all the acid from the 
leather. 


(2) Proctor AND SEARLE MeTHoD.—Moisten 2-3 grams of the 
leather in a platinum dish with exactly 40 ec. of accurately stand- 
ardized 0.1 N NazCO; solution; evaporate to dryness and char at 
a dull red heat, preferably in a muffle, until most of the carbon 
has been removed. This drives off practically all organic sulfur, 
while the reduction of sulfates is very slight. Pulverize the 
carbonaceous mass with a glass rod and leach with boiling water, 
filtering through a small quantitative filter paper. Dry the 
filter paper, return it to the mass in the dish, and ignite the whole 
until all carbon has disappeared. Cool and add to the residue 
from a burette an amount of 0.1 N HCl or H2SO, exactly equiva- 
lent to the Na;CO; originally added. Cover the dish and heat 
on the steam bath for 30 minutes. Filter, if necessary, into the 
flask containing the first filtrate, washing the paper thoroughly 
with water until free from acid. Cool the solution and add 2 or 
3 drops of methyl orange indicator. If the solution is alkaline, 
report the acidity as none; if acid, titrate to a distinct yellow color 
with the 0.1 N NaCO; and express the result as percentage of 
free H¿SO,. With each set of determinations run a blank through 
the entire process, using the standard solutions. If the blank is 
over 0.3 cc., repeat the determination. 

CALCULATION.—1 cc. 0.1 N NaeCO3;=0.0049 gram H501. 


Norre.—The two above methods for free acid are chiefly of value in com- 
paring different leathers, although if carefully carried out they give results 
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which are reasonably accurate. The Proctor and Searle method can be used 
only on vegetable tanned leathers. It gives results much too high on alum 
or chrome tanned leathers. Probably the most accurate method at pres- 
ent known is that of Wuensch, but it is a troublesome and time-consuming 
procedure. It is described in H. R. Proctor: “Leather Industries Laboratory 
Book of Analytical and Experimental Methods,” 371 (1908). 


Combined Tannin.—Deduct from 100% the sum of the per- 
centages of moisture, fat and oil, water-insoluble ash, water- 
soluble material, and hide substance (see under Nitrogen). The 
remainder is the percentage of combined tannin. 


REFERENCE.—The above procedures, with the exception of the Jean 
method for free mineral acid, are essentially the methods of the American 
Leather Chemists’ Association. 


CHROMIUM IN CHROME SALTS AND LEATHERS 


General.—The most accurate method for the determination 
of chromium in chrome salts is to oxidize to the chromate condi- 
tion and then determine the latter either gravimetrically, by 
precipitation as PbCrO,, or volumetrically. 

Chrome Liquors (Chrome Tanning Liquors, Chromium Ace- 
tate, etc.).—(a) ONE Bato CHROME Liquors (Usep iN Tan- 
NING).*—Dilute a weighed quantity of the liquor with water to 
a definite volume, so that the dilution contains from 0.15 to 
0.25% cf Cr2O3. Pipette 10 cc. of this solution into a 300-cc. 
Erlenmeyer flask and add about 50 cc. of water and 2 grams of 
Nah, Boil gently for 30 minutes, adding water if necessary to 
keep the volume from falling below about 15 ce. Cool, neutral- 
ize with cone. HCl and add 5 ec. excess. Again cool and add 10 
cc. of 10% KI solution. After 1 minute run in from a burette 
0.1 N thiosulfate solution until the iodine color nearly disappears, 
then add a few cc. of starch solution and titrate to the disappear- 
ance of the blue. Calculate to Cr20s. 

CALCULATION.—1 cc. 0.1 N thiosulfate = 0.002534 gram Cr:20s. 

(b) CHROMIUM ACETATE SOLUTIONS (USED IN MORDANTING).— 
Weigh out about 10 ec. accurately and dilute to 100 ce. in a 
volumetric flask. Mix thoroughly and pipette 10 cc. into a 
300-cc. Erlenmeyer flask. Then proceed as above. 


* J. Am, Leather Chem, Assoc., 14, 667 (1919). 
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(c) Gravimetric Mernop.—lIf the material is free from sul- 
fates, the Cr;O; may be determined gravimetrically as follows: 

Oxidize with peroxide as above. Filter out any insoluble 
matter. Heat nearly but not quite to boiling. Make acid with 
acetic acid and add an excess of lead acetate solution containing a 
few drops of acetie acid. Let stand on the steam bath until clear, 
but avoid long standing on account of the danger of forming 
basic compounds. Filter through a weighed Gooch crucible, 
wash with hot water, and dry at 105? C. Set the Gooch crucible 
inside of a larger platinum crucible, ignite to very dull redness, 
cool and weigh as PbCrO,. Calculate to Cr$0;. 

CALCULATION.—PbCrO4X 0.2352 = Cr205. 

Norr.—In the case of chrome liquors containing impurities such as organic 
matter, dyestuffs, etc., oxidation cannot be effected with peroxide alone. 
The solution must be rendered alkaline with NaOH and boiled with conc 
KMnO,solution. The violet color of the permanganate disappears on boil- 
ing and more permanganate must be added and the solution again boiled. 
Repeat this process until a violet-red color finally persists even after boiling 
and then remove the small excess of KMnO, by warming the solution with 2 
drops of alcohol. Filter and wash and determine the Cr;O; in the filtrate. 

Chromium in Chrome Leather.*—Ash 3 grams of leather. Mix 
the ash thoroughly with 4 grams of a mixture of equal parts of 
NasCO;, K2CO; and powdered borax glass and fuse in a platinum 
crucible for 30 minutes. Dissolve the cooled fusion in hot 
water and slightly acidify with HCl. Filter. If there is any 
residue on the filter, ash it and treat the ash with 1 gram of the 
above fusion mixture in the same manner as the original ash, 
adding the solution to the first. Make up to 500 cc., and pipette 
out 100 cc. of this solution into an Erlenmeyer flask. Neutralize 
with conc. HCl, add 5 ce. in excess and then add 10 cc. of 10% 
KI solution and titrate as previously described. 


SUMAC EXTRACT 


Solutions Required.—(1) Potassium Permanganate.—0.50 gram 
of pure KMnO, per liter. Standardize accurately (see page 
9).1 

(2) Indigo Carmine.—5 grams of pure indigo carmine and 50 
grams of conc. H5SO; per liter. This must be filtered and should 


* J. Am. Leather Chem. Assoc., 14, 668 (1919). 
1 The normality of this solution is approximately 0.016, 
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give a pure yellow, free from any trace of brown, when oxidized 
with KMnO,. 25 ec. of this solution should equal about 30 cc. 
of the KMnO; solution and, if necessary, must be diluted to that 
strength. 


Nore.—Indigo carmine is potassium or sodium sulfindigotate. As it is 
frequently difficult to obtain it of satisfactory purity, the solution may be 
made up from synthetic indigo as follows: Dissolve 1 gram of “indigo pure" 
by heating to 75-80? C. with 25 cc. of conc. HSO; for 1 hour, stirring occa- 
sionally with a glass rod. After cooling, add 25 cc. more of conc. H530,, 
transfer to a liter volumetric flask and dilute to the mark. 


(3) Gelatin Solution.—Soak 20 grams of Nelson’s gelatin in 
water for 2 or 3 hours. Then dissolve on the steam bath with 
the addition of more water and dilute to 1 liter. 

(4) Saturated NaCl Acid Solution.—Make up a 5% solution 
of HSO; and saturate with common salt. 

Standardization.— Dilute 25 cc. of the indigo-carmine solution 
in a large, white porcelain dish with about 750 ecc. of tap water 
and add the KMnO, drop by drop from a burette until a pure 
yellow is obtained, stirring the liquid constantly. The dropping 
should be as nearly as possible at a similar rate for each experi- 
ment and should be slower toward the end of the titration. 
The final end-point must be approached cautiously by adding the 
KMnO, very slowly until the pure yellow liquid shows a faint 
pinkish rim, which can most clearly be seen on the shaded side. 
At least 2 titrations should be made. 

Total Astringency.—Weigh out 2.5-3.5 grams of the sumac 
extract and dilute to 500 ec. Place 5 ce. of this solution in a 
large porcelain dish with 25 cc. of the indigo-carmine solution and 
750 cc. of tap water. Titrate with the KMnO, solution as above 
described, running at least 2 determinations. Subtract from 
this titration the amount of KMnO, required by the indigo solu- 
tion in standardizing, and from the known strength of the KMnO, 
solution calculate the number of cc. of 0.01 N KMnO, reduced 
by the total astringency. From this calculate the total astrin- 
gency as tannins. 

CALCULATION.—1 ec. 0.01 N KMn0,-0.0004157 gram tannin. 

Astringent Non-tannins.— To 50 cc. of the dilute sumac 
solution above referred to add 25 ce. of the gelatin solution, 
25 cc. of the acid salt solution and 10 grams of china clay or 
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kaolin. Shake thoroughly for about 5 minutes and filter through 
a dry filter. This removes the tannins. Titrate 10 cc. of the 
filtrate (corresponding to 5 cc. of the original sumac extract 
solution) for non-tannins in exactly the same manner as the total 
astringency was determined, and calculate the percentage of 
non-tannins by means of the same factor. 

Tannin.—Subtract the percentage of non-tannins from the 
percentage of total astringency and report the difference as the 
percentage of Tannin in the extract. 


REFERENCES.—H. R. Proctor: “Leather Industries Laboratory Book of 
Analytical and Experimental Methods," 2d ed., 227; Leach: “Food 
Inspection and Analysis,” 4th ed., 429; Knecht-Rawson-Loewenthal: 
“Manual of Dyeing,” 2nd ed., 2, 802. 


20 PER CENT PARA RUBBER COMPOUND 


General.—This method is the procedure recommended by 
the Underwriters’ Laboratories for Code Rubber and should be 
used for all rubber insulation on wires and cables other than 30% 
Para Compound. All determinations should be performed in 
duplicate and must check within 0.2%, calculated on the total 
sample. The average value should be taken as the true value. 

Preparation of Sample.—Take a sufficient length of wire to 
give at least 15 grams of rubber compound. Remove the outer 
coverings and sandpaper the surface of the rubber sufficiently 
to remove all irregularities, and in any case to a depth of not less 
than 0.003 inch. (This is to get rid of, extraneous matter 
absorbed from the impregnating compound.) Wipe with a dry 
cloth. 

In some cases after the mechanical cleaning it may be neces- 
sary to clean further with a cloth dampened with ether, taking 
care to avoid allowing the ether to penetrate the compound to 
any marked extent. Strip all the rubber from the wire and cut 
into small pieces. Grind this entire sample in a mill until it is 
finely divided, avoiding heating. Spread the sample out on a 
piece of glazed paper, pass over it a strong magnet to remove any 
metal which may have come from the grinder, and then mix 
thoroughly. 

Acetone Extract.— Extract a 2-gram sample with pure acetone 
until the sample is practically free from matter soluble in acetone 
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(not less than 5 hours), the speed of condensation being such that 
at least 150 drops per minute fall directly upon the sample. 
Distill off the acetone, dry the flask with the extract to constant 
weight at 95-100° C., and weigh. 


TO mie 
| 
| 


Block tin tubing, 8 mm. 
outside diameter 


SS SS EIE GERD x 
Nickel or 
tin-plated meta] 


17 


Pyrex glass 


| | E = 
pP = hao 


Filter paper thimble which 
has been extracted with 
acetone and chluroform 


All dimensions in millimeters 
Fra. 39.— Extraction Apparatus for Rubber. 


Extraction Apparatus.—A very satisfactory extractor is that 
recommended by the Joint Rubber Insulation Committee and 
shown in Fig. 39, but any extractor may be used which conforms 
to the following specifications: 

l. The extraction eup shall be surrounded by the vapor of 
the solvent at its boiling point. 


2. The condensed solvent shall fall directly on the sample. 
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3. The outlet from the extraction cup shall be at the bottom 
only. 

4. No rubber or cork stoppers shall come in contact with the 
solvent. 

5. The sample shall be put directly into the extraction cup 
without the use of a paper thimble, a disk of filter paper or its 
equivalent at the bottom of the cup being depended upon to hold 
back the solid particles. 

Chloroform Extract.— Without drying the residue from the 
acetone extraction, extract with CHCl; for 3 hours. If at this 
time the solution is not coming through colorless, continue until 
it is colorless, provided the total extraction does not exceed 5 
hours. Distill off the CHCl;, dry the flask with the extract to 
constant weight at 95-100? C., and weigh. 

Alcoholic Potash Extract.—Prepare a normal alcoholic KOH 
solution* by dissolving pure KOH in 95% alcohol which has 
been freshly distilled over KOH. Let the solution stand over- 
night and filter. 

Dry the residue from the CHCl; extraction at 50-60° C., 
place in a 200-cc. Erlenmeyer flask and boil with a reflux con- 
denser for 4 hours with 50 cc. of normal alcoholic KOH. Filter 
the solution into a beaker; wash first with 100 cc. of absolute 
alcohol, then with 50 cc. of hot water, and evaporate to approxi- 
mate dryness. Add a little water, transfer into a separatory 
funnel, dilute to 100 cc. and acidify with dil. HCl. Shake out 
with 20-cc. portions of ether until the last portion is colorless, 
after which shake out twice more. Shake out the ether solution 
twice with 50 cc. of water. Filter the ether solution into a small 
weighed beaker and wash the filter with a little ether; evaporate 
off the ether without boiling, dry to constant weight at 95-100? 
C., and weigh. 

Total Sulfur.—Mix 0.5 gram of the sample with 4 grams of 
NasOs (sulfur free) and 6 grams of KCO; in a dry 15-ce. iron 
crucible; cover the crucible, insert into a close-fitting hole in an 
asbestos board and place about 10 cm. above a flame turned very 
low. Gradually increase the flame until the mixture fuses, pro- 
ceeding cautiously, as rapid heating will cause an explosion; and 
then apply the full heat for 15-20 minutes. Rotate the crucible 

* 56.1 grams of KOH per liter. 
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while the melt solidifies. When cool place the crucible and cover 
in a 200-ce. casserole filled with water, add 5-10 cc. of bromine 
water, and boil until the melt is dissolved and the bromine 
expelled. Let the precipitate settle, with the addition of MgO 
if necessary; decant the liquid through a thick filter and wash 
the residue by decantation with hot water until practically 
neutral. Acidify the filtrate with HCl, evaporate to dryness 
and dehydrate the silica; take up in 400 cc. of water, add 5 cc. 
of dil. HCl and filter. Bring to a boil and add slowly a slight 
excess of hot 10% Bal: solution. Let stand overnight, filter, 
wash, ignite and weigh the BaSO¿. Calculate to S. 

CALCULATION.—BaSO,X 0.1373 — 8. 

Notr.—In case of disagreement on total sulfur, the Carius’ Method shall 
be used. (See Gattermann: “Practical Methods of Organic Chemistry.") 

Ash.—Place in a small porcelain dish a weight of acetone- 
extracted compound which, before such extraction, had a weight 
of 1 gram. Burn off the rubber completely at as low a tempera- 
ture as possible, without letting it catch fire. (High temperatures 
must be carefully avoided.) This may be done in either of 2 
ways: First, by inserting the dish into a close-fitting hole in an 
asbestos board and heating carefully over a small flame, the dish 
afterwards being placed on a triangle and just sufficient flame 
applied to the sides to remove any condensation; or, second and 
preferably, by placing the dish containing the sample near the 
mouth of a suitably heated muffle furnace. Cool in a desiccator 
and weigh the ash. 

Free Sulfur.— The free S will be in the acetone extract. Add to 
the flask containing the acetone extract 10-15 cc. of fuming 
HNO; Place the flask on the water bath until all is in solution. 
Transfer to a hot plate and add small portions of KCIO; until the 
solution is decolorized. Evaporate to dryness, carefully avoiding 
any SO; fumes which would be absorbed by the solution. Take 
up the residue with 50 ec. of water, add 3 ec. of cone. HCl and 
filter into a 600-cc. beaker. Dilute to about 400 ce., heat to 
boiling and precipitate with BaCl, in the usual manner. Let 
stand overnight, protected from SO; fumes. Filter off the BaSO,. 
Ignite, cool in a desiccator and weigh. Calculate to S. Subtract 
from this result any S found in a blank determination which 
should be carried through simultaneously. 
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Norre.—The procedure for free sulfur is not included in the Underwriters’ 
methods. 


CASE-HARDENING COMPOUNDS 


General.—For case-hardening steel a great variety of sub- 
stances is used. Among the more common ones are materials 
containing coke, charcoal, flour, grain, fibers, BaCO;, cyanides, 
NasCO;, crushed bone, powdered glass, rosin, gums, etc. The 
sample should first be examined under the microscope to note its 
general appearance and to detect, if possible, any of the foregoing 
substances. 

The following is an attempt at a general scheme of analysis 
but may have to be modified to suit conditions. 

Ether Extract.—Mix the sample thoroughly and quarter it 
down to about 50 grams. Extract 10 grams or more with ether 
in à Soxhlet extraction thimble, collecting the extract in a weighed 
Soxhlet flask. Evaporate off the ether, dry the residue at 100° 
C., and weigh. If the extract is appreciable in amount, it should 
be tested for rosin and its identity ascertained, if possible, by 
determining the saponification number, iodine number, refractive 
index, etc. 

Moisture.— Dry 2 grams at 100? C. until the weight is con- 
stant. Report the loss as Moisture. 

If the sample contains much oil, dry the residue from the ether 
extraction at 100? C. The moisture is the original weight taken, 
minus the final dry weight, minus the weight of ether extract. 

Volatile Matter.—The volatile matter is determined in exactly 
the same manner as the volatile matter in the Proximate Analysis 
of Coal (p. 214). Grind 2 grams of the material, on which the 
moisture has been determined, rapidly to a fine powder and place 
1 gram in a covered platinum crucible over a Chaddock burner, 
gas pressure 1.1 inches, and burn for exactly 7 minutes. Cool 
and weigh. The loss is the volatile matter. 

Ash.—Ignite 2 grams in a porcelain crucible until the ash is 
free from carbonaceous matter. Dry in a desiccator and weigh. 

Loss on Heating at 850° C. for 6 Hours.—This should be done 
in a porcelain dish, 3 inches in diameter and 2 inches deep. 
Weigh the dish empty and then fill it with the compound, heaping 
it up and packing down. Weigh again to determine the amount 
of substance taken. Place in a muffle, the temperature of which 
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has been ascertained by means of a pyrometer, and heat at 
850° C. for 6 hours. Cool in a desiccator and determine the 
loss in weight. 

Analysis of Ash.—Analyze the ash in the ordinary manner for 
Ba (probably present as carbonate if at all), CaO, P205, SO, Na 
and K.. Note whether the ash is alkaline or acid and, if so, 
determine the amount by titration. The presence or absence of 
carbonates should also be noted. If Cas(PO4)2 is found, the 
material probably contains ground bone. 

Water Extract.—Extract 10-20 grams or more with hot water 
(after extracting with ether, if any oil is present) in a Soxhlet 
extractor, collecting the extract in a weighed flask. Evaporate 
off the water; dry at 100° C. and weigh. If the water extract is 
appreciable it should be analyzed. The best procedure is to 
dilute it to a given volume and ascertain its nature qualita- 
tively and then make quantitative determinations on separate 
aliquots. It should be remembered that it is unnecessary to test 
for anything that is insoluble in water. 

Nitrogen.—(a) Tora NITROGEN.—This is determined by the 
Kjeldahl method, modified to include nitrogen present as nitrates, 
using 1-4 grams of the material (see p. 90). 

(b NITROGEN As AmMONIA.—Place 1-5 grams in a 500-cc. 
round-bottomed flask. Add about 200 cc. of water and 5-10 
grams of MgO, free from carbonates. Connect with a con- 
denser and distill into 50 ec. of 0.1 N HCl. Titrate the excess of 
HCl with 0.1 N NaOH and calculate the difference to NH;. 

(c) PROTEIN NITROGEN AND NrrRATES.—A qualitative test 
on the water extract will show whether or not nitrates are present. 
If they are not present, the difference between the total N and the 
N present as NH;, will give the N present as protein, and this 
figure multiplied by 6.25 will give the amount of protein (see 
note). 

If nitrates are present it is generally sufficient to report the 
difference between the total nitrogen and the ammoniacal nitro- 
gen as Protein and Nitrate Nitrogen. The microscopical 
examination and the odor on burning will generally give indica- 
tions as to whether protein is present or not. 

(d) NiTRoGEN as CYANIDE.—Cyanide may be detected quali- 
tatively by acidifying the original material and very cautiously 
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noting the odor. If cyanide is present, digest 10 grams of the 
original material with warm water and wash by decantation once 
or twice, pouring the liquid through a filter. Finally transfer the 
material to a filter and wash thoroughly with warm water. Cool 
to room temperature and determine cyanogen by titrating with 
0.1 N AgNOs, as described on page 47. 


Norr.—If cyanide is present, the total N as previously determined will 
include the N of the cyanide. 


Carbide.— The presence of calcium carbide may be qualita- 
tively detected by the odor of acetylene when the material comes 
in contact with water. An approximately quantitative estima- 
tion may be obtained by collecting the acetylene from a weighed 
amount of the sample under water in a nitrometer tube. 1 cc. 
of C-H» at 0? C. and 760-mm. pressure is equivalent to 0.002866 
gram of CaCs. 

Sulfide.— This may be detected by the odor of H:S when 
the material is acidified with HCl, or in small amounts by the 
blackening of filter paper moistened with lead acetate solution. 

The previous examination of the sample will generally give 
indications as to the nature of the sulfide. The amount of sulfur 
present as sulfide may be determined by treating 2 grams of the 
material with dil. HCl and bromine water, filtering, and deter- 
mining the total sulfate in the filtrate by means of BaCl, Ona 
separate portion determine the sulfur present as sulfate. The 
difference between these two determinations shows the amount 
of sulfur present as sulfide. 


CUTTING COMPOUNDS 


General.—These materials usually consist of a mixture of some 
fatty oil with a mineral oil, emulsified by means of soap and, as a 
rule, contain 40-60% of water. The soap is often, though not 
always, a potash soap. Whale oil and lard oil are the fatty oils 
generally used. 

Moisture.—Dry approximately 5 grams in a flat platinum dish 
at 105° C. to constant weight. The loss represents moisture and 
volatile matter. 

The moisture may also be determined by the Xylol Method 
(see p. 358). 
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Ash.—Ignite the residue from the moisture determination 
until the ash is white or light gray in color. Cool in a desiccator 
and weigh. 

Soap.—Titrate the ash with 0.1 N HCl and methyl orange. 
Test the HCl solution with a platinum wire in a flame to see 
whether the base is Na or K. Calculate the titration to the 
proper soap. 

CALCULATION.—1 cc. 0.1 N HCl=0.0304 gram Na soap. 

— 0.0320 gram K soap. 

Norr.—As a check, the titration should also be calculated to sodium or 


potassium carbonate and the weight thus calculated should agree approxi- 
mately with the weight of the ash. 


CALCULATION.—1 cc. 0.1 N HCl=0.00530 gram Na2COs. 
: = 0.00691 gram K2CO3. 

Total Oily Matter.— Weigh out about 10 grams into a 200-cc. 
beaker, add 100 cc. of water, warm on the steam bath and add an 
excess of dil. H3SO4,. Cool the mixture and transfer to a separa- 
tory funnel. Wash the beaker finally with CHCl; and add the 
washings to the separatory funnel. Shake out 3 times with por- 
tions of about 30 cc. of CHCl;. After each treatment allow the 
2 liquids to separate completely and clearly and then draw off 
the CHCl; extract into a weighed Soxhlet flask. Evaporate the 
CHCl; from the combined extracts in the Soxhlet flask, dry 
to constant weight at 105° C. and weigh the total oily matter. 

Unsaponifiable Oil.—Weigh approximately 10 grams into a 
300-cc. Erlenmeyer flask and add 50 ec. of 0.5 N alcoholic KOH. 
Saponify for 2 hours, or longer, over a low flame, using a reflux 
condenser. Add a few drops of phenolphthalein solution. If the 
mixture in the flask is not still alkaline, add 25 cc. more of alco- 
holic KOH and saponify for another2hours. The mixture should 
be alkaline after the saponification is complete. Add about an 
equal volume of water, connect the flask with an ordinary Liebig 
condenser and distill off at least $ of the liquid. Cool the 
residue, transfer to a large separatory funnel and dilute with 
several times its volume of cold water. Extract the solution 4 
times with portions of about 50 cc. of ether. If the mixture is 
violently shaken it is likely to form an emulsion which can be 
broken up only with difficulty. Therefore mix the two by givinga 
rotating motion to the funnel or by laying it on its side and rolling 
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it. Draw off the lower layer each time into a second separatory 
funnel and wash the ether extract once with water. Pour the 
combined extracts into a weighed Soxhlet flask, evaporate off 
the ether and weigh. 


Nortr.—Instead of ordinary ether, petroleum ether may be used. This is 
less likely to form emulsions, but care should be taken to use material which 
leaves no residue on evaporation at 100? C. 


Uncombined Fatty Oil—This is obtained by calculation. 
Caleulate the amount of fat in the soap present by using the fol- 
lowing factors: 


Combined Fat = Na Soap x0.93. 
= K Soap X 0.88. 


Add together the unsaponifiable oil and the fatty oil combined 
as soap and subtract the sum from the total oily matter. The 
difference represents the uncombined fatty oil. 

Free Fatty Acid.—Weigh 20 grams into a 300-cc. Erlenmeyer 
flask, add 100 cc. of alcohol which has previously been warmed 
and made neutral to phenolphthalein with 0.1 N NaOH. Warm 
the mixture on the steam bath for about 3 hour, titrate with 
0.1 N NaOH and phenolphthalein to à permanent pink color 
and calculate the titration to oleic acid. 

CALCULATION.—1 cc. 0.1 N NaOH =0.0282 gram oleic acid. 


METAL POLISHES 


General.—Liquid metal polishes may be divided into 2 general 
classes: (1) Naphtha Polishes; (2) Fireproof Polishes. 

The former consist essentially of naphtha containing an 
abrasive powder held in suspension by means of soap, with the 
odor of the naphtha usually covered up to some extent by an 
essential oil such as citronella or nitrobenzol. The second class 
is for the most part water emulsions of various solvents holding 
an abrasive powder in suspension. Carbon tetrachloride has 
been used to some extent either alone or in combination with 
naphtha. An examination of a metal polish should in general 
include a determination of the amount and character of the 
solvents, the soap and the abrasive. 
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Solvents.—Weigh out 100 grams of polish into a 250-ce. dis- 
tilling flask provided with a thermometer and connected with a 
long condenser. Start the distillation in a water bath, taking 
care that the flame is amply protected from any uncondensed vapors 
which may issue from the end of the condenser, and collect the dis- 
tillate in a 25-cc. weighed cylinder. When active distillation 
ceases, or if none takes place, substitute an oil bath for the water 
bath and continue the distillation up to 250? C., collecting the 
distillate in weighed cylinders, as before. The following fractions 
should be taken: (1) below 100? C.; (2) 100?-150? C.; (3) 150°- 
200? C.; (4) 200?-250? C. 

The boiling points, odors, refractive indices and specific grav- 
ities of the various fractions will give indications of the character 
of the solvents. Those which are likely to be present are: turpen- 
tine, pine oil, rosin spirit, rosin oil, naphtha, kerosene, carbon 
tetrachloride, aleohol and water. The approximate "constants" 
of these solvents are given below: 


Specific Distilling 
Gravity Tempera- Refractive Index 
apio Gs ture, °C. 


American turpentine | 0.860-0.870| 155-170 1.468-1.473 at 20? C. 
Wood turpentine....| 0.855-0.910| 159-165 1.468-1.475 at 20? C. 
Pineroil ee 0.935-0.947| 190-220 1.484-1.486 at 15.5? C. 
EOSIDISDIEUSe 2 15020559020 0880 [Gra dual ee 


(about 50% 
below 120?) 


ROSINO e m 0reoz T1058 1530023000 pto P NN 
Naphtha eec a 0700 0750 ele, Jeer Ee 
ISerosene noe. 2 EE ASTI, A E e 
E LROU Yr T won State a i E en 
Alcohol, wood....... About 0.800) About 65 


Alcohol, denatured. .| About 0.816) About 78 


| 
| 


Nores.—(1) Water will separate all other constituents except alcohol. 
If both water and aleohol are present the amounts can be roughly approxi- 
mated by taking the volume and sp. gr. of the aqueous distillate and cal- 
culating from the sp. gr. tables for alcohol. 

(2) If water is present, the distilling temperatures will be no indication 
of the boiling points of the other substances present. In such cases pour all 
the fractions which contain any water into a small separatory funnel, draw 
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off the water carefully, combine the residue with the remainder of the dis- 
tillate and redistill from a small flask. 


Soap.—Dry 15 grams of the polish on a Hofmeister schülchen, 
crush and extract the residue with ether in a Soxhlet extractor. 
After the ether-soluble materials are removed, extract the soap 
with alcohol (95%). Evaporate off the alcohol, dry at 105° C., 
and weigh. Examine the soap to determine whether it is a 
sodium, potassium, or ammonium soap. 

In case no alcohol-soluble soap is obtained, it is probable that a 
lime soap is present, in which case the contents of the capsule 
should be acidified with 1 cc. of conc. HCl and extracted with 
ether. Evaporate off the ether, weigh the liberated fatty acids 
and calculate them as calcium oleate. 

CALCULATION.—Fatty acids X 1.07 = calcium oleate. 

Boil the acidified contents of the capsule with hot water, filter, 
and make a qualitative test for Ca. 

Free Ammonia.—If an ammonium soap is present or the polish 
smells of NH;, weigh out 2-5 grams of the original polish into a 
flask, add 200 ec. of water and distill into 0.1 N acid. A spray 
trap should be used and a few drops of methyl red added to the 
acid. Titrate the excess acid with 0.1 N NaOH. 

CaLCULATION.—1 cc. 0.1 N acid 20.0017 gram NH;. 

Combined Ammonia.—Dilute the solution remaining in the 
flask with 200 cc. of water, add 10 ec. of conc. NaOH, and distill 
as before. Calculate to NH, soap. 

CALCULATION.—1 cc. 0.1 N acid 20.03 gram NH, soap. 

Abrasive.—Weigh out 10 grams of the metal polish, evaporate 
to dryness, taking proper precautions if the solvent is inflam- 
mable, ignite at a low red heat to burn off any organic matter, 
and weigh. Correct the ash thus formed for the ash of the soap, 
unless an NH, soap is present. Examine the ash micro- 
scopically to ascertain if it consists of tripoli or ground rock. If 
the latter, a qualitative analysis may be made, although the 
physical condition of the abrasive is of more importance than its 
chemical composition. 

Norr.—It should be remembered that all of the determinations are more 
or less approximate, due to various causes, and consequently calculations 
should be made to the nearest even percentage, except for the NH; 
determinations. 


762 TECHNICAL METHODS OF ANALYSIS 


SOLDERING PASTE 


General.—Soldering pastes generally consist of a mixture of 
ZnCl, and NH,4CI with petrolatum. While they vary somewhat 
in composition their proportions are generally within the following 
limits: 


VA DIL e hs NET SR ASA e 15-20% 
a A cL mE e E EE 1- 5% 
Water dd oet er Less than 5% 


Since the salts are likely to settle out on standing, especially 
if the paste has been in a warm place, it is necessary before start- 
ing the analysis to make sure that the material is very thoroughly 
and completely mixed. 

Water.—Determine the water by the Xylol Method as in the 
analysis of Greases (p. 358). 

Total Ammonia.— Weigh out 30-40 grams of the paste in a 
beaker and transfer to a separatory funnel by means of hot 5% 
HNO; About 200 cc. of the acid should be employed. Shake 
out the paste thoroughly with the acid and let the layers separate. 
Draw off the solution into a liter volumetric flask. Repeat the 
shaking out of the melted paste in the funnel 3 times with fresh 
portions of about 200 cc. of the hot acid. Cool the solution in 
the flask to room temperature and dilute with water to the mark. 
Use aliquots of this solution for the determination of total NH;, 
total Cl and Zn. 

For the NH; determination, pipette 200 cc. into a Kjeldahl dis- 
tilling flask, add a few drops of methyl orange and make distinctly 
alkaline with NaOH, adding at the same time a few grains of 
metallic Zn to prevent bumping.  Distill in the usual manner, 
collecting the distillate in 50 ec. of 0.1 N acid. Titrate back the 
excess of acid with 0.1 N alkali and ealeulate the acid neutralized 
during the distillation to percentages of NH; and NH,4CI. 


CALCULATION.—1 ce. 0.1 N acid 20.001703 gram NH;. 
— 0.005350 gram NH,Cl. 


Zinc Chloride.— Pipette 100 ce. of the acid solution into a 350- 
ec. beaker. Add a slight excess of NH¿OH and heat to boiling. 
Filter if there 1s a precipitate of Fe and Al hydroxides. Make 
the filtrate faintly acid with acetie acid; then add a large excess 
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of ammonium phosphate and boil the solution until the precipi- 
tate of ZnNH¿PO, is crystalline. Let settle until clear. Filter 
on a weighed Gooch crucible; wash with hot water and dry in the 
oven. Finally ignite strongly to constant weight and weigh as 
Zn>P207. Calculate to percentage of ZnCl. 

CaLCULATION.—Zn2P20; X 0.8943 = ZnCls. 

Total Chlorine.—It is not generally necessary to determine the 
total Cl unless it is desired to check up the previous determina- 
tions or unless NaCl is suspected to be present. For the deter- 
mination, pipette 50 cc. of the HNO; solution into a clean 
porcelain dish or casserole. Add sufficient pure CaCO; to neutra- 
lize all the acid present and still have an excess of the CaCO; 
undissolved. Then add about 5 ec. of KCrO; indicator solution 
and titrate the Cl with 0.1 N AgNO; until a permanent reddish 
color appears in the solution. The end-point can best be 
determined in the presence of artificial light. Calculate the 
percentage of Cl. 

CALCULATION.—1 cc. 0.1 N AgNO;=0.003546 gram Cl. 


Nore.—The total Cl of course should check closely the amount of Cl 
equivalent to the ZnCl, and NH,Cl determined. If it is in excess, the mate- 
rial should be tested for Na, and, if present, the excess Cl calculated to NaCl. 


CALCULATIONS.—N H,Cl X 0.6628 = Cl. 
Zn615»(0:5203 =Cl. 
Cl X 1.6486 = NaCl. 


FERTILIZERS 


Directions for Sampling.—Each official sample sent to the 
laboratory shall consist of at least 1 pound of the material taken 
in the following manner: Employ a sampler that removes a core 
from the bag from top to bottom. Take cores from not less than 
10 per cent of the bags present, unless this necessitates cores 
from more than 20 bags, in which case take a core from 1 bag 
for each additional ton represented. If there are less than 100 
bags, sample not less than 10 bags. In lots of less than 10 bags, 
sample all bags. Thoroughly mix the portions taken on a clean 
oilcloth or paper, reduce by quartering to the quantity of sample 
required, and place in an air-tight container. 

Mechanical Analysis of Bone and Tankage.—Transfer 100 
grams of the original material to a sieve having circular openings 
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0.02 inch (0.5 mm.) in diameter and sift, breaking the lumps by 
means of a soft rubber pestle if the material has a tendency to 
cake. Weigh the coarse material remaining on the sieve and 
determine the fine portion by difference. 

Preparation of Sample.—Pass the entire sample through a 
10-mesh sieve previous to its subdivision for analysis. Reduce 
the gross sample by quartering to an amount sufficient for 
analysis. Transfer to a sieve having circular openings 0.04 
inch (1 mm.) in diameter and sift, breaking the lumps with a 
pestle. Grind in a mortar the part remaining in the sieve until 
all the particles will pass through. Mix thoroughly and preserve 
in tightly stoppered bottles. Grind and sieve as rapidly as 
possible to avoid loss or gain of moisture. 

Moisture.—Heat 2 grams, prepared as above, for 5 hours in a 
water oven at the temperature of boiling water. With potash 
salts, NaNO;, and (NH4)2SOu, heat at about 130? C. to constant 
weight. The loss in weight is considered as moisture. 

Nitrogen.—Test for nitrates as follows: Mix 5 grams of the 
fertilizer with 25 cc. of hot water and filter. Cool and add to a 
portion of the solution 2 volumes of conc. H5S0,, free from HNO; 
and nitrous oxides. Let the mixture cool and add cautiously a 
few drops of a conc. solution of FeSO, down the side of the tube 
so that the fluids do not mix. If nitrates are present, the junc- 
tion shows at first à purple, then à brown color; or if only a very 
minute quantity is present, a reddish color. To another portion 
of the solution add 1 ce. of a 1% solution of NaNO; and test as 
before to determine whether sufficient H;SO, was added in the 
first test. 

If nitrates are present, determine the various forms of nitrogen 
as described on page 87. If nitrates are absent, determine merely 
organic and ammoniacal nitrogen. 

Phosphoric Acid (Gravimetric Method).—RzAGENTS.—(a) 
Ammonium Citrate Solution.—Dissolve 370 grams of crystallized 
citric acid in 1500 ec. of water; nearly neutralize with conc. 
NH,OH; cool, add NH,OH until exactly neutral to corallin (a 
saturated alcoholic solution), and dilute sufficiently to make the 
sp. gr. 1.09 at 20° C. The volume will be about 2 liters. 

(b) Molybdate Soluiion.—Dissolve 100 grams of molybdie acid 
in 144 ec. of conc. NH,OH and 271 ce. of water; slowly and with 
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constant stirring pour the solution thus obtained into 489 cc. 
of conc. HNO; and 1148 cc. of water. Keep the mixture in a 
warm place for several days, or until a portion heated to 40? C. 
deposits no yellow precipitate of ammonium phosphomolybdate. 
Decant the solution from any sediment and preserve in glass- 
stoppered bottles. 

(c) Ammonium Nitrate Solution.—Dissolve 200 grams of 
commercial NH4NO;, free from phosphate, in water and dilute 
to 1 liter. í 

(d) Magnesia Mixture.—Dissolve 22 grams of recently ignited 
calcined MgO in dil. HCl, avoiding an excess of acid. Add a 
little MgO in excess, and boil a few minutes to precipitate Fe, 
Al and P0;; filter; add 280 grams of NH.Cl, 261 cc. of conc. 
NH,OH, and dilute to 2 liters. Instead of the solution of 22 grams 
of calcined MgO in HCl, 110 grams of crystallized MgCl; 6H50 
may be used. 

(e) Dilute NH,OH for Washing.—Dilute 100 cc. of conc. 
NH4OH to 1 liter. 

(f) Magnesium Nitrate Solution.—Dissolve 320 grams of MgO 
in dil. HNO; (1 : 1), avoiding an excess of acid; then add a little 
MgO in excess; boil, filter from the excess of MgO, Fe(OH);, 
etc., and dilute with water to 2 liters. 

Tora PnosPHonric Acrp.— Methods of Making Solution.— 
'Treat 2 grams of the sample by one of the methods given below. 
In the case of (e) 2.5 grams may be used. Cool the solution and 
dilute to 200 cc., or 250 cc. if a 2.5-gram sample is used. Mix 
and pour on a dry filter. 

(a) Dissolve in 30 cc. of conc. HNO; and 3-5 cc. of conc. HCl 
and boil until organic matter is destroyed. 

(b) Dissolve in 15-30 cc. of conc. HCl and 3-10 cc. of conc. 
HNO;. This method is recommended for fertilizers containing 
much Fe or Al phosphate. 

(c) Evaporate with 5 cc. of Mg(NO)s solution, ignite and 
dissolve in conc. HCl. 

(d) Boil with 20-30 ec. of conc. HSO, in a Kjeldahl flask, 
adding 2-4 grams of NaNO; or KNO; at the beginning of the 
digestion and a small quantity after the solution has become 
nearly colorless, or adding the nitrate in small portions from time 
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to time. When the solution is colorless add 150 ec. of water and 
boil for a few minutes. 

(e) Digest in a Kjeldahl flask with conc. HSC, and such other 
reagents as are used in either the plain or modified Kjeldahl or 
Gunning method for estimating nitrogen (see p. 87). Do not 
add KMnO,, but after the solution has become colorless add 
about 100 cc. of water and boil for a few minutes. 

(f) Ignite and dissolve in conc. HCl. 

(g) Add 30 cc. of conc. HCl, heat, and add cautiously, and in 
small quantities at a time, about 0.5 gram of finely pulverized 
KClO; to destroy organic matter. 

Determination.—Pipette an aliquot of the bt prepared 
above, corresponding to 0.25 gram, 0.50 gram or 1 gram into a 
250-cc. beaker; add a slight excess of cone. NH¿OH and clear with 
a few drops of HNOs, stirring vigorously. In case HCl or 
H5SO, has been used as a solvent, add about 15 grams of dry 
NH4NO; or a solution containing that amount. To the hot 
solution add 70 ec. of molybdate solution for every 0.1 gram 
of P.O; that is present. Digest at about 65? C. for 1 hour and 
test the clear supernatant liquor for complete precipitation by 
the addition of more molybdate solution. Filter and wash with 
cold water or, preferably, with NH4NO; solution. Dissolve the 
precipitate on the filter with dil. NH4OH (1:1) and hot water 
and wash into a beaker to a volume of not more than 100 ce. 
Nearly neutralize with cone. HCl, cool, and add magnesia 
mixture from a burette, slowly (about 1 drop per second), stirring 
vigorously. Add 15 ec. for each 0.1 gram of P20; present. After 
15 minutes add 12 cc. of conc. NH4OH. Let stand till clear (2 
hours is usually enough), filter on a weighed Gooch erucible, wash 
with the weak NH; solution until practically free from chlorides; 
ignite first at a low heat and then intensely to whiteness or 
grayish white. Cool in a desiccator and weigh as MgeP20;. 
Calculate to P50;. 

CALCULATION.—M g;3P$;0; X0.6379 = P2Os. 

WATER-SOLUBLE PHospHoRic Acin.—Place 2 grams of the 
sample on a 9-cm. filter, wash with successive small portions of 
water, allowing each portion to pass through before adding more, 
until the filtrate measures about 250 cc. If the filtrate is turbid, 
add 1-2 ec. of cone. HNO;. Make up to any convenient definite 
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volume, mix well, use an aliquot* and proceed as under Total 
Phosphorie Acid above. 

CITRATE-INSOLUBLE PuospHoric  Acrp.— Determination in 
Acidulated Samples.—Heat 100 ce. of strictly neutral ammonium 
citrate solution (sp. gr. 1.09) to 65° C. in a 250-ce. flask placed in 
a warm water bath, keeping the flask loosely stoppered to prevent 
evaporation. The level of the water in the bath should be above 
that of the liquid in the flask. When the citrate solution in the 
flask has reached 65° C., drop into it the filter containing the 
washed residue from the water-soluble P.O; determination, close 
tightly with a smooth rubber stopper and shake violently until 
the filter paper is reduced to a pulp, relieving the pressure by 
momentarily removing the stopper. Return the flask to the 
bath and maintain its contents at exactly 65° C. Shake the flask 
every 5 minutes. At the expiration of exactly 30 minutes from 
the time the filter and residue are introduced, remove the flask 
from the bath and immediately filter the contents as quickly as 
possible through a rapid filter paper. Wash with water at 65° C. 
until the volume of filtrate is about 350 cc., allowing time for 
thorough draining before adding new portions of water. Return 
the filter with contents to the digestion flask, add 30-35 ce. of 
conc. HNO;, 5-10 cc. of conc. HCl and boil until all phosphate is 
dissolved. Dilute the solution to 200 cc., mix well, filter through 
a dry filter; take an aliquot of the filtrate and proceed as under 
Total Phosphoric Acid above. 

Determination in Non-acidulated Samples.—In case a deter- 
mination of citrate-insoluble P5O0; is required in non-acidulated 
samples, treat 2 grams of the phosphatic material, without 
previous washing with water, precisely in the way above described, 
except that, in case the substance contains much animal matter 
(bone, fish, ete.), the residue insoluble in ammonium citrate is to 
be dissolved by any one of the processes (c), (d) or (e) described 
under Total Phosphoric Acid. 

Determination in Precipitated Phosphates.—Without previous 
washing with water, treat 1 gram of the material as directed above 
under Acidulated Samples. 


* An aliquot corresponding to 0.5 gram of the original sample is generally a 
suitable amount. 
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CITRATE-SOLUBLE PuosPHoRic Acrp.— The sum of the water- 
soluble and citrate-insoluble, subtracted from the total, gives the 
citrate-soluble phosphoric acid (P205). 

Phosphoric Acid (Optional Volumetric Method).—REAGENTS. 
(a) Molybdate Solution.—To 100 ce. of molybdate solution, pre- 
pared as directed above under Gravimetric Method, add 5 ec. 
of conc. HNO;. Filter this solution immediately before using. 

(b) Standard NaOH or KOH Solution.—Dilute 323.8 cc. of 
normal alkali, free from carbonates, to 1 liter. 100 cc. of the 
solution should neutralize 32.38 cc. of normal acid. 1 cc. is 
equal to 0.001 gram of P20; (1% of P205 on a basis of 0.1 gram 
of substance). 

(c) Standard Acid Solution.—The strength of this solution is 
the same as, or one-half of, the standard alkali solution, and is 
determined by titrating against that solution, using phenolphthal- 
ein indicator. Either HCl or HNO; may be used. 

(d) Phenolphthalein Solution.—Dissolve 1 gram of phenolphthal- 
ein in 100 ec. of alcohol. 

Tora PnHoseHonic Acrp.— Methods of Making Solution.— 
Dissolve 2 grams aecording to methods (a), (b), (c) or (g), as 
deseribed above under Gravimetrie Method (preferably by (a), 
when these acids are a suitable solvent) and dilute to 200 cc. with 
water. 

Determination.—(I) For percentages up to 5 use an aliquot 
corresponding to 0.4 gram of substance; for percentages between 
5 and 20.use an aliquot corresponding to 0.2 gram; and for per- 
centages above 20 use an aliquot corresponding to 0.1 gram. 
Add 5-10 ec. of cone. HNO;, depending on the method of solu- 
tion (or the equivalent in NH4NO;); add conc. NH,OH until the 
precipitate that forms dissolves but slowly on vigorous stirring; 
dilute to 75-100 ec. and heat in a water bath to 45-50° C. For 
percentages below 5 add 20-25 ce. of freshly filtered molybdate 
solution; for percentages between 5 and 20 add 30-35 ce. of 
molybdate solution; and for higher percentages add sufficient 
to insure complete precipitation. Let stand in the bath, stirring 
occasionally, for 30 minutes, filter at once and wash twice with 
water by decantation, using 25-30 cc. each time, agitating the 
precipitate thoroughly and allowing to settle. "Transfer to the 
filter and wash with cold water until the filtrate from 2 fillings 
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of the filter yields a pink color upon the addition of phenolph- 
thalein and 1 drop of the standard alkali. Transfer the precipi- 
tate and filter to a beaker or flask, dissolve in a small excess of 
the standard alkali, add a few drops of phenolphthalein solution, 
and titrate with the standard acid. 

(II) Proceed as in (I) tothe point where the solution is ready 
to place in the water bath. Then cool the solution to room 
temperature, add molybdate solution at the rate of 75 cc. for each 
0.1 gram of P20; present, place the stoppered flask containing the 
solution in a shaking or stirring apparatus and shake or stir for 
30 minutes at room temperature. Filter at once, wash, and 
titrate as in the preceding method. 

WATER-SOLUBLE PHOSPHORIC Acrp.— Treat the sample accord- 
ing to directions given under the Gravimetrie Method for Water- 
soluble POs. To an aliquot portion of the solution corresponding 
to 0.2 or 0.4 gram, add 10 cc. of cone. HNO;, nearly neutralize 
with conc. NH OH, dilute to 60 cc. and proceed as under 
Determination (I) for Total P20;, on page 768. 

CITRATE-INSOLUBLE PHOSPHORIC Acrp.— Make the solution 
according to the directions given under the Gravimetric Method 
for Citrate-insoluble P.O; and determine the P.O; in an aliquot 
corresponding to 0.4 gram as directed under the volumetric 
method for Total P20;, Determination (I). 

CITRATE-SOLUBLE PHOSPHORIC Acip.—The sum of the water- 
soluble and citrate-insoluble, subtracted from the total, gives 
the citrate-soluble P205. 

Potash.— The K;O is determined as on page 61. 

Boric Acid.—See page 59. 


REFERENCE.— Association of Official Agricultural Chemists: “Methods of 
Analysis" (1925). 


PHOSPHATE ROCK 


General.—For purposes of mill control, in plants handling 
phosphate rocks from the mines, the only determinations ordi- 
narily required are moisture, insoluble matter, iron oxide and 
alumina, and tricalcium phosphate. The latter is obtained by 
determining the total P205 and calculating it to Caz(PO4)». 
This is known in the trade as B.P.L., or Bone Phosphate of 
Lime. Certain other determinations are sometimes required, 
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and in this method will be found procedures for Total Lime and 
Carbon Dioxide. 

The majority of phosphate rocks contain CaCO;; small 
amounts of MgCO;; more or less CaSO,, as well as CaF»; com- 
bined water, and organic matter. Frequently also CaCl, is 
found, together with small amounts of the alkalies. 

The Florida Pebble Phosphate generally contains 1.5-3.5% 
of combined water and organic matter; 5-10% of CaCO; and 
CaF»; 2-5% of Fe;O;4-Al;O;; 3-11% of insoluble matter (free 
silica and silicates); and 67-78% of Ca;(PO4js. Material 
containing 74% or more of B.P.L. goes into the “premium” 
class and commands an extra price. 

Sampling.—As phosphate rock has a tendency to separate 
into fine and coarse portions on handling, it should always be 
sampled, when possible, by obtaining a cross-section of a falling 
stream. Samples taken from a loaded car are not representative. 
When it is necessary to sample a car, take the samples from at least 
6 evenly distributed points within the car as far below the surface 
as possible, taking a gross sample of at least 25-50 pounds and 
preferably more. Crush the entire sample and quarter it down 
by means of a riffle, or similar quartering apparatus. Before 
making the final quartering, pulverize to about 8 or 10 mesh. 

Preparation of Sample.—Make all determinations on a sample 
which has been ground to pass a 60-mesh sieve. Before weighing 
out the portions for analysis, mix the laboratory sample thor- 
oughly by rolling and mixing on oileloth or paper. 

Free Moisture.—Dry a 5-gram sample for 2 hours at 105? C. 
Cool in a desiccator, weigh, and consider the loss as free moisture. 

Insoluble Silicious Matter.—Boil 2.5 grams in a 250-cc. 
beaker with 25 cc. of dil. aqua regia until no more brown fumes 
are evolved. Filter off the insoluble matter, collecting the filtrate 
in a 250-cc. volumetric flask, and wash thoroughly. Ignite and 
weigh the residue. Ordinarily it is not necessary to differentiate 
between free and combined silica. 

Dilute Aqua Regia.—Pour 500 ce. of conc. HCl and 500 ec. of 
conc. HNO; into 1000 ec. of water. 

Iron Oxide and Alumina.— Dilute the above filtrate to 250 cc. 
in the volumetric flask, mix well, and pipette out 50 cc. (equiva- 
lent to 0.5 gram of the original sample). Make alkaline with 
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NHOH, add a few drops of methyl orange indicator, dilute to 
double the volume and make just acid with dil. HCl (1:1). It 
is necessary to add sufficient acid to dissolve all the precipitate. 
Heat nearly to boiling and add 20 cc. of ammonium acetate solu- 
tion, made by adding 5 cc. of glacial HC4H50; to 15 cc. of a 
neutral saturated NH,C;H;Os solution. Filter off the precipitate 
and wash thoroughly with hot water. Dissolve this precipitate 
through the filter with hot dil. HCl (1:3) into another 250-cc. 
beaker and wash thoroughly. Add 10 cc. of 10% (NH4)HPO, 
solution, heat to boiling and precipitate with NH,OH. Filter 
and wash with 2% NH4NO; solution. Dry the paper and con- 
tents in the oven. Transfer as much as possible of the precipi- 
tate to a glazed paper. Ignite the filter paper in a weighed 
platinum crucible. Then add the bulk of the precipitate, ignite, 
cool in a desiccator and weigh as FePO,+ AIPO,. 

Fuse the residue with KHSO,. Dissolve in water and add 
sufficient H.SOs to make a 5% solution. Pass through the 
Jones reductor and titrate with 0.1 N or 0.05 N KMnO,. Caleu- 
late the Fez0z thus found to FePO,. Subtract this from the 
original weight of the precipitate and calculate the remaining 
AIPO, to Al203.* 

CALCULATIONS.—1 cc. 0.1 N KMnO,=0.007984 gram Fe:203. 

Fe2.03X 1.89 =HheP@r 
AIPO4X0.4177 = Al.O3. 

Tricalcium Phosphate.—There are 3 usual methods of making 
this determination: (1) the gravimetric method, which depends 
upon dissolving the yellow phosphomolybdate precipitate and 
reprecipitating the phosphorus in the form of MgN H;PO,, which is 
ignited and eventually weighed as Mg:P207; (2) the volumetric 
method, titrating the yellow precipitate with alkali; and (3) 
direct weighing of the yellow precipitate. The first 2 methods 
are considered the most reliable. Where a number of determina- 
tions is made daily and where speed is also necessary, the 
volumetric method is preferable. Where only occasional deter- 
minations are required, however, it is hardly worth while to make 
up and standardize the solutions required for this method and in 
such cases the gravimetric method should be used. 


* The presence of fluorides tends to cause low results for Al;O; by this 
method, but for most purposes the results are sufficiently accurate. 
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(1) Gravimetric Mrruop.—Solutions—Ammonium Molyb- 
date.—Dissolve 100 grams of molybdie acid in dil. NH,OH 
(144 cc. of conc. NH¿OH and 271 cc. of water); pour this solution 
slowly and with constant stirring into a mixture of 489 cc. of 
conc. HNO; and 1148 cc. of water. Keep in a warm place for 
several days or until a portion heated to 40? C. deposits no yellow 
precipitate of ammonium phosphomolybdate. Decant the 
solution from any sediment and preservein glass-stoppered bottles. 
(This is the same solution as used in fertilizer analysis, p. 
764.) 

Corallin Indieator.—Make a saturated solution in equal parts 
of 95% grain alcohol and water. (Specially denatured alcohol 
formula 30 may be used.) 

Magnesia Mixture.—Dissolve 110 grams of MgCle6H2O and 
280 grams of NH,Cl in water. Add 261 cc. of conc. NH,OH, 
make up to 2000 cc. and filter. Let a new solution stand at least 
10 hours before filtering. 

Determination.—Evaporate 2.5 grams of the sample to a thick 
syrup on the hot plate with an excess of cone. HCl. Add about 
10 ee. of HCl and again evaporate to syrup. Avoid baking. 
Take up with 50 ce. of dil. HNO; (1 : 1) and boil for about 5 
minutes. Dilute to 100 cc. in a volumetric flask. Pipette 50 cc. 
into a 400-cc. beaker, dilute to about 100 ce. and add 30 ec. of 
conc. NH4OH and then 40 cc. of cone. HNO;. (15 grams of NH,- 
NO; may be added to the solution in place of the NH,OH and 
HNO;. Heat the clear solution, slightly acid with HNOs, to 
65? C. and add 180 ec. of ammonium molybdate solution. Add 
the latter very slowly with continuous stirring, as otherwise an 
extremely fine precipitate will form which is diffieult to filter. 
Let stand at à temperature of 65? C. for 0.5 hour, then filter, and 
wash three times by decantation with 1% HNOs. In order to 
make certain that the washing is complete, about 200 cc. of water 
should be used subsequent to the washing with HNO.. 

Dissolve the precipitate through the filter into a 250-cc. beaker 
with the least possible amount of dil. NH4OH and wash thor- 
oughly, keeping the volume within 100 ce. Add 1 or 2 drops of 
corallin indicator and then dil. HCl until the purple color is just 
destroyed. Cool and add 20 cc. of magnesia mixture, at the rate 
of 1 or 2 drops per second, with constant stirring. ` Let stand 15 
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minutes; then add 25 ec. of dil. NH,OH. Let stand 2 hours, 
stirring occasionally. Filter on a Gooch crucible, wash with 3% 
ammonia water, then with a few drops of NH,NO; solution, dry 
in the oven and then ignite to constant weight as Mg2P.0:. 
Calculate to P.O; and to Caz(PO4)2. 


CALCULATIONS.—M g;P$;0; X0.6379 = P2Os. 
MgeP20; ES 1.3932 = Cas(PO1)2. 


(2) VOLUMETRIC METHOD.—Solutions.—Molybdate Solution.— 
Use the same solution as for the Gravimetric Method, adding to it 
5 ec. of conc. HNO; for each 100 cc. of the solution immediately 
before use. 

Ammonium Nitrate.—Dilute 1200 ee. of cone. NH4OH with 
1 liter of water. Dilute 1340 cc. of cone. HNO; with 1 liter of 
water. Pour the NH¿OH solution into the diluted HNO; slowly 
and with constant stirring. Make the mixture in an earthen 
crock or large Pyrex glass flask as considerable heat is generated. 

Standard Caustic (0.3238 N).—Dissolve 200 grams of stick 
KOH (or 145 grams of stick NaOH) in 400 cc. of water. Add an 
excess of Ba(OH)» solution and let stand 2 hours or more. Filter, 
add to the filtrate an excess of saturated K;8O0, or NaeSO, 
solution, and again filter. The filtrate will be a solution of KOH 
free from carbonate and containing harmless K;8O,. Measure 
accurately 10 cc. into a 100-cc. volumetric flask and dilute to the 
mark with distilled water, free from CO». Titrate 10 cc. with 
the standard HNO3. The KOH should be just twice the strength 
of the HNO;. Suppose it requires 9.40 cc. of HNO;. Then 9.40 
should equal 4.70 cc. of the caustic solution. The ratio for 2 
liters would then be 1.0:4.70—2 :2000, and z—425.5. Then 
. dilute 426 cc. of the strong caustic to 2000 cc. with distilled water 
free from CO». This solution will contain 36.34 grams of KOH 
(or 25.91 grams of NaOH) in 2 liters. 

Standard HNO; (0.1619 N).—Dilute 100 ec. of conc. HNO; to 
1000 cc. Then dilute 203.3 cc. of this solution to 2000 cc. 
Titrate the latter against the caustic solution. 

Standardization of Solutions.—First standardize the caustic 
against the HNO; by titrating 25 cc. of the former against 
the latter with phenolphthalein; then standardize the caustic 
against a standard sample containing a known amount of 
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Cas (PO); in exactly the same manner as described below under 
Determination. 

If made up to the proper strength, 1 cc. of the caustic will 
require exactly 2 cc. of the standard acid and 1 cc. of the latter 
will be equivalent to exactly 1% of Ca3(POs)2 when using a 
0.1-gram sample. Where a large number of determinations is 
made daily, considerable time may be saved in calculations by 
adjusting the solutions in this way. 


Notr.—Since the results obtained by the volumetric method are 
influenced by numerous factors such as the composition of the molybdate 
solution, the temperature of precipitation, the extent to which the solution 
is stirred after precipitating, and the length of time between precipitation 
and filtration, it is necessary, in order to obtain accurate results, to standard- 
ize the solutions frequently against a phosphate rock, the Cas(PO4)2 content 
of which has been accurately determined by the gravimetric method pre- 
viously described. The phosphate content of this standard rock must be 
reasonably close to that of the sample under analysis and it should be used 
as a control or blank determination every time an unknown sample is 
analyzed, or with each set of samples run at the same time. If the result 
obtained on the standard sample varies from its known phosphate content, 
the results obtained on the unknown samples should be corrected accordingly. 


Determination.—Pipette into a 250-cc. beaker 10 cc. of the 
filtrate from the Insoluble Matter determination (equivalent to 
0.1 gram). Add 65 ec. of NH4NO; solution and precipitate by 
the addition of 45 ec. of molybdate solution. Make the precipi- 
tation at room temperature unless the temperature is below 
30° C., in which case warm the solution to 30-35? C. before precipi- 
tating. Stir for 15 minutes, preferably with a mechanical stirrer; 
then filter, either on filter paper or by suction through a carbon 
filtering tube provided with a circular porcelain disk and asbestos 
mat. It is convenient, where the latter arrangement is used, to 
attach a wire to the disk and run it down through the stem of the 
filtering tube. This makes it possible, after filtration and 
washing is completed, to push the disk together with the precip- 
itate out of the mouth of the tube into the beaker for titration. 

Transfer the precipitate to the filter paper or filtering tube and 
wash the beaker containing the precipitate free from acid. Then 
wash the precipitate itself not less than ten or twelve times in 
order to make certain that it is acid free. Transfer the washed 
precipitate to the original beaker, add 20-25 cc. of water and then 


MISCELLANEOUS ANALYSES 775 


run in standard caustic solution, 5 cc. at a time, until the yellow 
precipitate is completely dissolved. Finally titrate the excess 
alkali with standard HNO;, using phenolphthalein indicator. 
From the amount of alkali consumed calculate the percentage of 
Cas; (PO4)s. 

Total Lime.—Evaporate 1 gram of the sample twice with HCl 
and take up with HNO; as previously described in the gravimet- 
ric method for Tricalcium Phosphate. Dilute to 100 cc. in a 
volumetric flask. Transfer 25 cc. to a small beaker and add 10 
ec. of dil. H2SO, (1:1). Add 100 ce. of alcohol (No. 30 special 
denatured) and let stand for at least 1 hour. Filter, wash with 
alcohol, dry, ignite, and weigh as CaSO,. Calculate to CaO. 

CALCULATION.—Ca804,X 0.4119 = CaO. 

Carbon Dioxide.— The apparatus for this determination is 
shown in Fig. 40. Before starting the analysis, run a blank on 


Fic. 40.—Apparatus for Determination of CO2 in Phosphate Rock. 

(A = gas washing bottle with 40% KOH solution; B = 100 cc. separatory 
funnel; C = 300 cc. Erlenmeyer flask; D = 12-15" Liebig condenser; E = plain 
6" U-tube filled in center with anhydrous CuSO4, on each side with anhydrous 
CaCl»; F = plain 6" U-tube filled with anhydrous CaCls; Œ = Geissler KOH bulb 
with 40% KOH solution. 


the apparatus to see that the weight of the KOH absorption bulb 
is constant. Do this by drawing air through the apparatus for 
10 minutes, then weighing the KOH bulb. Continue the air 
for 0.5 hour longer and weigh again. Repeat until the weight 
remains constant. 
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When the weight of the bulb is constant within + 0.0005 gram, 
weigh out 5 grams of the sample into the 300-cc. Erlenmeyer 
flask and cover with water. Close the stop-cock in theseparatory 
funnel and place in it 50 cc. of dil. HCl (1:1). Connect the 
apparatus, start a current of air at the rate of about 3 bubbles per 
second, open the stop-cock and run in the acid slowly. As soon 
as the acid is all in the flask, supported on an asbestos gauze mat, 
place a burner under it. Regulate the burner so that the flame is 
not more than 1 inch long and without blast; in other words, use 
just sufficient heat to boil the solution gently, otherwise the back 
pressure will eause trouble. By watching the inlet tube of the 
KOH purifying bottle, one can tell when there is too much back 
pressure and either decrease the heat or increase the rate of flow 
of air. 

After the solution comes to ebullition, boil for about 2 minutes, 
which should effect complete decomposition of all carbonates. 
Then remove the heat and pass air through the apparatus for 
about 15 minutes to sweep out all CO». Weigh the KOH bulb 
and calculate the increase in weight to percentage of CO». 


BAUXITE 


General.—The essential ingredient of bauxite is Al;O; and it is 
widely used in making aluminum sulfate. It also contains vary- 
ing amounts of iron oxide and silicious matter and generally an 
amount of TiO: varying from a trace to several per cent. A high- 
grade bauxite should contain at least 52% of AlO; on the dry 
basis. 

Before analysis, the sample should be thoroughly mixed and 
ground to a fine powder. 

Water and Organic Matter.—Ignite 0.5 gram in a weighed 
platinum crucible, first over a Bunsen burner and finally with a 
blast lamp to constant weight. Calculate the percentage loss in 
weight. 

Silica.—Weigh 1 gram of the powdered material into a 250-cc. 
beaker and add 50 cc. of dil. HSO, (1:1). Digest on the hot 
plate with the beaker covered for 3 hours and then evaporate 
until white fumes come off strongly. Cool thoroughly, add 100 cc. 
of water, boil for 10 minutes and then filter and wash with hot 
water, saving the filtrate. Ignite the insoluble residue in a 
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platinum erucible (which need not be weighed) and finally blast 
for 15 minutes. Cool in a desiccator and weigh. This residue 
consists mainly of SiO, with a little TiO», FeO; and Al.Os. 

To determine the SiO», treat the insoluble matter in the 
platinum crucible with about 1 cc. of dil. H;SO, and then fill 
the crucible half full of HF.  Evaporate off the latter and repeat 
the operation once. Ignite the residue gently to drive off all 
HSC, Then heat in the full flame of a Meker burner, cool in a 
desiccator and weigh. Report the loss in weight by the HF 
treatment as SiO». 

Fuse the residue in the crucible with about 1 gram of KHSO,. 
Cool, and place the crucible with the fused mass in the beaker 
containing the H.SO, filtrate from the original treatment for 
SiO». Heat the solution nearly to boiling. There will probably 
be a slight residue of SiOz left. If so, filter it out, ignite, cool, 
weigh, and add to the SiO, previously obtained. 

Iron, Aluminum, and Titanium Oxides.— Dilute the above fil- 
trate to 250 cc. in a volumetric flask and, after thoroughly mixing, 
pipette out 50 cc. into a 400-cc. beaker. Add 250 cc. of water 
and 10 ec. of conc. HCl. Then add a few drops of methyl red 
indicator (0.2% alcoholic solution) and heat just to boiling. 
Carefully add conc. NH¿OH until nearly neutralized, then add 
dil. NH4OH until the color of the solution changes to a distinct 
yellow. Boil for 1 or 2 minutes and filter at once. Wash the 
precipitate thoroughly with hot 2% NH,Cl solution, and finally 
once with hot water. Dry the precipitate, ignite over the blast 
in a weighed platinum crucible, cool and weigh as AlgO;+Fe203+ 
TiO». Correct for aliquoting and calculate to percentage. 

Titanium Oxide.— Determine the titanium by one of the follow- 
ing methods. The colorimetric method is preferable for small 
amounts. 

(a) GRAVIMETRIC MermoD.—Pipette 100 ec. of the H50, 
solution (equivalent to 0.4 gram) into a 500-cc. beaker and add 
NH;OH till a slight permanent precipitate forms.  Redissolve 
this with a few drops of HSC, and dilute the solution to about 
400 ec. Boil thoroughly. (If the solution contains much iron 
it will be of a yellow color.) Add 10 ce. of a saturated NH,HSO; 
solution (made by passing a current of SO; into conc. NH,OH) 
and continue the boiling for at least 1 hour, keeping the volume 
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as near constant as possible. "This will precipitate the titanium 
as TiOs. If considerable TiO; is present it may be necessary to 
continue the boiling for several hours to obtain complete precipi- 
tation. Filter out the TiO; precipitate, using a filter similar to 
C. S. & S. blue ribbon, and wash with hot water containing a 
little acetic acid. Dry, ignite in a weighed platinum crucible, 
cool in a desiccator, and weigh as TiO». 

Norn.—lIf the precipitate is yellow, it indicates the presence of Fe;O;. 
In this case fuse with about 1 gram of KHSO,, take up the fusion with water 


containing 5% of H5SO,, determine the iron as described below under Ferric 
Oxide and correct accordingly. 


(b) COLORIMETRIC Mrtruop.—Pipette 50 cc. of the H;8O, 
solution (equivalent to 0.2 gram of the sample) into a beaker. 
Precipitate the Ti, Al, and Fe together with NH,OH, as pre- 
viously described. Wash the precipitate moderately and dis- 
solve in 5% H$;80,; then oxidize in the cold with about 5 cc. of 
H:0» (ordinary 3% solution). Dilute to 100 cc. in a volumetric 
flask with 5% H2SO4, and match the color with a standard Ti 
solution (similarly peroxidized) in 100-cc. Nessler tubes, making 
proper corrections for dilution. 

Notr.—The color due to the Fe salts must be corrected for. The simplest 
method of doing this, although it is not strictly accurate in the presence of 
considerable amounts of Fe, is to consider 0.1 gram of Fe.O3 in 100 ce. of 
5% H»SO4 solution equivalent to 0.0002 gram of TiO; in 100 ce., when 


oxidized by H:O. The correction to be applied may be figured from the 
amount of FeO; as determined separately. 


Standard Titanium Solution.—Potassium titanium fluoride, 
K;TiF,, serves as the best starting-point for the preparation of 
the standard solution. Place in a platinum dish sufficient of the 
salt to make 500-1000 cc. of a standard sulfate solution containing 
1 gram of TiO, per liter and evaporate several times with conc. 
H;SO,, without bringing to dryness, until the fluorine is com- 
pletely expelled. Take up the residue with water containing 
enough H.SO,to make atleast 5% when fully diluted. Then deter- 
mine the TiO; gravimetrically in 2 portions of 50-100 cc. of the 
prepared solution by diluting further, heating to boiling and precip- 
itating with NH,OH. Filter, wash thoroughly with hot water, 
ignite, blast, cool, and weigh as TiO». Duplicates should agree 
very closely. From the average of the weight found calculate the 
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strength of the solution in milligrams of TiO; per cc. The solu- ` 
tion should be preserved in a bottle, the stopper of which is coated 
with vaseline, and the needed quantities should always be 
withdrawn with a pipette, never poured. In making an analysis, 
mix 5 cc. of the standard solution (or 10 ec. if desired) with a 
sufficient quantity of H:O» and dilute with 5% HSO, to 50 or 
100 ec. in a volumetric flask, according to the original volume 
taken. Each cc. of the diluted standard will then contain 
approximately 0.1 milligram of TiO» (the exact amount being 
determined by the analysis). 

Ferric Oxide.—Pipette 50 ec. or 100 cc. of the original sulfate 
solution into a beaker and run through a Jones reductor, collect- 
ing the reduced solution in a suction flask containing a solution 
of ferric alum. The tip of the reductor must dip below the sur- 
face of the ferric alum solution. Have the solution hot and pre- 
cede it in the reductor by hot 5% HSO; solution. Titrate the 
Fe and Ti together with 0.01 N KMnO,. Deduct the perman- 
ganate equivalent to the TiO» and also the amount required for 
a blank run under similar conditions (substituting 50 cc. of 10% 
HSO; for the titanium-iron solution) and calculate the difference 
to Fes05. 


CALCULATIONS.—0.001 gram TiO;— 1.25 ec. 0.01 N KMnO.. 
1 ec. 0.01 N KMn0O,-— 0.0008 gram Feis, 


Alumina.—Calculate alumina by difference, subtracting from 
the combined oxides the sum of the Fest: and TiO», as deter- 
mined above. 


Nores.—(1) Vanadium and Cr interfere with the titration of Fe and also 
of Ti. Vanadium, however, does not ordinarily occur in bauxite and its 
presence would be indicated by an ‘‘off” color (brownish or reddish) of the 
peroxidized solution. 

(2) Any P.O; will be included in the precipitate of the combined oxides 
and a separate correction would have to be made for it. It is very unusual, 
however, to find more than traces in bauxite. 


NATIONAL METHOD 


The so-called “National Method" of analyzing Bauxite is in 
quite common use in this country. It is a convenient method 
when a complete analysis is not desired. The procedure is as 
follows: 
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Grind the sample until it will pass a 100-mesh sieve and dry at 
105? C. Weigh out 2 grams of the dry material and place in a 
Kjeldahl digestion flask together with 20 grams of dil. H2S04' 
(3 : 2), connect to a reflux condenser and boil for 3 hours. Cool 
immediately, dilute with water, filter and wash into a 500-cc. 
volumetric flask. Dilute to the mark with water at room tem- 
perature and mix well. 

Alumina.— To 50 cc. of the above solution, add 10 ec. of dil. 
HCl, make slightly alkaline with NH4,OH, and let stand on the 
steam bath for 10 minutes. Filter through a 15-cm. paper, using 
a filter pump and slight suction; wash four times with hot water 
and finally suck the precipitate dry. Ignite at low heat in a 
weighed platinum crucible and, when the paper is consumed, 
carefully grind down any lumps in the crucible with a smooth 
glass rod. Then ignite to constant weight in a blast lamp and 
cool in a desiccator before weighing. Subtract from the weight 
obtained the amount of FesO; as determined below, and report 
the difference as Al2Os. 

Iron Oxide.—To 100 cc. of the acid solution adda little KCIO;, 
evaporate to dryness, dissolve (adding a small amount of moder- 
ately strong HCl if necessary), and destroy organic matter by 
heating with an excess of KMnO,. Neutralize with NH,OH, 
reduce the iron with a current of SO», boil off the excess of SO. 
and add a little HgCls solution to insure removal of the last traces. 
Cool, acidify with H;SO,, and titrate with standard KMnO, 
solution. 


RxrkERENCES.— The above method is based on the method of the Alumi- 
num Company of America, somewhat modified by experience in this labora- 
tory. See also U. S. Geol. Survey, Bull. 700, 107-109, 155-162. 


CARBOLINEUM AND SIMILAR WOOD-PRESERVING OILS 


General.—About 1 quart of oil is required for a complete 
analysis. It is possible to make a single analysis on about a 
pint, but the above amount provides for a check determination 
in ease anything happens to the first. Before analyzing, thor- 
oughly liquefy the sample and mix it well by shaking and stirring. 

Specific Gravity at 38° C.—Fill a hydrometer cylinder with 
the liquefied oil and place the cylinder in water, then heat until 
the temperature of the oil is several degrees higher than 38° C. 
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Let the water cool until the oil has reached a temperature of 38? 
C. Thoroughly stir the oil, place a hydrometer in the cylinder, 
and carefully observe the reading. Take care that the hydrom- 
eter does not touch the bottom or sides of the cylinder when the 
reading is made. 

Condition at 38? C.—Heat about 100 ec. of the oil in a beaker 
to a temperature of not less than 45? C. and let the oil cool grad- 
ually. When a temperature of 38? C. is reached, examine the 
oil carefully by means of a glass stirring rod. No solid crystalline 
particles should appear on the rod when withdrawn from the oil. 
A cloudiness of the oil may be disregarded. 

Flash Point.—Place an evaporating dish, about 4 or4.5 inches 
in diameter, on an asbestos diaphragm of sufficient size to 
extend several inches beyond the dish. Cut a hole in the center 
of the diaphragm about half the maximum diameter of the dish 
and set the dish in it. Cover the bottom of the dish with dry 
sand to a depth of about 0.25 inch and place an evaporating dish, 
about 3 inches in diameter, on the sand. Fill the remaining space 
between the two dishes with sand until it reaches nearly to the 
rim of the inner dish. Arrange a thermometer so that the bulb 
is inside and about 0.25 inch above the bottom of the inner dish. 
Pour some of the liquefied oil into the dish until it is about $ 
full. Place a low flame beneath the sand bath, with a suitable 
guard to protect it from draughts, which should be carefully 
excluded from the vicinity of the testing apparatus. Heat so 
that the temperature of the oil will increase about 3? C. per 
minute. Apply a small flame just above the surface of the oil 
for every 2? rise of temperature until the flame flashes across 
the surface of the oil. The temperature of the oil when this 
occurs is the flash point. Report results in Centigrade degrees. 

Burning Point.—Continue the heating and the application of 
the testing flame until the oil ignites and burns for 5 seconds or 
more. The temperature at which this occurs is the burning point. 

Water.—Weigh out 10 grams of the original oil into a 300-cc. 
Erlenmeyer flask. Add to this 75 cc. of Xylol which has pre- 
viously been saturated with water and proceed as directed on 
page 358. 

Fractionation.—Arrange the apparatus for distillation as 
shown in Fig. 41. 
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For the distillation a use 200-cc. Pyrex glass, round-bottomed, 
fractionating flask which shall satisfy the following requirements: 

It shall hold not less than 190 cc. nor more than 210 cc. when 
filled to the base line of the neck. The bulb shall be 22 inches in 
diameter. The neck shall be 1$ inch in diameter and 4 inches in 
length. The side-arm shall be taken off at a point equidistant 
from the top and base of the neck. 

Connect an air condenser 14 inches long and 0.5 inch in 
diameter to the side-arm of the flask, as shown in the figure, in 
order to insure complete condensation of the distillate. 


Jron Thermometer. 


cuui 


~ Asbestos 
Sheet 


Asbestos 


Ge Board 


Burner 
Fra. 41.— Distillation Apparatus for Carbolineum. 


Before setting up the apparatus, weigh the flask accurately 
and then pour into it, by means of a stirring rod, exactly 100 grams 
of the thoroughly liquefied and mixed oil. 

Before beginning the distillation, fit the thermometer through 
the stopper in the neck of the flask so that the top of the bulb 
comes just below the lower edge of the side-arm tube. Do not 
move the thermometer during the distillation. Rest the flask 
in a hole 12 inches in diameter in an asbestos board supported 
on the ring stand. To protect the flask from draughts, provide 
an asbestos shield surrounding the flask, resting on the asbestos 
board, and rising to the level of the top of the bulb. Play an 
open flame on the bottom of the flask and apply the heat so regu- 
lated that the distillate passes over at the rate of about 1 drop 
per second. 
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It is to be understood that the distillation has commenced as 
soon as the first drop of the distillate appears in the delivery tube 
of the flask and ended when a temperature of 360? C. is reached. 

Nortk.—The distillation of some samples of oil may be accompanied, espe- 
cially during the first few moments, by a violent spattering of the liquid, and 
small quantities may go over into the test-tubes. This can usually be 
avoided by inserting a small piece of unglazed porcelain in the flask before 
commencing the distillation. 


Distillate.—Weigh up accurately 7  test-tubes properly 
labeled for identifieation. Collect the fractions of the distillate 
in these test-tubes according to the temperatures given in 
Table XXXV. 


TABLE XXXV— DISTILLATION FRACTIONS FOR CARBOLINEUM 


destotube Pai o A 
No. CG 
1 Up to 205 Water, tar acids, naphtha- 
lene (if present) 
2 205-235 | 4 
3 235-270 Tar acids, naphthalene 
4 270-300 
5 300-315 | y 
6 315-330 % Anthracene, anthracene oil 
Si 330-360 | 
Residue above 360 Residue in flask 


After completion of the distillation, drive over allthe material 
which is in the air condenser by playing a flame over the con- 
denser. Weigh up each of the test-tubes and also weigh the flask 
with the residue after it is cool. 

Calculate the percentages of the different fractions and add 
them together. The sum should be within 0.5% of 100%, except 
when there is a considerable amount of water present. If the 
loss, after carefully checking the figures, is found to be large 
when a sample containing little water or other low-boiling 
constituents is distilled, repeat the distillation. 

Sulfonation Residue.—Carry out this test on the fractions of 
Carbolineum distilling between 300 and 330? C. (For Dead 
Oil of Coal Tar the test should be carried out on the fractions 
distilling between 300 and 360? C.) ‘Transfer the fractions to a 
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large-mouthed round flask of about 250-ce. capacity. Then add 
4-5 volumes of conc. HSO, for each volume of distillate under 
test. Heat for about 5 minutes with frequent shaking; then 
le& stand about i hour, shaking at intervals. Slowly pour 
the mixture of acid and oil into a liter beaker containing enough 
water to dissolve the sulfonic acids formed. When cool, transfer 
from the beaker to a separatory funnel and let settle for 1 hour, 
or longer if necessary, until the undissolved oil separates clearly. 
Draw off and reject the water containing the sulfonic acids. 
Transfer all the oily residue to a tube graduated to 0.1 cc. and 
measure its volume (see note). 

If there should be a heavy insolubie residue, it is probable 
that the sulfonation has been incomplete. In this case, add com- 
mon salt to the water until the residue rises to the top of the 
water solution. Separate the unsulfonated oil and submit it 
again to the sulfonating treatment. In case the residue exceeds 
the maximum allowed by the specifications, treat 1t with a 10% 
NaOH solution. If the residue is soluble in this reagent, the sul- 
fonation test may be regarded as giving negative results. Sepa- 
rate and measure the residue of oil remaining after the treatment 
with NaOH solution. The amount of residue thus found is 
reported as Sulfonation Residue. It is à measure of any 
mineral oil present. 

Notr.—As the sulfonation residue is generally very small, we have found 
it convenient to draw off all but about 10 cc. of the lower acid layer from the 
separatory funnel and then drain the liquid remaining in the funnel into a 
“color carbon tube" graduated 0-25 ec. in 0.1 ce. Rinse the funnel out with 
ether and drain this into the tube. Then immerse the tube in warm water to 
a level slightly above the level in the tube. Blow a gentle current of air into 
the tube by means of a smaller glass tube reaching nearly to the surface of the 
innerliquid. Slowly raise the temperature of the outside water by pouring 
in hot water (keep flames away) until the ether boils. "When all ether has 


been evaporated off, cool to room temperature and read the volume of the 
upper layer. 


Tar Acids.—Carry out this determination on the fractions 
distilling below 300? C. Transfer them to a beaker of about 
300-cc. capacity and thoroughly mix by stirring. Add 30 ce. of 
NaOH solution (17-18%) to the oil and heat the whole gently for 
2 minutes, with frequent stirring. Transfer the mixture to a 
large separatory funnel and shake vigorously for at least 1 minute. 
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Then let the mixture settle and draw off and save the NaOH 
solution which forms the lower liquid layer. 

Repeat this operation a second and third time, using 20 cc. 
of NaOH solution each time. Mix the 3 NaOH solutions 
together, boil vigorously for 5 minutes and let cool. Transfer to a 
special separatory funnel with a tube graduated to 0.1 cc. Add 
dil. HSO; (1:3) until the solution is acid to litmus paper. About 
35 cc. of acid will be required and care must be taken that the 
solution be kept cool while adding the acid. Let stand until the 
tar acids are well separated and read their volume (upper layer). 
Compute the percentage by dividing this volume by the volume of 
the oil taken for distillation; viz., the original weight of oil divided 
by its sp. gr. 

Insoluble in Benzene.—Weigh out a 10-gram portion of the 
original oil into a small beaker (about 100-150-cc. capacity), 
add 20 ec. of benzene (commercial benzol) and filter through a 
weighed alundum (or Gooch) crucible with suction. Wash the 
residue in the crucible with benzene until the washings run color- 
less; dry the crucible at 110° C., weigh and compute the percent- 
age of insoluble material. 

Ash.—Weigh carefully into a weighed porcelain crucible about 
2 grams of the oil, and heat cautiously over a low flame until 
the oil ignites. When the flame from the burning oil ceases, 
increase the heat, and after all organic matter has apparently 
burned off, cool and weigh. Reheat and reweigh, until a con- 
stant weight is obtained. 

Acetic Acid and Acetates (Qualitative Test.)—Place about 5 cc. 
of the oil in a test-tube and add about 3 of its volume of alcohol. 
Then add conc. HSO, slowly, drop by drop, with frequent 
shaking until the liquid is hot to the touch. If acetic acid or 
acetate is present, the characteristic odor of ethyl acetate will 
develop. 

'To make certain of this odor always run a blank at the same 
time, adding to another portion of 5 ec. of the original oil in the 
test-tube a drop of acetic acid, and then carry through the test as 
above described. 

NoTEs.—(1) The apparatus should be thoroughly cleaned after each 
distillation. To remove the residue from the flask, add some of the oil and 
heat until the residue is all dissolved. "Then pour out the oil and wash the 
flask with hot water and Sapolio. 
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(2) The above method, with the exception of the determination of water, 
is obtained from Specification L-3432 of the Western Electrie Company: 
“Analysis of Carbolineum and Similar Wood Preserving Oils," Nov. 10, 
1911. 


GYPSY MOTH CREOSOTE 


Specific Gravity.—Determine the sp. gr. at 15.5? C. with a 
Westphal balance. 

Fractional Distillation.—Distill 200 cc. of the creosote in a 
250-cc. side-neck distilling flask having a thermometer inserted 
through the cork stopper in the neck with the bulb opposite the 
side tube of the flask. Conduct the distillation at the rate of 
approximately 2 drops per second, collecting each fraction in a 
small weighed flask. Take the following fractions and report the 
percentages by weight: 


150-200? C. 
200-245? C. 
245-270? C. 
270-320? C. 
Residue above 320? C. 


Examine the residue above 320? C. and note whether heavy 
oils have been added to the creosote. 

Tar Acids.—Employ the distillate obtained above, by dis- 
tilling up to a temperature of 320? C., and determine the tar acids 
as described on page 784. Report the percentage of tar acids by 
volume. 


COAL-TAR ROOFING PITCH 


General.—The methods for testing materials like coal-tar 
pitch must necessarily be more or less empirical. The following 
procedures are from specifications prepared for the Supervising 
Architect of the U. S. Treasury Department and are valuable in 
comparing different samples where straight run coal-tar pitch is 
desired. 

Melting Point.—Determine the melting point by the Cube 
Method, as described on page 792. 

Insoluble in Benzene.— Digest 10 grams of the pitch in pure 
toluene on the steam bath, and decant through a filter cup con- 
sisting of 2 No. 575 C. S. & S. hardened filter papers (previously 
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dried at 105? C. in a weighing bottle and weighed). Transfer 
the residue to this filter, and extract with pure benzene in any 
form of extraction apparatus which insures hot extraction, until 
the washings run through practically colorless. Dry and weigh 
the papers plus the residue, and calculate the percentage of 
insoluble matter. 

Specific Gravity.—Make a small ball of the material weighing 
several grams. Make sure that no air bubbles are occluded 
within it. Determine the sp. gr. of this by weighing in air and 
then submerged in water at 60? F., as described under the Dis- 
placement Method (p. 789). 

Loss on Evaporation.—Determine the loss in weight of 100 
grams of pitch placed in a flat nickel dish 2 inches in diameter, 
and subjected to à temperature of 325? F., for 7 hours. 

Specific Gravity of Distillate to 670° F.—Distill from a side- 
neck flask an unweighed quantity of the sample (50-100 grams). 
Have the bulb of the thermometer opposite the side-neck of the 
flask and continue the distillation until the temperature reaches 
670? F. Determine the sp. gr. of the distillate with a pycnometer 
at 140° F., compared with water at the same temperature. 

NomEs.—(1) This method is obtained from the Amer. Ry. Eng. Assoc., 
Bull. 154, 14, 850 (February, 1913), which in turn is obtained from U. 8. 
Government Specifications. 

(2) The specifications referred to above are as follows: The pitch shall be 
straight-run residue obtained from the distillation of coal tar and shall meet 
the following requirements: 

Melting point: 135-155? F. 

Matter insoluble in benzol: 15-35%. 

Sp. gr. at 60° F.: 1.25-1.35. 

Evaporation loss, 7 hours at 325° F.: Maximum 9% for pitch of 145- 


155° F. m.p., and 11% for pitch of 135-145? m.p. 
Sp. gr. of distillate to 670° F.: Minimum 1.07, determined at 140° F. as 


compared with water at 140? F. 
BITUMINOUS AND ASPHALTIC ROAD BINDERS 
General.—Asphalt road binders are generally bought by 
specification which prescribes the method of testing. Unless 
otherwise specified, however, the following procedures should be 
employed: l 
Water.—Weigh out approximately 10 grams of material on a 
filter paper, place the whole in a 300-cc. Erlenmeyer flask and 
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determine the water by the Xylol Method, as described on 
page 358. 

Specific Gravity.— Determine the sp. gr. at 25°/25° C. by one 
of the following methods, depending upon the consistency of the 
sample. 

Hyprometer Merruop (ron Tuan, From MATERIALS).— 
Bring the material to 25? C. in a hydrometer cylinder, place the 
hydrometer in it, and when it comes to rest, take the reading. In 
case the hydrometer sinks slowly, give it sufficient time to come to 
a definite resting point. Check this point by raising the hydrom- 
eter and letting it sink a second time. Never push the hydrom- 
eter below the point at which it naturally comes to rest until the 
last reading has been taken. Then push below the reading for a 
distanee of 3 or 4 small seale divisions, whereupon it should 
immediately begin to rise. If it fails to do so, the material is 
too viscous for the hydrometer method. 

The direct sp. gr. reading thus obtained is based on water at 
15.5? C. as unity. To correct to water at 25? C. multiply by 
1.002. 

PYCNOMETER METHOD (FOR Viscous AND SEMISOLID MATE- 
RIALS).—Use a special pyenometer of the Hubbard type. First 
weigh the clean, dry pyenometer empty. Call this A. Fill with 
freshly boiled distilled water at 25? C. and again weigh. Call 
this B. Bring the sample to a fluid condition with the least 
possible heating and pour into the dry pycnometer, which may 
also be warmed, and fill 3-5 full without allowing the material 
to touch the sides of the tube above the desired level. Cool to 
room temperature and weigh with the stopper. Call this C. 
Then pour in distilled water at 25? C. until the pyenometer is full. 
Insert the stopper and cool the whole to 25° C. by immersing 
completely for 3 hour in a beaker of distilled water at this tem- 
perature. Remove all surplus moisture with a soft cloth and 
weigh. Call this D. Calculate the sp. gr. of the material by the 
following formula: 


25°C. C— 


Bpen atc in MER 
pren Dee MNBA) DO) 


Results by this method should be accurate to 0.002. 
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NorE.—The sp. gr. of fluid material may be determined in the ordinary 
manner by completely filling the pycnometer with the material and dividing 
the weight of material taken by that of an equal volume of water. 


DISPLACEMENT MrTHOD (ror Harp, Sotm MATERIALS).— 
For materials which are hard enough to be broken and handled 
in fragments at room temperature, weigh a small piece suspended 
by means of a silk thread from the hook on the balance arm about 
1.5 inches above the pan. Call this weight A. Then gc 
immersed in water at 25? C. by placing a beaker about 2 full 
of water on a support over the balance pan, but not obe it. 
Call this weight B. Calculate from the formula: 


A 
Sp. Sr. EE 


Penetration Test.— Determine the penetration with a standard 
No. 2 Roberts needle, acting for 5 seconds under a total load 
of 100 grams, the temperature of the material being at 77? F., 
and report results in terms of hundredths of a centimeter, avoid- 
ing decimals. 

APPARATUS.— he standard needle is made from round, 
polished, annealed steel drilling rod, diameter 0.0405-0.0410 inch. 
The rod is tapered to à sharp point at,one end with the taper 
extending back 0.25 inch. The finished needle is 1.75-2.00 inches 
long and exactly 0.040 inch in diameter. * 

The container for holding the material is a flat-bottom cylin- 
drical dish 2,3, inches in diameter and 1$ inches deep (this require- 
ment is fulfilled by American Can Company's Gill style 3-ounce 
ointment box, deep pattern). 

The penetration apparatus consists de a standard needle 
inserted in a short brass rod, which in turn is held in the aluminum 
rod of the apparatus by a binding screw. The frame, aluminum 
rod and needle weigh 50 grams without any weight on the bottom 
of the frame. For test with a 100-gram load, put on the 50-gram 
weight. 

ProcepuRE.—Warm the sample sufficiently to flow and 
pour it into the tin box to a depth of not less than $ inch. 
Transfer to a glass crystallizing dish or other suitable dish and 

* American Society for Testing Materials Standard D5-21 requires that 
the point of the needle shall be blunted by grinding off to a truncated 
cone, the smaller base of which shall be from 0.14 to 0.16 mm, in diameter. 
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cover with as much water at 77? F. as convenient without spilling. 
Let cool + hour at room temperature, protected from dust, then 
immerse in a large volume of water at exactly 77^ F., and keep at 
that temperature 13 hours. Place the dish containing the tin 
holder with the material on the shelf of the machine; make sure 
that the binding screw of the needle helder is tight and that the 
tin dish is firm so that no rocking motion can occur; lower the rod 
until the point of the needle almost touches the surface of the 
sample; finally very cautiously adjust until the needle point just 
comes in contact with the surface of the sample. This can best 
be seen by having a light so situated that upon looking through 
the sides of the glass cup, the needle will be reflected from the 
surface of the sample. After thus setting the needle, move the 
counterweight slowly until the foot of the rack rests on the head 
of the rod and take the reading of the dial. With one hand open 
the elamp by pressing the button and with the other hand start 
the chronometer. At the end of exactly 5 seconds release the 
clamp, lower the rack until it rests on top of the rod and again 
read the dial. The difference between the first and second read- 
ings in hundredths of à centimeter is the Penetration under the 
above conditions. * i 

Make at least 3 tests on points on the surface of the sample 
not less than $ inch from the side of the container and not less 
than $ inch apart. After each test return the sample and dish to 
the water bath at 77? F., and carefully wipe the needle toward its 
point with a clean, dry, cloth to remove all adhering asphalt. 
'The penetration reported shall be the average of at least 3 tests 
whose values do not differ by more than 4 points. 


NorEs.—(1) The point of the needle should be examined from time to 
time with a magnifying glass to see that it is not injured in any way. If it is 
found defective it may be removed by heating the brass rod and withdrawing 
with pliers. A new needle may then be inserted in the heated brass, and 
held firmly in place by a drop of soft solder. 

(2) A cup suitable for holding the box containing the test material during 
penetration is conveniently made from a glass crystallizing dish 4 inches in 
diameter with straight sides about 2.5 inches high. Three right triangles, 
with right-angle sides 0.4 and 2 inches, respectively, are cut from };-inch 


* After taking the reading, it is well to release the clamp again and note if 
the needle penetrates farther, to make sure that the point has not reached 
the bottom of the dish, 
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sheet metal, some solid bitumen is melted in the bottom of the dish, forming a 
layer about § inch thick, into which the triangles are placed, resting on the 
side 2 inches long. Their apexes should meet the center with their short 
sides dividing the circumference of the dish into 3 equal parts. When the 
bitumen is hardened, the triangles give a firm support for the circular boxes 
and the possibility of any rocking motion, and consequent faulty results, 
is avoided. 

Volatility Weigh out about 50 grams of the sample in a tin 
box 2,% inches in diameter by about 12 inches deep (3-ounce Gill 
style ointment box, deep pattern), first carefully weighing the 
box; then adjust the weight of sample so that it does not vary 
more than 0.2 gram from 50. It may be necessary to warm some 
of the material slightly in order to handle it conveniently, after 
which it must be allowed to cool before determining the accurate 
weight. 

Before making the test, the interior of the oven should show a 
temperature of 163° C. (825° F.). Heat the material in the 
oven for 5 hours, remove, cool in a desiccator and weigh. Cal- 
culate the percentage loss. 

Notrs.—(1) For strictly accurate work the New York Testing Laboratory 
oven should be used. (See U. S. Dept. Agr., Bull. 314, 19.) 

(2) In case it is not desired to determine the penetration of the residue, 
tests should be run on 20 grams of material in a tin container, 6 cm. in diam- 
eter by 2 cm. deep. In any case, the amount of material taken should be 
stated. 


Float Test.—This test is always made on viscous and semi- 
solid refined tars and often on viscous and semi-solid petroleum 
and asphalt products, although, when penetration tests can be 
employed on the latter, the float test is not always considered 
necessary. For more fluid products make the test at 32° C.; 
for semisolid materials, at 50° C.; and in certain cases, on unusu- 
ally hard materials, at 100° C. 

The float apparatus consists of 2 parts, an aluminum float or 
saucer and a conical brass collar. Place the brass collar with 
the small end down on a brass plate previously amalgamated with 
Hg by rubbing it first with a dilute solution of mercuric chloride 
or nitrate and then with Hg. Heat a small quantity of the 
sample in a metal spoon until fluid, taking care that it suffers no 
appreciable loss by volatilization and that it is kept free from air 
bubbles. Pour into the collar in a thin stream until slightly 
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more than level with the top. Cool to room temperature and 
remove the surplus with a spatula which has been slightly heated. 
Place the collar and plate in ice water at about 5° C. for at least 15 
minutes. Meanwhile place a 500-cc. cup or beaker, nearly filled 
with water, over a flame and heat to the test temperature. Atthe 
end of 15 minutes or more remove the collar with contents from 
the brass plate and screw it into the aluminum float, taking care 
to screw it in as far as it will go. Float the apparatus on the sur- 
face of the water, at the same instant starting a stop-watch. 
When water first breaks through the plug of bituminous material, 
stop the watch. The time in seconds between placing the appa- 
ratus on the water and when the water breaks through is the 
Float Test. 

Flash Point.— Determine the flash point in the open cup tester 
as described on page 327. 

Softening Point.—Bituminous materials have no true melting 
point. Any method of determining the “melting point” of these 
materials must be arbitrary. The 2 in most common use are the 
following: 

Cube Mertuop (Not applicable to pitches having a melting 
point above 77? C.).—First melt the material, if necessary, in a 
spoon by gentle application of heat until sufficiently fluid to pour 
readily, taking care that it suffers no appreciable loss by volatili- 
zation. Stir thoroughly, avoiding incorporating air bubbles in 
the mass. Then pour into a 0.5-inch brass cubical mold, which 
has been amalgamated with Hg, and which is placed on an amalga- 
mated brass plate. The brass may be amalgamated by washing 
it first with a dilute solution of mercuric chloride or nitrate, after 
which the Hg is rubbed into the surface. By this means the 
bitumen is to a considerable extent prevented from sticking to the 
sides of the mold. "The hot material should slightly more than 
fill the mold, and when cooled the excess should be cut off with a 
slightly heated spatula. 

(a) Pitches Having Softening Points between 43 and 77° C.— 
Fill a 600-cc. low-form Griffin beaker to a depth of about 3.75 
inches with freshly boiled distilled water at 15.5° C. Place the 
cube of pitch on an L-shaped right-angled hook made of No. 12 
B. «€ S. gage copper wire. The foot of the L should be 1 inch 
long and should run through the center of the cube, so that one 
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edge of the cube, not its surface, is parallel to the bottom of the 
beaker and exactly 1 inch above it. The upper edge of the cube 
should be 2 inches below the surface of the water. Let it remain 
in the water for 15 minutes before applying heat to the beaker 
set on a wire gauze. Suspend the thermometer so that the 
bottom of the bulb is level with the bottom edge of the cube and 
within 0.25 inch of, but not touching, the cube. 

Apply heat so that the temperature of the water is raised 
5° C. (9° F.) per minute. The rate of rise must be uniform and 
should not be averaged over the period of test. The maximum 
permissible variation for any minute period after the first 3 
minutes is +0.5° C. (1° F.). If the rate of rise exceeds this 
limit, the test must be rejected. 

The temperature recorded by the thermometer at the instant 
the pitch touches the bottom of the beaker is the softening point 
of the sample. 


NomEs.—(1) The burner should be protected by a shield to avoid draft. 

(2) The use of freshly boiled distilled water is essential to prevent air bub- 
bles forming on the cube and retarding sinking. 

(3) Rigid adherence to the prescribed rate of heating is absolutely essential 
for accuracy. 

(4) A sheet of paper placed on the bottom of the beaker and weighted 
down will prevent the pitch from sticking to the glass and save considerable 
time and trouble in cleaning. 

(5) The limit of accuracy of the test is +0.5° C. (1? F.). 

(6) The thermometer should be graduated from 0-80? C., preferably in 
4° divisions and the top of the mercury column at the time of reading should 
be above the surface of the water. 


(b) Pitches Having Softening Points below 43° C.—Use the same 
method as given above, except that the water when placed in the 
beaker should be at a temperature of 4° C. instead of 15.5° C. 
Let the cube remain 15 minutes in this water before applying 


heat. 

Rina AND BALL Metuop.—A pparaius.—This consists of a brass 
ring exactly $ inch in diameter, ¢ inch deep, and with A inch 
wall, suspended exactly 1 inch above the bottom of a beaker; a 
steel ball 2 inch in diameter, weighing between 3.45 and 3.55 
grams; a standardized thermometer of 0-80? C. range; and a low- 


form Griffin glass beaker of about 600-cc. capacity. 
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Procedure.—Carefully melt the sample, as in the Cube Method 
above, and fill the ring with excess of the material to be tested. 
During filling, rest the ring on amalgamated brass to prevent 
sticking. After cooling, remove the excess with a slightly heated 
spatula. Fill the beaker to a depth of about 3.25 inches with 
freshly boiled distilled water at 5° C.* Place the ball in the 
center of the upper surface of the material and suspend in water so 
that the lower surface of the filled ring is exactly 1 inch above the 
bottom of the beaker and the upper surface is 2 inches below the 
surface of the water. Let remain in the water for 15 minutes 
before applying heat. Suspend the thermometer so that the 
bottom of the bulb is level with the bottom of the ring and within 
0.25 inch of, but not touching, the ring. Apply heat uniformly, 
so that the temperature of the water rises 5° C. (9° F.) per minute. 
The rate of rise must be uniform and is not to be averaged over 
the period of test. The maximum permissible variation for any 
minute period after the first three shall be +0.5° C. (1° F.). 
Reject any tests where the rate of rise exceeds these limits. The 
temperature recorded by the thermometer at theinstant the sample 
touches the bottom of the beaker 1s its softening point (see notes 
under Cube Method above). 

Total Bitumen (Soluble in Carbon Bisulfide.)— Prepare a 
Gooch crucible (the best size is 1.75 inches at the top, 1 inch deep, 
and 1.5 inches at the bottom) with an asbestos mat which will just 
show light through it. Suck dry, heat a few minutes in the oven, 
ignite over a Tirrill burner, cool in a desiccator and weigh. 
Place 1-10 grams of the sample, depending upon the amount of 
insoluble matter, in a 150-cc. Erlenmeyer flask, which has been 
previously weighed, and weigh accurately; then pour 100 cc. 
of CS; into the flask in small portions with continual agitation 
until all lumps disappear and nothing adheres to the bottom. 
Cork and set aside for 15 minutes or longer. Decant the CS, 
solution very carefully through the asbestos in the weighed 
Gooch crucible without suction, with care not to stir up any 


* For materials having a softening point above 80? C. use glycerine instead 
of water, and have the starting point of the bath at 32? C., using a thermom- 
eter of 30-160? C. range. In this case the ring apparatus is placed off the 
center of the beaker and the burner placed midway between the center and 
the edge of the beaker away from the specimen. 
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precipitate. At the first sign of any sediment coming over, stop 
the decantation, and let the filter drain. Wash a small amount of 
CS» down the sides of the flask, bring the precipitate upon the 
mat and remove all adhering matter from the flask to the crucible 
with a policeman which is not attacked by CS. Wash the con- 
tents of the crucible with CS, until the washings are colorless. 
Apply suction until practically no odor of CS, remains in the 
crucible. Clean the outside of the crucible with a soft cloth 
moistened with a little CS). Dry at 100? C. for about 20 min- 
utes, cool in a desiccator and weigh. (If any appreciable amount 
of insoluble matter adheres to the flask, it should also be dried 
and weighed and any increase over the original weight added to 
that of the insoluble matter in the crucible.) 

The total weight of insoluble material may include both 
organic and mineral matter. Ignite at a red heat until no incan- 
descent particles remain. Cool and weigh the mineral matter. 
Report the difference between 100% and the total percentage of 
material insoluble in CS; as Total Bitumen. Also report the 
percentage of mineral matter as Ash. 


NomEs.—(1) In certain natural asphalts it is practically impossible to 
retain all finely divided mineral matter on an asbestos mat. It is, therefore, 
generally more accurate to obtain the result for total mineral matter by 
direct ignition of 1 gram in a platinum crucible, or to use the result for ash 
obtained in the fixed carbon test. Then determine the total bitumen by 
deducting from 100% the sum of the percentages of total mineral matter and 
of organic insoluble matter. If the presence of carbonate mineral is sus- 
pected, the percentage of mineral matter may be most accurately deter- 
mined by treating the ash from the fixed carbon determination with a few 
drops of ammonium carbonate solution, drying at 100? C., then heating for 
a few minutes at dull red heat, cooling and weighing again. 

(2) When unusual difficulty in filtering is experienced, it is necessary to let 
stand much longer than 15 minutes. In such cases it is preferable to 
proceed as follows: 

Weigh 2-15 grams (depending on richness in bitumen) into a 150-cc. 
Erlenmeyer flask, which has been previously weighed, and treat with 100 cc. 
of CH, Cork the flask loosely and shake from time to time, until practically 
all large particles have been broken up. | Set aside undisturbed for 48 hours. 
Decant the solution into a similar flask that has been previously weighed, 
as much of the solvent being poured off as possible without disturbing the 
residue. Treat the first flask again with fresh CS», and shake as before. 
Put away with the second flask undisturbed for 48 hours. 

At the end of this time carefully decant off the contents of the 2 flasks 
upon a weighed Gooch crucible fitted with an asbestos filter, the contents of 
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the second flask being passed through the filter first. The asbestos filter 
should be made of ignited long-fiber amphibole, packed in the bottom of the 
Gooch crucible to a depth of not over Finch. After passing the contents of 
both flasks through the filter, shake the 2 residues with more fresh CS; 
and set aside for 24 hours without disturbing, or until good subsidation has 
taken place. Again decant the solvent off upon the filter. Continue this 
washing until the filtrate or washings are practically colorless. 

Dry the crucible and both flasks at 125° C. and weigh. Evaporate the 
filtrate containing the bitumen (either spontaneously at room temperature 
or by distillation from a hot water bath), burn the bituminous residue, and 
add the weight of ash thus obtained to that of the residue in the 2 flasks and 
crucible. The sum of these weights deducted from the weight of substance 
taken gives the weight of bitumen extracted. 

(3) In the analysis of tars the insoluble organic matter is commonly 
known and reported as Free Carbon. 


Bitumen Insoluble in 86° Naphtha.—This determination is 
made in the same general way as the Total Bitumen, using instead 
of CS; 100 ec. of naphtha, at least 85% of which distills between 
35 and 65° C. Itis advisable to heat the sample after it has been 
weighed into the flask and let it cool in a thin layer around the 
lower part. Not more than 4 the total amount of naphtha 
required should be used until the sample is entirely broken up; 
then add the remainder, swirl the flask, mix thoroughly, cork and 
set aside for 30 minutes or more. In making the filtration use 
the utmost care to avoid stirring up any of the precipitate, and 
make the first decantation as complete as possible. Suction may 
be applied when filtration by gravity almost ceases, but should 
be used sparingly as it tends to clog the filter. The material on 
the felt should never be allowed to run dry until washing is com- 
pleted as shown by a colorless filtrate. When considerable 
insoluble matter adheres to the flask, make no attempt to remove 
it completely, merely wash until free from soluble matter and dry 
the flask (after removing naphtha) for about 1 hour at 100° C., 
after which cool and weigh. The percentage of bitumen insoluble 
in naphtha is reported upon the basis of the total bitumen taken 
as 100%. 


Norr.—The difference between the amounts insoluble in CS, and in naph- 
tha is the bitumen insoluble in naphtha. If, for instance, the insoluble in 
CS, is 1% and the total insoluble in naphtha is 10.9%, the calculation of 
percentage of bitumen insoluble in naphtha is as follows: 

Bit. insol. in naphtha OMS Oe 


Total bitumen 100—1 99 10%. 
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Fixed Carbon and Ash.— Determine fixed carbon and ash on 
1 gram as in Coal (pp. 214-215). (See also under Total Bitumen 
above.) 

Distillation.—From the sp. gr. of the material caleulate the 
weight of 100 cc. and pour this amount into a tared 250-cc. Engler 
distillation flask, after warming in a tin cup, if necessary, to make 
it sufficiently fluid. For the procedure in distilling and apparatus 
used see page 802. Report results both as percentages by weight 
and by volume, or as required. 

Ductility.—Form a briquette of the sample by pouring the 
molten material into a briquette mould. The dimensions of the 
briquette shall be: 1 em. (0.394 inch) in thickness throughout its 
entire length; distance between clips or end pieces, 3 em. width 
of asphalt cement section at mouth of clips, 2 em. ; width at mini- 
mum cross-section, half-way between clips, 1 em. The center 
pieces are removable, the briquette mold being held together 
during molding with a clamp or wire. 

The molding of the briquette is to be done as follows: The 
2 center sections must be well amalgamated to prevent the 
sample from adhering to them. Then place the briquette mold 
on a freshly amalgamated brass plate. Pour the sample to be 
tested, while in a molten state, into the mold, adding a slight 
excess to allow for shrinkage on cooling. When the material 
in the mold is nearly cool, cut off the briquette level with a warm 
knife or spatula. When thoroughly cooled to the proper tem- 
perature, remove the clamp and the 2 side pieces, leaving the 
briquette held at each end by the ends of the mold, which now 
play the part of clips. Keep the briquette in water for 30 min- 
utes at 4° C. (39? F.) or 25? C. (77? F.) before testing, dependent 
on the temperature at which the ductility is desired. Place the 
briquette with clips attached in the ductility test machine, 
filled with water at one of the above temperatures to a sufficient 
height to cover the briquette not less than 5 cm. (1.97 in.). The 
machine consists of a rectangular water-tight box, having a mov- 
able block working on a worm gear from left to right. The left 
clip is held rigid by placing its ring over à short metal peg pro- 
vided for this purpose; the right clip is placed over a similar rigid 
peg on the movable block. The latter is provided with a pointer 
which moves along a centimeter scale. Before starting the test, 
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adjust the centimeter scale with the pointer at zero. Then apply 
power by the worm gear, pulling from left to right at a uniform 
rate of 5 em. per minute. The distance in centimeters registered 
by the pointer on the scale at the time of rupture of the thread of 
asphalt material is taken as the ductility of the material. 

Paraffin Scale.— The determination of paraffin scale is seldom 
required. The procedure is described in U. S. Department of 
Agr., Bull. 314, page 32. 

Petroleum or Asphalt Products in Tar.— Take fractions of 
the distillation from 270-300? C., from 300-350 C., and from 
350-375? C., respectively. Stir each fraction separately and, if 
necessary, warm to dissolve any solids. 

To 4 cc. of each fraction in tubes graduated to 0.1 cc. add 6 cc. 
of dimethylsulfate. Shake well and let stand 30 minutes. Read 
off the volume of any oil separating on top of the liquid. This is 
due to asphalt or petroleum products. Calculate the volume 
percentage in each fraction and report as follows: 


Fdo a Per Cent Distillate 
De Per Cent Distillate Insoluble in Dimethyl 
: Sulfate 
PAAR «peat Io I ses adhere AE 
30028500 T8 Lee mE PE: nuum Sc T 
93907975299 COD AU E D tere Aor VT TS TN 


The test is mainly qualitative but will indicate as little as 3% 
of petroleum or asphalt products in tar. 


REFERENCES.—Sp. Gr., Flash Point, Float Test, Penetration, Melting 
Point (Cube Method) and Bitumen: U. S. Dept. Agr., Bull. 314. 

Melting Point: American Society for Testing Materials Standard D36-24 
(Ring and Ball Method) and D61-24 (Cube Method). 

Volatility: U. S. Dept. Agr., Bull. 314, 19, and Bull. 455, 36. 

Ductility and Paraffin: Proc. Am. Soc. Civil Eng., 3047 and 3049 (1914). 

See also articles by J. M. Weiss in J. Ind. Eng. Chem., 1918, “Methods of 
Analysis used in the Coal Tar Industry." 


CRUDE COAL-TAR AND WATER-GAS TAR 


General.—The analysis of crude coal- and water-gas tars gen- 
erally involves the following determinations: Specifie gravity, 
free carbon, water, fractional distillation, and tar acids. 
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Sampling.—Tar is best sampled when being unloaded from the 
tank ear or barge. A pet-cock, with a nipple projecting about 
one-third of its diameter, should be placed in the pipe line and a 
continuous stream of tar drawn off into a barrel during the time 
of unloading. The pet-cock should be so regulated that the sam- 
ple will represent approximately 0.1% of the shipment. The tar 
may then be stirred up and a sample taken from the barrel. 
Samples of tar should be placed in heavy clear bottles or serew- 
top tin cans. 

When necessary to sample from storage tanks, or wells, it 
should be done by means of a “thief.” This is particularly 
necessary when different shipments of tar of widely different 
gravities have been run into the same tank. A simple and efficient 
apparatus may be made from a piece of 2-in. pipe provided with a 
lever handle-cock. This may be closed by means of a small iron 
rod. By cutting away part of the cock and half of the plug, an 
opening nearly as large as the interior of the pipe is produced. 
In taking the sample, the cock is opened and the “thief” lowered 
slowly to the bottom of the tank, well, or car, the “thief” having 
previously been rinsed with the liquid to be sampled. The cock 
is then closed, the “thief” is withdrawn, and the sample run into 
a bottle. This operation is repeated until a sample of about 1 
gallon is obtained, after which the contents should be thoroughly 
mixed and a portion taken to serve as a smaller sample for 
analysis. 

It should be noted that this method cannot be used with 
horizontal cylindrical tanks. 

In the case of tar where there is always a certain amount of 
water or ammoniacal liquor floating on the surface, it seems best 
to attempt to locate the level of the water or liquor, taking a 
sample at this point, and then sample a lower portion of the tar 
which is reasonably free from water, and by calculation, estimate 
the total quantity of water present. 

Specific Gravity.— The sp. gr. of thin tar, such as water-gas 
tar, free from water, may be determined by the Westphal balance. 
The measurements should be made at 25? C. where possible. 
Take the reading with the Westphal balance at 25? C. Balance 
the plummet in distilled water also at 25? C. and take the reading. 
Divide the first reading by the second. This is the sp. gr. of the 
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material at 25° C. If it is not possible to take readings at 25° C., 
balance the plummet in the sample and also in distilled water at 
the temperature t° and correct the sp. gr. to 25° C. as follows: 
If {° is greater than 25°, then 


Sp. gr. at 25° C.=sp. gr. at t? C.+0.00068 (t—25). 
In case ¢° is less than 25°, then 
Sp. gr. at 25° C.=sp. gr. at t? C. —0.00068 (25 —t). 


A hydrometer may be used in place of the Westphal balance- 
Since hydrometers are standardized for water at 15.5? C., the 
hydrometer reading in the tar at 25? C. should be multiplied by 
1.002 to bring it to the basis of HO = 1 at 25? C. 

For accurate work and for thick tars the modified Hubbard's 
sp. gr. bottle should be used. In using this bottle the following 
weights are necessary in the order given: 

A = Weight of empty bottle; 
B= Weight of bottle filled with water to the mark at 25? C.; 
and C= Weight of bottle filled with tar at 25° C.; 


h ft ,290. C-A 
then sp. gr. ot tar à CBA 


Nore.—The Hubbard method is not accurate for tar containing water. 
In such case the tar should be dehydrated, as described below under Distilla- 
tion, and the sp. gr. determined on the dehydrated tar. The sp. gr. of the 
original tar may be calculated as follows: 

Let A —Sp. gr. of dehydrated tar; 

B — Percentage of water expressed as decimal; 
and X —Sp. gr. of original tar; 
then X =B+A (1— B). 


Moisture.—For most purposes the Xylol Method is suitable, 
as described on page 358. 

In eases of dispute, however, use the method described in the 
“Gas Chemists’ Hand Book," page 191 (1916), as follows: Meas- 
ure 50 ec. of coal-tar naphtha or light oil (which must be tested to 
determine that it is free from water whenever a new supply is 
required) in a 250-cc. graduated cylinder. Add 200 cc. of the tar, 
transfer the contents of the cylinder to a copper still (see below 
under Distillation) and wash the cylinder with 50-75 cc. more 
of naphtha, adding the washing to the contents of the still. 


MISCELLANEOUS ANALYSES 801 


Attach the lid and clamp, using a paper gasket. Distill through 
a still head, connected to a condenser, and collect the distillate in 
a separatory funnel having a graduated stem to which 15-20 ce. 
of benzene have been previously added. Apply heat to the still 
by means of the ring burner and distill until the temperature as 
indicated by the thermometer has reached 205? C. The bulb of 
the thermometer must be opposite the side neck of the still head. 
The reading of the volume of water is made after twirling the 
funnel and letting the water settle for a few minutes. Calculate 
the percentage by volume. 

Free Carbon.—For accurate work the tar should be dried 
before testing and after drying passed hot through a 30-mesh 
sieve to remove foreign substances. This ordinarily, however, is 
not necessary as such foreign substances could easily be detected 
during analysis. 

From materials with 5% or more carbon take about 5 grams, 
with lesser percentages take 10 grams approximately. Weigh 
out the sample in a 100-cc. beaker and digest with about 5 cc. of 
pure toluene on the steam bath for not over 30 minutes. If the 
solution is kept hot and constantly stirred, digestion ean be com- 
pleted very rapidly. 

Weigh in a weighing bottle a filter cup prepared as described 
below and place in a carbon filter tube over a beaker or flask. 
Decant the toluene tar mixture through the thimble and wash 
with hot toluene until clean. After transferring all the material 
from the beaker, wash once with hot pure benzene, drain, cover 
with a cap of filter paper and extract with benzene in an extractor 
of the Cottle or Rubber Insulation Committee type as used in 
rubber analysis (see Fig. 39, p. 752). Continue extraction until 
the descending benzene is colorless; remove the thimble, discard 
the cap, dry at 105° C. and weigh in the same weighing bottle as 
originally used. The residue is carbon. Report the result as 
Free Carbon (Toluene-benzene Method). 

NomEs.—(1) If the carbon is contaminated by dirt, ignite in a crucible 
and weigh the inorganic residue. Subtract this from the original weight of 
residue. 

(2) Filter cups: The filter cups or thimbles are made of 15-cm. hardened 
filter paper. To make a cup, take 2 circles and cut one down to a diameter 
of about 14 cm. Use a round stick about 1 inch in diameter as a form. 
Place the stick in the center of the circles of filter paper, the smaller inside; 
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then fold the papers symmetrically round the stick to form a cup of about 
2.5 inches in length. After making the cups, soak them in benzene to 
remove any grease due to handling, drain, dry in a steam oven, and keep in 
a desiccator until used. 


Distillation.—SAmPLING.—The sample as received must be 
thoroughly stirred and agitated, warming, if necessary, to insure 
complete mixture before the portion for analysis is removed. 

DEHYDRATION.—If the presence of water is suspected or 
known, dehydrate the material before distillation. Place about 
300-400 cc. in a copper still (A. H. Thomas Co., Catalog No. 
20416) provided with a distilling head connected with a water- 
cooled condenser. Use a ring burner, starting with a small flame 
at the top of the still, and gradually lowering, if necessary, until 
all water has been driven off and the thermometer reads 170? C. 
(The bulb of the thermometer should be opposite the side tube of 
the distilling head.) Collect the distillate in a 200-cc. separatory 
funnel with the tube cut off close to the stop-cock. When all 
water has been driven over and the distillate has separated clear, 
draw off the water and return the oils to the residue in the still. 
(If erystals separate, warm the mixture until they gointo solution.) 
Let the contents of the still cool to below 100? C. before the oils 
are returned; stir well and mix with the residue. 

APPARATUS.— The apparatus consists of the following standard 
parts: 

(a) Flask.—The distillation flask is a 250-cc. Engler distilling 
flask, of the following dimensions: 


Diameteriof bullous. 44. oe SUN X SENI 
Tength*ormneckt ohne ee TA ee TS Orem 
Diametro lee Ob. et Ze 1.7:em. 
Surface of material to lower side of tubulature..... 11.0 cm. 
Length of tubulatunes: s sae. Ee eee: 15.0 em. 
Diameterof tubular 0117 EE 
¡AMPOLLAS 01052 SE TOS 


A variation of 3% from the above measurements is allowed. 

(b) Thermometer.—The thermometer is of hardened glass, filled 
with inert gas under pressure and provided with an expansion 
chamber at the top; it reads from 0 to 400? C. or 450? C., is 
graduated in single degrees Centigrade, and has the following 
dimensions: 
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Diameter of etem. ae. dair: 6.5-7.5 mm. (approximately). 
Length of thermometer.......... 385 mm. 

Length from 0° to 400° marks... . 285-305 mm. 

Tenge uror DULD E E E 10-15 mm. 

Diameter ot!'bulb?*35 0. Mid: 5 mm. and not exceeding 


diameter of stem. 
Distance from zero to bottom of 
bullae dee E E 25-35 mm. 


When the thermometer is taken at a temperature of 26? C. 
and plunged into a free flow of live steam, the meniscus must pass 
the 90? mark in not more than 6 seconds. 

(c) Condenser.—The condenser tube has the follows dimen- 
sions: 


EE ee mee a a E, eee we ce 500 mm. 
A EE Sat st 12-15 mm. 
Width of adaptor end of tube................-... 20-25 mm 


(d) Stands.—T wo iron stands are required, one with a universal 
clamp for holding the condenser, and one with a light grip arm 
with a cork-lined clamp for holding the flask. 

(e) Burner and Shield.—The Bunsen* burner must be provided 
with a tin shield 20 em. long and 9 cm. diameter, having a small 
hole for observing the flame. 

(f) Cylinders.—The cylinders used in collecting the distillate 
have a capacity of 25 cc., and are graduated to 0.1 ec. 

SETTING UP APPARATUS.—Connect the distilling flask con- 
taining the tar to the air condenser with a 1-hole stopper. Insert 
the thermometer through a 1-hole stopper in the top of the flask 
in such a way that the top of the bulb is opposite the middle of 
the side-arm opening of the flask. Have the burner so adjusted 
that the shield will completely protect the flame and also the bulb 
of the distilling flask. 

PRocEDURE.—Weigh exactly 100 cc. of the dehydrated 
material into the distilling flask, which has been previously 
weighed. Adjust the thermometer, shield, condenser, etc. 
Commence distillation, so regulating the rate that 1 cc. passes 
over every minute. Change the receiver as the mercury column 
just passes the fractionation point. 


*Or Tirrill, 
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Report the temperature at which the first drop comes over 
and then report the percentage of each of the following fractions, 
both by weight and by volume: 


CL) Up to 11070: 
OFTON C 

(8) 170-235° C. 

(4) 235-270? C. 

(b) 270-300? C. 

(6) 300-315? C. 

(7) 315-355? C. 

(8) Residue above 355? C. 


The residue is determined by cooling the flask after distillation 
and weighing it. During the distillation the condenser tube 
should be warmed when necessary to prevent deposition of any 
sublimate. 


Notz.—This method is based on standard method D20-18 of the Amer- 
can Society for Testing Materials. 


Tar Acids.— Distill a known volume of the tar up to 315? C. 
For each 100 cc. of distillate add 40 cc. of an approximately 20% 
solution of NaOH. Warm slightly while stirring and place in a 
separatory funnel. Shake vigorously, let stand until the oil and 
NaOH solutions separate, and draw off the latter containing most 
of the tar acids. Make a second and third extraction, using 75% 
and 50% of the original volume of NaOH solution, respectively. 
Unite the 3 alkaline extracts in a 200-cc. graduated cylinder 
(see below) and acidify with dil. H3SO4. Let cool and read the 
volume of tar acids. From the amount of tar taken calculate the 
percentage by volume of tar acids in the original tar. 

Norr.—The cylinder or separatory funnel should be of special form with a 


stop-cock and graduated stem so that the tar acids may be drawn down in 
the graduated portion and the volume accurately determined. . 


Sulfur.—See page 252. 

Road Tars.—The examination of road tars is usually made to 
conform to particular specifications which describe the method. 
If methods are not specified, follow the procedures on page 787. 


RxrERENCES.—'' Gas Chemists’ Handbook," 1916; Am, Soc, for Testing 
Materials; “Triennial Standards," 951 (1924), 
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SPENT OXIDE 


General.— The material used for the removal of H;S from 
iluminating gas is known under various names, such as oxide, 
iron oxide, iron mass, iron sponge, etc. After it has been in use 
for some time, it is generally referred to as Spent Oxide. It 
consists of wood shavings mixed with hydrated ferric oxide. The 
action of HS on this material is probably represented by the 
following equations: 


Fe:20; H20 +3H-S = Fe:S;+4H20, 
and Fe;O;4:H50 +3H:5S =2FeS+S8+4H.0. 


After the material has become “foul,” it is revivified or reox- 
idized by exposure to air. The reactions here are probably as 
follows: 

2Fe253+302=2Fe203+65, 
and 4FeS 4-30; — 2Fe30; 4-48. 


There are also present Prussian blue and other cyanogen and 
carbonyl products. In selling the material for its cyanogen con- 
tent, it is customary to calculate the latter in terms of crystallized 
potassium ferrocyanide, K¿Fe(CN)e:3H20. 

Moisture.—When the material arrives in the laboratory, it is 
usually in such condition, due to moisture and tarry matter, that 
it must be dried before grinding. Mix the sample thoroughly 
and weigh out 100 grams (or more if possible) into a rectangular 
tin dish and dry to constant weight, keeping the temperature as 
nearly as possible between 90 and 95? C. When ferrocyanide is 
to be determined, dry for 9 hours at 50-60? C. It is unsafe to 
hasten drying by raising the heat, as this will volatilize some of 
the free S, and may decompose Prussian blue. 

Preparation of Sample.—Grind the dried sample in an ordinary 
coffee mill, repeating the grinding until the material is as fine as 
possible. By bringing the grinding surfaces closer together each 
time, it is possible to reduce the mass almost to a powder. For 
accurate work, determine the residual moisture in the ground 
sample and make such corrections as are necessary in figures 
obtained in the subsequent analysis to bring them to the basis 
of the original material. 
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Norr.—In grinding it is very essential, in case ferrocyanide is to be deter- 
mined, that the temperature should not get above 50-60? C., as excessive 
heating will cause loss of cyanogen. 


Free Sulfur.—Since, for commercial purposes, S combined as 
iron sulfide may be considered in the same category as free S, 
the analysis is shortened by determining these two forms of S 
together. The method is based on the fact that free S is dis- 
solved by CS,. Since the latter, however, will dissolve only free 
S, some of the sample should be spread out and exposed to air 
for *revivification" before extracting. The sample must also 
be dry, since moisture interferes with the extraction. 

Weigh 5 grams of the ground dry material on a watch glass and 
heat in a water oven at not over 95? C. to constant weight in order 
to remove the last traces of moisture. "Transfer to a Soxhlet 
thimble and extract with recently distilled CS2* until no further 
material is extracted, collecting the extract in a weighed flask. 
Distill off the CS; on the water bath through a Liebig condenser. 
Dry the residue to constant weight at not over 100? C. The 
weight gives the amount of tar and free S. 

Add to the flask 50 cc. of fuming HNOs, evaporate on the hot 
plate or sand bath to half its volume, then add, little by little, 3 
grams of KCIO;, and evaporate to dryness. Bake on the hot 
plate for 3 hour, cool and add 30 cc. of dil. HCl (1:1). Boil, 
filter aad wash with hot water. Heat the filtrate to boiling and 
add slowly a boiling 10% solution of BaCl in excess. Boil for 
3 hour, or let stand overnight; filter hot, wash, ignite and weigh 
the BaSO, in the usual way. Calculate the weight to sulfur. 

CALCULATION.—Ba80,X 0.1378 =S. 


Norrs.—(1) The CS; extraction is a slow one; the length of time required 
depends upon the percentage of S and the amount of tar. Usually 30 hours 
will be sufficient. 


(2) The free S in spent oxides may run from a few per cent to as high as 
55 or 60%. 


Tar.—The weight of S subtracted from the total weight of 
CS, extract gives the weight of tar. 


* CS, is very inflammable and in the gaseous state, when mixed with a 
certain percentage of air, is highly explosive. The extraction apparatus 
should never be disconnected until it has cooled down to room temperature. 
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Combined Sulfur.—If it is desired to determine the combined $, 
this may be done on the residue from the CS; extraction, after 
making sure that all CS, has been expelled. After oxidizing with 
fuming HNOs, as described under Free Sulfur, and filtering, dry 
the undecomposed material on the filter paper and fuse it with 
equal parts of Na2CO; and NaNO;.  Disintegrate with hot water, 
filter and wash. Dilute the filtrate to 250 cc. and acidulate with 
HCl. Boil off CO; and precipitate hot with excess of BaCl 
solution. Add the S thus found to the S found by the HNO; 
treatment. The sum gives combined $. 

Potassium Ferrocyanide (Modified Knublauch Method).— 
MorsTURE.—Dry 30 grams of the material for 9 hours at 50-60? C. 

EXTRACTION OF PrussiaN Buun.—Grind the dried oxide 
until it all passes an 80-mesh sieve, taking care to avoid heating. 
Introduce 10 grams of this fine material into a 250-cc. volumetric 
flask. Add 50 cc. of 10% KOH solution and let stand 15-16 hours 
at room temperature, shaking frequently. Then make up to 
250 ec. and add 5 cc. more to compensate for the volume of the 
oxide. Shake vigorously and filter through a dry filter. Some 
free S may come through the filter paper, but most of this can 
be removed by refiltering through the same paper. What 
remains will do no harm. 

Pipette out 100 cc. of this filtrate and let it run slowly into 50 
ec. of a boiling solution of FeCl;.* Boil the mixture a few min- 
utes to complete the precipitation of the Prussian blue. After 
this settles a little, filter and wash with boiling water until the 
washings are free from acid. "Transfer the blue, together with 
the filter paper, into a 400-cc. beaker and add 25 cc. of 10% 
KOH solution. After complete decomposition, transfer to a 
250-cc. volumetric flask and make up to the mark. Shake 
and filter through a dry filter. Use 100 cc. of this filtrate for 
titration. . 

PREPARATION OF SOLUTIONS.—Zinc Sulfate Solution.—W eigh 
out 10 grams of ZnSO¿'7H30, dissolve in water, add 10 cc. of 
cone. HSO; and dilute to 1 liter in a volumetric flask. 

Potassium Ferrocyanide Solution.—Weigh out exactly 5 grams 
of K,Fe(CN)e3H;0. This should be chemically pure and 

* Dissolve 60 grams of FeCl; crystals in water, add 100 cc. of conc. HCl 
and dilute to 1 liter. 
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contain the full amount of water of crystallization. If the latter 
is more or less, a correction must be made. Dissolve in water 
and make up to 250 cc. 

STANDARDIZATION OF ZNSO, SoLuTION.—Measure out 25 cc. of 
the ferrocyanide solution into a beaker. Add about 50 cc. of 
water and 10 ec. of 10% H53SO,.  Titrate with the ZnSO,solution 
from a burette. i 

As an outside indicator use a 3% solution of ferric alum on 
Schleicher and Schull’s drop-reaction paper No. 601.* Place 1 
drop of ferric alum solution on the paper and let it spread as far 
as it will. Place a drop of the solution being titrated so that its 
extreme edge, after spreading, just meets the edge of the ferric 
alum drop. If the two over-run, faulty results will follow. The 
end-point of the titration is reached when a blue coloration at the 
point where the 2 drops meet does not appear for a space of 1 
minute. Questionable end-points may be detected by holding 
the test paper so that strong sunlight passes through it. The 
faintest trace of blue is readily detected in this way.  Titrations 
should not be attempted by artificial light or on dull, cloudy days. 
At least 3 titrations should be made, the first to find the approxi- 
mate amount of ZnSO, solution required. The second and third 
titrations should check each other closely. 

From the titration ealeulate the value of 1 ec. of ZnSO, solu- 
tion in terms of K¿Fe(CN)s:3H20. 

TITRATION OF PREPARED SOLUTION.— Place in a beaker 100 cc. 
of the solution prepared as described under Extraction of Prussian 
Blue. Add a drop or two of methyl orange indicator, neutralize 
with 10% H50, and then add 10 cc. excess. Titrate with stand- 
ard ZnSO, solution, using ferric alum as outside indicator, exactly 
as in the standardization. From the strength of the ZnSO; 
solution calculate the percentage of KiFe(CN);:3H530 both in the 
sample as received and on the dry basis. 


* This is the only paper which we have found satisfactory. Other papers, 
such as Whatman’s, give a blue color directly with the reagent. They can 
be made satisfactory, however, by treatment with very dil. HCl as follows: 
Place the entire sheet in a large beaker and cover it with HCl of between 2 
and 5% strength. Boil gently or digest on the steam bath for about 1 hour. 
Wash free from acid; then continue washing until free from Cl. Dry in the 
air protected from chemical fumes, 
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Norr.—The entire success of the method depends upon obtaining the 
correct end-point. Titrations must be carried out in strong sunlight, never 
by artificial light. 

REFERENCES.—Proc. Am. Gas Inst., 7, 761; R. H. Royle: “Chemistry 
of Gas Manufacture," 174; “Gas Chemists’ Handbook.” 


MORTAR AND CONCRETE 


General.—Structural concrete consists of sand, gravel and 
cement. In mortar the gravel (large aggregate) is omitted. 
In some mortars also lime is used. These lime mortars generally 
contain an amount of lime about equal to the amount of cement. 
The setting of cement is a process of hydration; therefore, in 
order to obtain the composition of the original material, the 
analysis must be made on the sample after ignition. 

Gravel.—Any stone or coarse aggregate which will not pass 
through a sieve with i-inch openings* is considered gravel; 
material finer than 1-inch is considered sand. If the composition 
contains gravel, the whole sample should be weighed and disin- 
tegrated with a hammer or mortar and pestle, taking care not to 
crush or break the stone or sand particles. Knock off the cement 
from the large particles. Then determine the percentage of the 
whole sample which will not go through a ¿-inch sieve and report 
as Gravel. 

Thoroughly mix the finer portion, and weigh out a known 
quantity, generally 10-50 grams, depending upon the size of the 
particles. Ignite and determine loss on ignition. Then proceed 
with the determinations of Sand, etc., as below, beginning “Treat 
with a considerable volume of dil. HCl.” 

Sand.—If the original material is fine and appears to be fairly 
uniform (as in the case of mortars and surfacings), crush gently 
and mix thoroughly. Ignite a portion and weigh out 5-10 grams 
of the ignited sample. Treat with a considerable volume of dil. 
HCl (not stronger than 1:10) and warm on the steam bath. 
Decant the liquid through a filter into a volumetric flask. (If 
CaO and MgO are not to be determined, discard the filtrate; see 
Note 2.) Add a second portion of dil. HCl, again warm and 
decant. Continue this until all soluble matter has been removed. 
Wash with hot water, finally transferring all the residue to the 


* This is not a 4-mesh sieve, i.e., a sieve with 4 openings to the inch. 
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filter. Ignite in a weighed crucible, cool in a desiccator and 
weigh. This gives the Sand. 

Notrs.—(1) Some of the SiO; from the cement may be thrown out of 
solution as silicic acid. The amount, however, is small if dilute acid is used 
andis largely compensated by the small amount of iron and alumina which is 
dissolved from the sand. 

(2) In ease of concrete and mortars free from added lime or limestone, 
it is sufficiently accurate to consider the rest of the material as cement. 
From the loss on ignition of the sand plus cement caleulate what the weight 
of the entire sample would have been afterignition. On this weight figure 
the percentages of gravel and sand, and take cement “by difference." 


Total Lime and Magnesia.—If the material contains added 
lime or limestone, make the filtrate up to volume and take an 
aliquot representing about 2 grams of the original ignited portion. 
Make slightly alkaline with NH4OH, boil, and filter out any Fe 
and Al hydroxides. To the hot filtrate add an excess of (NH,)2- 
C50, solution. Heat to boiling and let stand until the precipi- 
tate settles clear. Filter, wash with hot water and ignite over a 
blast lamp in a weighed platinum crucible. Cool in a desiccator 
and weigh as CaO. (The CaC5;0, may also be titrated with 0.1 N 
KMnO; in the usual way instead of igniting.) 

Test a little of the filtrate from the CaO determination for MgO. 
If any appreciable amount is present it must be determined as 
follows: Return to the main filtrate the portion of the filtrate on 
which the qualitative test was made. Make slightly acid with 
HCl aud evaporate until crystallization begins. Cool and dilute 
sufficiently to redissolve any crystals. Add a considerable excess 
of a solution of Na or NH, phosphate and then make strongly 
ammoniacal. Let stand overnight (or cool in ice water and stir 
for about 3 hour). Filter through a weighed Gooch crucible, 
wash with a mixture of 1 part of dil. NH,OH (1:1), 1 part of 
aleohol, and 3 parts of water. Ignite very gently at first and 
finally blast thoroughly. Cool in a desiccator and weigh as 
Mg»P207. Calculate to MgO. 

CALCULATION.—Mg;P,0;X 0.3621 = MgO. 

Notr.—Since the entire procedure gives of necessity only approximate 
results, it is not necessary to make a double precipitation of the CaCO4 
before determining Mgo. 

CALCULATIONS.— If the brand of cement is known, look up the 
amount of CaO it contains. If the brand is not known, assume 
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that it contains 62% CaO. Then, assuming that the ignited 
material consists entirely of sand, cement, and free lime (and 
MgO), and that the cement itself contains 62% CaO (4-MgO), 
calculate the proportions in the sample as follows: 

Subtract the percentage of sand and gravel from 100%. The 
difference is cement 4-CaO--MgO. (This is B below.) 


Let | A- Total CaOJ4- MgO (found by analysis), 
B = Cement +free CaO +free MgO, 
and X — Cement; 
then B — X — Free (CaO 4-MgO), 
and A-B-—X-4-0.62 X 


= B— 0.38 X. 
Or 0.38 X=B-A; 
B—A 
and X="9 38° 


NorzE.—1f high-caleium lime was used, there will be very little MgO pres- 
ent; but if dolomitic lime was used, there will be considerable MgO. 


SAMPLING AND PHYSICAL TESTING OF PORTLAND CEMENT 


General.—The following procedure is based on specification 
C 9-21 of the American Society for Testing Materials.* Port- 
land cement is there defined as “the product obtained by finely 
pulverizing clinker produced by calcining to incipient fusion an 
intimate and properly proportioned mixture of argillaceous and 
calcareous materials, with no additions subsequent to calcination 
excepting water and calcined or uncalcined gypsum.”’ 

Portland cement is usually purchased on the basis of physical 
tests only, and unless expressly requested, no chemical tests are 
necessary. 

Specifications for Physical Requirements.—The standard speci- 
fications of the American Society for Testing Materials were 
revised in 1916 to become effective January 1, 1917. Unless 
otherwise instructed, cement is to be tested according to the 
revised specifications. As some engineers, however, request 

* As a supplement to this specification the American Society for Testing 
Materials has issued a “Manual of Cement Testing," which is a reprint from 
its Proc., 25, I (1925). Anyone who has occasion to do commercial cement 
testing should read this manual, which also contains a good bibliography on 
Portland cement. 
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tests according to the old specifications, both requirements are 
given below: 


Old Specifications New Specifications 
Maximum | Minimum Maximum | Minimum 
Specific gravity: 
Ordinary Portland cement........| ........ S. 19. M A 3-10 
White Portland cements ati M AIR A A AO 3.07 
Fineness: 
Residue on 100-mesh sieve........ Spe | EE ester E s 
Residue on 200-mesh sieve........ A A E 29195" Me HE As 2 
Initial set: 
Gillmore needles. een, oa ra el ERE este NI M ETE 60 minutes 
Vicar meedio etus oe ORENSE cR ERST EE 30) minutes" hh Ni 45 minutes 
Final set: 
Gilmore needle taa se Ellenberger IO0 hours, | 3. TS 
Më meedlol tern E elt OLA QUES 1 hour IO hours si TELE 
Tensile strength (neat) 
OA Hours et eie eos Eet, 175 pounds" TM ENSIS 
TGA SEN A fue LES MENU i ame 500. pounds, || 22 Sae MI RT 
QSAR ys dE Rs Mut c s WIR Ea diese i OS 600 pounds: Ibe aro e A 
Tensile strength (1:3 mortar)....... 
TASA e lO hardest 200 pounds: H sS 200 pounds 
DIA ts e AI A 275 pounds || ........ 300 pounds 


A pat of neat cement shall remain firm and hard and show no 
signs of distortion, cracking, checking, or disintegration in the 
steam test for Soundness described below. 

A bag of cement shall contain 94 pounds net; a barrel, 376 
pounds net. 


Notes. —(1) If the sample under test falls below the sp. gr. requirement, 
a second test may be made on an ignited sample. The sp. gr. test is not 
required by the revised specifications unless specifically requested. 

(2) The average tensile strength of standard mortar at 28 days shall 
always be higher than the strength at 7 days. 

(3) At least 10 days from the time of sampling shall be allowed for the 
completion of the 7-day test and 31 days for the 28-day test. 

(4) The Gillmore needle is used on setting tests in this laboratory unless 
otherwise requested. 


Rejection.—Cement may be rejected if it fails to meet any of 
the requirements of the specifications. It shall not be rejected 
on account of failure to meet the fineness requirement if, upon 
retest after drying at 100? C. for 1 hour, it meets this requirement. 
Cement failing to meet the soundness test in steam may be 
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aecepted if it passes a retest, using a new sample, at any time 
within 28 days thereafter. 

Packages varying more than 5% from the specified weight 
may be rejected; and if the average weight of 50 packages taken 
at random from any shipment is less than that specified, the entire 
shipment may be rejected. 

Sampling.— Tests may be made on individual or composite 
samples. Each test sample should weigh at least 8 pounds. 
Samples should preferably be shipped and stored in air-tight: 
containers. 

(a) INDIVIDUAL SaMPLEÉ.—If sampled in cars, take 1 test 
sample from each 50 barrels or fraction thereof. If sampled in 
bins, take 1 sample from each 100 barrels. 

(b) COMPOSITE SAMPLE.—lf sampled in cars, take 1 samplerful 
from 1 of each 40 sacks (or from 1 of each 10 barrels) and combine 
them to form 1 test sample. If sampled in bins or warehouses, 
take 1 test sample for each 200 barrels or fraction thereof. 

(c) SAMPLING AT MiLL.—Use any of the following methods 
that may be practicable, as ordered: 

(1) From the Conveyor Delivering to the Bin.—Take at least 8 
pounds of cement from approximately each 100 barrels passing 
over the conveyor. 

(2) From Filled Bins by Means of Proper Sampling Tubes.— 
Tubes inserted vertically may be used for sampling cement to a 
maximum depth of 10 feet. Tubes inserted horizontally may be 
used where the construction of the bin permits. Samples shall be 
taken from points well distributed over the face of the bin. 

(3) From Filled Bins at Points of Discharge-—Sufficient cement 
shall be taken from the discharge openings to obtain samples 
representative of the cement contained in the bin, as determined 
by the appearance at the discharge openings of indicators placed 
on the surface of the cement directly above these openings before 
drawing of the cement is started. 


Nore.—In sampling cement from sealed bins for a single customer, it is 
often customary to take one sample representing every 200 barrels and make 
all tests except tensile strength on each of these samples. Then make com- 
posite samples, using equal portions of 5 of the individual samples, and on 
these composite samples make 7- and 28-day tensile tests. (The tensile 
tests will thus cover 1 sample for every 1000 barrels.) As the cement is 
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shipped from the bin take 1 sample representing each carload and make set- 
ting and soundness tests only. 


Preparation of Sample.— Pass the sample through a sieve hav- 
ing 20 meshes per linear inch in order to thoroughly mix the 
sample, break up lumps and remove foreign material. 

Specific Gravity.— Determine the sp. gr. with the Le Chatelier 
apparatus, standardized by the Bureau of Standards. Use kero- 
sene, free from water, or benzine not lighter than 62° Bé. Fill 
the flask with either of these liquids to a point on the stem 
between 0 and 1 cc. and introduce slowly 64 grams of cement 
of the same temperature as the liquid, taking care that the cement 
does not adhere to the inside of the flask above the liquid and to 
free the cement from air by rolling the flask in an inclined position. 
After all the cement is introduced, the level of the liquid will rise 
to some division of the graduated neck. The difference between 
readings is the volume displaced by 64 grams of the cement. Cal- 
culate the sp. gr. from the formula: 


— 64 D 
~ displaced volume (cc.) 


Sp. gr. 


Keep the flask immersed in water during the operation to 
avoid variations in the temperature of the liquid in the flask 
(which should not exceed 0.5? C.) and report results to 2 decimal 
places. Check determinations should agree within 0.01. 


Noze.—The sp. gr. is to be determined on the cement as received; if it 
falls below 3.10 (or 3.07 for white cement), make a second determination 
after igniting the sample in a muffle at a temperature between 900 and 1000? 
C. Ignite at this temperature for 15 minutes and then for periods of 
5 minutes to constant weight. 


Fineness.— Place 50 grams of cement on a clean, dry 200-mesh 
sieve with pan and cover attached, if desired, and hold in one 
hand in a slightly inclined position so that the sample will be well 
distributed over the sieve, at the same time gently striking the 
side about 150 times per minute against the palm of the other 
hand on the upstroke. Turn the sieve every 25 strokes about + 
of a revolution in the same direction. Continue the operation 
until not more than 0.05 gram passes through in 1 minute of 
continuous sieving. Weigh the residue on the sieve in grams and 
multiply by 2 to obtain the percentage of residue. 
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Norrs.—(1) Routine sieving is done in this laboratory on a Ro-tap 
mechanical sifter. The sifter is run for 15 minutes, the fine material in the 
pan discarded and then the sieving continued for 5-minute periods until no 
more material comes through the sieve. In case, however, any sample fails 
to pass on the Ro-tap tester, it shall not be rejected until checked by the 
hand method above described. 

(2) The 200-mesh sieve used must be round, approximately 8 inches in 
diameter, and standardized by the U. S. Bureau of Standards. It should 
be made of woven (not twilled) wire cloth with 200 wires per inch and the 
number of wires in any whole inch should not be less than 192 nor more than 
208. No opening between adjacent parallel wires should be more than 
0.0050 inch. The diameter of the wire should be 0.0021 inch and the aver- 
age diameter should not be less than 0.0019 nor more than 0.0023 inch. "The 
value of the sieve as determined by sieving tests made in conformity with 
the standard specification for these tests on a standardized cement which 
gives a residue of 25-20 % on the 200-mesh sieve, or on other similarly graded 
material, should not show a variation of more than 1.5% above or below the 
standards maintained at the Bureau of Standards. 

(3) The old specifications required a 100-mesh sieve test. This test is 
made in the same way as the 200-mesh test, using a 100-mesh sieve of the 
following specifications: 


Diameter of wire, inch..................... 0.0042-0.0048 
Meshes per linear inch 
War e E AN O 95-101 
Moor AA Eq A eoe 93-103 


Preparation of Neat Paste or Mortars.—The quantity of dry 
material to be mixed at one time must be between 500 and 1000 
grams. Weigh out the dry materials to the nearest gram, place 
on a non-absorbent surface (glass is satisfactory), thoroughly mix 
dry, if sand is used, and form a crater in the center, into which 
pour the proper percentage of clean water. Turn the material 
on the outer edge into the crater by means of a trowel. After 
an interval of 4 minute for the absorption of the water, complete 
the operation by continuous, vigorous mixing, squeezing and 
kneading with the hands for at least 1 minute. Protect the 
hands by rubber gloves during the mixing. 


Notrs.—(1) The temperature of the room and the mixing water should be 
maintained as nearly as practicable at 21? C. (70? F.). 

(2) In order to secure uniformity in the results of tests for the time of 
setting and tensile strength, the manner of mixing as above described should 
be carefully followed. At least 1 minute is necessary to obtain the desired 
plasticity, which is not appreciably affected by continuing the mixing for 
several minutes. The exact time necessary depends upon the personal equa- 
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tion of the operator. Any error in mixing should be on the side of 
over-mixing. 

Normal Consistency.— Use the standard Vicat apparatus (Fig. 
42), which consists of a frame bearing a movable rod weighing 300 
grams, one end being 1 em. in diameter for a distance of 6 em. and 
the other having a removable needle 1 mm. in diameter, 6 cm. 
long. The rod is reversible and may be held in any desired posi- 
tion by a screw, and has midway between the ends a millimeter 


Fra. 42.—Vicat Apparatus. 


scale attached to the frame. The paste is held in a conical, 
hard-rubber ring, 7 cm. in diameter at the base, 4 em. high, resting 
on a glass plate about 10 em. square. 

In making the determination, weigh out 500 grams of cement 
and knead into a paste with a measured quantity of water as 
deseribed previously. Quickly form into a ball with the hands, 
completing the operation by tossing it 6 times from one hand to 
the other, maintained about 6 inches apart. 

Press the ball, resting in the palm of one hand, into the larger 
end of the rubber ring held in the other hand, completely filling 
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the ring with paste; then remove the excess at the larger end by a 
single movement of the palm of the hand. Place the ring on its 
larger end on the glass plate and slice off the excess paste at the 
smaller end (top) of the ring by a single oblique stroke of a trowel 
held at a slight angle with the top of the ring. During these 
operations take care not to compress the paste. 

Place the paste confined in the ring, resting on the plate, under 
the rod and bring the larger end of the rod in contact with the 
surface of the paste; read the scale and quickly release the rod. 
The paste is considered to be of normal consistency when the rod 
settles to a point 10 mm. below the original surface in } minute 
after being released. 

The apparatus must be free from all vibrations during the test. 
Make trial pastes with varying percentages of water until the 
normal consistency is obtained. Express the amount of water 
required in percentage by weight of the dry cement. 

Standard Mortar (1:3).— The consistency of standard mortar 
depends upon the amount of water required to produce à paste of 
normal consistency from the same sample of cement. Having 
determined the normal consistency of the cement sample, the con- 
sistency of standard mortar made from the same sample shall be 
as indicated in Table XX XVI below, the values being given in 
percentage of the dry weights of the cement and standard sand. 


TaBLE XXXVI—PERCENTAGE OF WATER FOR STANDARD Mortars 


Normal Consist-| Percentage of Normal Consist- GEET 
ency, Percentage | Water for 1:3 || ency, Percentage 7 
Water for 1:3 
of Water for Neat Mortar of Water for Neat M 
ortar 
Cement Paste Cement Paste 
15 9.0 23 10.3 
16 99 24 10.5 
d 9.3 25 LOLZ 
18 9.5 26 10.8 
19 9.7 Dil 11.0 
20 9.8 28 ii) 2 
2 10.0 29 dera 
22 10.2 30 (Dk 
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Soundness.—Make a pat of cement paste of normal consist- 
ency about 3 inches in diameter, 0.5 inch thick at the center and 
tapering to a thin edge, on a clean glass plate about 4 inches 
square, and store it in moist airfor24 hours. In molding the pat, 
first flatten the cement paste on the glass and then form the pat 
by drawing the trowel from the outer edge toward the center. 

Then place the pat in an atmosphere of steam at a temperature 
between 98 and 100? C. upon a suitable support 1 inch above 
boiling water for 5 hours. At the end of this time, examine 
the pat for shrinkage, absorption, cracking, checking or disinte- 
gration. The pat should be firm and sound. 

Notres.—(1) Unsoundness is usually manifested by change in volume 
which causes distortion, cracking, checking, or disintegration. 

(2) Pats improperly made or exposed to drying may develop what are 
known as shrinkage cracks within the first 24 hours. These are not an 
indication of unsoundness. 

(3) The failure of the pats to remain on the glass or the cracking of the 
glass to which the pats are attached does not necessarily indicate 
unsoundness. 

(4) Should the pat leave the plate, distortion may be detected best with 
a straight edge applied to the surface which was in contact with the plate. 

Time of Setting.— The time of setting may be determined 
either with the Vicat needle, previously described, or with the 
Gillmore needle. Unless otherwise directed, tests in this labora- 
tory are made with the Gillmore needles. 

(a) With Gillmore Needles—Make a pat of neat cement about 
3 inches in diameter and 0.5 inch in thickness with a flat top, 
mixed to normal consistency, and keep in moist air at a tempera- 
ture maintained as nearly as practicable at 21? C. Test at 
intervals with the standard Gillmore needles (Fig. 43). The 
cement shall be considered as having acquired its initial set when 
the pat will bear, without appreciable indentation, the Gillmore 
needle Je inch in diameter, weighing 0.25 pound. The cement 
has acquired its final set when the pat will bear without an appre- 
ciable indentation, the Gillmore needle Ae inch in diameter, 
weighing 1 pound. In making the test, hold the needlesin a verti- 
cal position and apply lightly to the surface of the pat. 

(b) With Vicat Needle.—Make a paste of neat cement of normal 
consistency and mold it into the hard-rubber ring, as previously 
described under Normal Consistency above. Place it under the 
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rod and then carefully bring the smaller end of the rod in contact 
with the surface of the paste and quickly release the rod. The 
paste has reached the condition of initial set when the needle 
ceases to pass a point 5 mm. above the glass plate in } minute 
after being released; and final set, when the needle does not sink 
visibly into the paste. 

The test pieces must be kept in moist air during the test.* The 
needle must be kept clean, as the collection of cement on the sides 


AAA 


(a) Pat with Top Surface Flattened for Determinmg 
Time of Setting by Gillmore Method. 


(5) Gillmore Needles. 
Fra. 43. 


retards the penetration, and cement on the point may increase 
the penetration. 

Norre.—Time of setting is affected not only by the percentage and tem- 
perature of the water used and the amount of kneading the paste receives, 
but by the temperature and humidity of the air, and its determination is, 
therefore, only approximate. 

Tensile Strength.— The tensile strength tests are made on 
briquettes having a cross-section of 1 square inch. For the neat 


* This may be accomplished by placing them on a rack over water contained 
in a pan and covered by a damp cloth, kept from contact with them by a 
wire screen; or they may be stored in a moist closet. 
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tests use a neat paste made up to normal consistency. For 
mortar tests make a standard mortar according to Table XXXVI 
(p. 817), using 1 part of cement to 3 parts of standard Ottawa 


Fia. 44.—Fairbanks Cement Testing Machine. 


DIRECTIONS FOR USE 


Hang the cup F on the end of the beam D, as shown in the illustration. See 
that the poise R is at the zero mark, and balance the beam by turning the ball L. 
Fill the hopper B with the fine shot (of which a bag is provided with each 
machine). Place the briquette in the clamps NN. Tighten the hand wheel P 
sufficiently to cause the graduated beam D to rise to the stop K. Only enough 
pressure should be exerted to hold the beam firmly against the stop; not enough 
to transmit any strain to the specimen. Open the automatic valve J to allow the 
shot to run into the cup F. At the point where the spout joins the reservoir 
there is a small valve, by which the flow of shot may be regulated. Better results 
will be obtained by allowing the shot to run very slowly into the cup. When 
the briquette breaks, the beam D will drop and automatically close the valve J. 


sand,* by weight. Use standard briquette molds as specified by 
the American Society for Testing Materials. Make 4 briquettes 
for each 28-day test and 3 for each of the other tests called for. 

* See page 822. 
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Immediately after mixing, place the paste or mortar in the 
molds (wipe the molds with an oily cloth before using), pressing 
in firmly with the thumbs and smoothing off with a trowel with- 
out ramming. Then heap up additional mortar (or paste) above 
the mold and smooth off with a trowel. Draw the trowel over the 
mold in such a manner as to exert a moderate pressure on the 
material. Then turn the mold over and repeat the operation of ` 
heaping, thumbing, and smoothing off. Make the tests on the 
standard testing machine (Fig. 44), which should be frequently 
ealibrated in order to determine its accuracy. The briquettes 
should be tested as soon as they are removed from the water. 
See that the bearing surfaces of the clips and briquettes are free 
from grains of sand or dirt. Carefully center the briquettes and 
apply the load continuously at the rate of 600 pounds per minute. 
In reporting results give the breaking strength of each briquette 
and the average of the 3 briquettes. 

Norss.—(1) The fourth briquette on the 28-day test is made up only for 
use in case anything goes wrong with one of the other briquettes. If any 
of the first 3 28-day briquettes appears to be faulty or gives a breaking 
strength widely at variance with the other 2, then use the fourth briquette 
in place of the faulty one. Otherwise do not break the fourth briquette. 

(2) Briquettes which are manifestly faulty or which give strengths differing 
more than 15% from the average value of all test pieces made from the same 
samples and broken at the same period, shall not be considered in 
determining the tensile strength. 

Storage of Test Briquettes.—The moist closet may consist of a 
soapstone, slate or concrete box, or a wooden box lined with 
metal. If a wooden box is used, the interior should be covered 
with felt or broad wicking kept wet. The bottom of the moist 
closet should be covered with water. The interior of the closet 
should be provided with non-absorbent shelves on which to 
place the test pieces. 

Unless otherwise specified, all test pieces, immediately after 
molding, shall be placed in the moist closet for 20-24 hours. 
The briquettes should be kept in the molds on glass plates in the 
moist closet for at least 20 hours. After 20-24 hours in moist 
air the briquettes should be immersed in clean water in storage 
tanks of non-corroding material. The air and water should be 
maintained as nearly as possible at a temperature of 21°C. The 
briquettes for the various tests shall be stored as follows: 
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24-hour test: Twenty-four hours in moist air. 

7-day test: One day (20-24 hrs.) in moist air, 6 days in water. 

28-day test: One day in moist air, 27 days in water. 

Standard Ottawa Sand.—Standard sand shall be natural sand 
from Ottawa, Illinois (obtained from the Ottawa Silica Company), 
and screened to pass a No. 20 sieve, but retained on a No. 30 
sieve. The sand, having passed the No. 20 sieve, shall be con- 
sidered standard when not more than 5 grams pass the No. 30 
sieve after 1 minute of continuous sieving of a 500-gram sample. 


REFERENCE.— American Society for Testing Materials: ‘‘Triennial Stand- 
ards," 633, ff. (1924). 


CHEMICAL ANALYSIS OF PORTLAND CEMENT 


General.—Portland cement, according to Le Chatelier, con- 
sists of a mixture of tri-calcium silicate and tri-calcium aluminate. 
It may also contain, and generally does contain, small amounts 
of magnesia and of calcium sulfate. The average analysis of 
13 samples of different American Portland Cements* is as follows: 


Per cent 
Silica SiO edo ah oL EE TP Persi 
Iron: oxide, FeO n ere D RR na 
Alumina, AlsO; NEE s ctr e e 7.03 
Time Ga O f.p ae A M 62.50 
Magnesia MgO S RO a eee ee 2.06 
Sulturitrioxide Osma we mant me ds 
Doss on-ddgnitione e. Un fe DEEM eh crops ad -1.80 


It is seldom necessary, however, to make a complete chemical 
analysis. A partial analysis will show whether the cement has 
been adulterated or is unsatisfactory. 

Specifications.—The American Society for Testing Materials, 
under specifications C9-21, gives the following chemical require- 
ments for Portland cement: 


Maximum 

Per cent 
Los ot enitlonvasehs <n hi HOMER 4.00 
Insoluble, residues d obese! e T tenon 0.85 
Sulfurstrioxide Os Pe URL LIN eee AO 
Magnesia, Mg osa deser M ME 5.00 


* Meade; “Portland Cement," 16 (1906), 
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The methods given herewith, so far as they apply to the above 
determinations, are according to the American Society for 
Testing Materials requirements. 

Loss on Ignition.—Heat 1 gram in a weighed, covered platinum 
crucible of 20-25-cc. capacity, using either of the following 
methods as ordered: 

(A) Place the crucible in a hole in an asbestos board, clamped 
horizontally so that about $ of the crucible projects below, and 
blast at a full red heat for 15 minutes with an inclined flame. 
Cool in a desiccator and weigh. Check the loss in weight by a 
second blasting for 5 minutes. "Take care to wipe off any particles 
of asbestos that may adhere to the crucible when withdrawn from 
the asbestos board. 

(B) Place the crucible in a muffle heated to 900-1000? C. for 
15 minutes, cool in a desiecator and weigh. Check the weight 
by a second heating for 5 minutes. 

NoTE.—A permissible variation of 0.25% is allowed and all results 
between 4.00 and 4.25% shall be reported as 4.00%, when the cement is 
bought to American Society for Testing Materials specifications. 

Insoluble Residue.— Treat 1 gram of the sample in a beaker 
with 10 cc. of water and 5 cc. of conc. HCl and warm until effer- 
vescence ceases. Dilute to 50 cc. and digest on the steam bath 
or hot plate until decomposition is complete. Filter the residue 
and wash with cold water. Digest the filter paper and contents 
in about 30 cc. of a 5% solution of NasCO;, keeping the liquid 
at just below boiling for 15 minutes. Filter this residue, wash 
with cold water, then with a few drops of hot dil. HCl (1:9) and 
finally with hot water. Ignite at red heat, cool in a desiccator 
and weigh. 

Norr.—A permissible variation of 0.15% will be allowed and all results 
between 0.85 and 1.00% shall be reported as 0.85%, when the cement is pur- 
chased to American Society for Testing Materials specifications. 

Sulfur Trioxide.—If the insoluble residue has been determined, 
use the acid filtrate for the determination of SO;. Otherwise, 
dissolve 1 gram of the cement in 10 cc. of dil. HCl (1 : 1) with 
gentle warming. When solution is complete, add 40 cc. of water. 
Filter and wash the residue thoroughly with water. Dilute the 
filtrate to 250 ce., heat to boiling and add 10 ce. of a hot 10% solu- 
tion of BaCl;, slowly, drop by drop, from a pipette, and continue 
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boiling for 15 minutes. Digest on the steam bath until the pre- 

cipitate has settled. Filter and wash with hot water. Place the 

paper and contents in a weighed platinum crucible and slowly 

char the paper until consumed without burning. Then ignite, 

cool in a desiccator and weigh as BaSQ.. Calculate to SO;. 
CaLCULATION.—BaSOz X 0.3430 = SOs. 


Norr.—A permissible variation of 0.10% will be allowed and all results 
between 2.00 and 2.10% shall be reported as 2.00%, when the cement is pur- 
chased to American Society for Testing Materials specifications. 


Silica.—Place 0.5 gram of the cement in an evaporating dish, 
add 10 cc. of water to prevent lumping and then 10 cc. of cone. 
HCl. Heat gently and agitate until decomposition is complete. 
Then evaporate to complete dryness on the steam bath. Heat 
the residue to about 150? C. for 0.5-1 hour. Take up with 
20 cc. of dil. HCl (1 : 1), cover the dish and digest for 10 minutes 
on the steam bath. Dilute and filter through a quantitative 
filter, washing thoroughly with hot water. Evaporate the filtrate 
again to dryness on the steam bath. Takeup with dil. HCI (1 : 1), 
digest for 10 minutes on the steam bath and filter through a 
fresh quantitative filter, washing with hot water. Place both 
papers in a weighed platinum crucible, dry, blast to constant 
weight and weigh as SiO». 


Norr.—lIf the silica determination is not required, it is not necessary to 
mak? the second evaporation, nor, of course, to weigh the SiO». 


Iron Oxide and Alumina.— To the filtrate from the SiO» deter- 
mination (about 250 cc.), add 5 cc. of conc. HCl and sufficient 
bromine water to precipitate any Mn which may be present. 
Make alkaline with NH,OH, and boil until the odor of NH; 
is nearly but not quite gone. Let the precipitate settle and 
wash once by decantation and then slightly on the filter paper. 
Set aside the filtrate and transfer the precipitate by a jet of hot 
water to the original beaker. Dissolve in 10 cc. of hot conc. HCl 
and extract the filter paper with acid, adding the solution and 
washings to the main solution. Then reprecipitate at boiling 
heat by adding NH,OH and bromine water in a volume of about 
100 ec. Collect the precipitate, washing on the filter previously 
used, if this is still intact. Transfer to a weighed platinum cru- 
cible, ignite in a blast lamp, cool and weigh. 
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The above precipitate consists of Fe:0;+Al.03;+Mn,O,. 
For general purposes it is sufficient to report this as Iron Oxide 
and Alumina. If desired, the amounts of FeO; and Mina, 
may be determined and subtracted from the total precipitate to 
determine the amount of Al;O;. The amount of Mn is generally 
insignificant, and the iron may be determined by fusing the ignited 
precipitate with KHSO, and passing the solution of the fusion 
(made acid with H2SO4) through a Jones reductor, titrating the 
Fe with standard KMnO, solution (see p. 186). 

Lime.—To the combined filtrates from the iron and alumina, 
somewhat evaporated if necessary, add 1 ec. of conc. NH,OH, 
heat to boiling and add 25 ce. of a saturated, boiling solution of 
(NH¿)2C204. Boil until the precipitate settles well, let stand 
for 1 hour, filter and wash with hot water. Place the filter 
while still wet in a platinum crucible (unweighed) and burn off 
the paper over a low flame, finally igniting until the paper is 
consumed. Dissolve this residue in HCl and dilute to 100 ce. 
Add NH,OH in slight excess, heat to boiling and reprecipitate the 
lime with (NH4);C50,; let stand until settled clear; then filter 
and wash with hot water. 

The precipitate of CaCO, may be dissolved in H;80, and 
titrated hot with 0.1 N KMn0O, (see p. 697) or ignited strongly 
in a weighed platinum crucible, cooled in a desiccator and weighed 
rapidly as CaO. 

Magnesia.— To the combined filtrates from the CaC:204, add 
a slight excess of HCl, concentrate on the steam bath to about 
150 cc., make slightly alkaline with NH4OH, boil, and filter, if 
necessary. (There may be a slight precipitate of iron and 
alumina and perhaps calcium salts.) When cool, add 10 ce. of a 
saturated solution of NaNH4,HPO,, with constant stirring. When 
the crystalline NH4MgPO, has formed, add a moderate excess of 
conc. NH¿OH. Set aside for several hours, preferably overnight, 
filter and wash with water containing 2.5% of NH;.* Dissolve 
the precipitate in a small quantity of hot HCl, dilute to about 100 
ce. and add 1 ec. of a saturated solution of NaNH;,H PO, and then 
conc. NH,OH, drop by drop with constant stirring, until the 
crystalline precipitate is again formed and the NH,OH is in 
moderate excess. Let stand for about 2 hours. Filter through 

* Conc. NH4OH diluted 1 : 9. 
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an ignited and weighed Gooch crucible, washing as before. 

Ignite the precipitate to constant weight over a Meker burner or 

blast lamp not strong enough to soften or melt the pyrophosphate. 

Cool in a desiccator and weigh as Mg»P207. Calculate to MgO. 
CALCULATION.—M g;P50; X 0.3621 = MgO. 


Norrs.—(1) A permissible variation of 0.4% will be allowed and all results 
between 5.00 and 5.40% shall be reported as 5.00%, when the cement is 
bought to American Society for Testing Materials specifications. 

(2) In case only the MgO is desired, all the steps in the above procedure 
must be followed, beginning under Silica with “Place 0.5 gram of the cement 
in an evaporating dish,” etc., except that a double evaporation of the silica 
solution is not necessary, nor, of course, is it necessary to do anything with 
the iron and alumina precipitates or the second CaC;O, precipitate. 

REFERENCE.—American Society for Testing Materials: “Triennial Stand- 
ards” 636-639 (1924). 


MECHANICAL TESTING OF SAND AND GRAVEL FOR USE IN 
REINFORCED CONCRETE 


General.—Sand and gravel for use in reinforced concrete con- 
struction have been the subject of considerable study, but thus far 
no Official specifications for testing have appeared. The following 
methods, however, have been used for some time in this labora- 
tory with good results. It is to be understood that they apply 
only to material for use with cement in concrete construction. 

Definitions.—(1) SAND or FINE AGGREGATE.—This con- 
sists of natural sand, crushed-stone or gravel screenings, graded 
from fine to coarse, and completely passing a }-inch screen 
in the dry condition. It should be free from dust, loam, soft 
particles, clay lumps, and organic matter. Not more than 6% 
should pass a 100-mesh sieve and it should be free from an 
excessive amount of mica. 

(2) GRAVEL OR COARSE AGGREGATE.—T his consists of natural 
gravel, crushed stone, cinders, or slag, graded from small to 
large particles, none of which, however, will pass through a 
¡Inch screen. It should be clean and free from sticks, leaves, 
roots, or other organic matter. Bank gravel should be screened 
on a j-Inch screen before mixing in construction work. 

(3) Stac.—When slag is used it should be clean, air-cooled 
blast-furnace slag weighing not less than 75 pounds per cubic 
foot and containing not over 1.3% of sulfur as sulfides. 
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(4) Crnpers.—Where cinders are used as coarse aggregate 
they should be composed of hard, clean, vitreous clinker, free 
from unburned coal or ashes and from sulfides. 

General Appearance.— Examine the sample as received and 
_ note whether or not it is clean and contains any of the impurities 
mentioned above. 

Mechanical Analysis (Fineness).— The sample must be dry 
before starting screening tests. 

Coarse OR MIXED AGGREGATE.—If the sample apparently 
will practically all pass a i-inch sieve, weigh out 500 grams. 
If it contains many particles coarser than } inch, weigh out a con- 
siderably larger amount, depending upon the proportion and size 
of the large particles. For samples containing particles as large 
as 2 inches, as much as 5-10 kilograms should be weighed. 

Pass the sample successively through the various screens, 
beginning with the largest and continuing down to and including 
the i-inch screen. Weigh the residue retained on each screen. 
Calculate the amounts passing each screen as follows: 

Subtract the amount remaining on the largest screen from the 
total amount of sample weighed out. This gives the weight 
passing this screen. From this weight subtract the amount 
remaining on the next screen. This gives the weight passing that 
screen. From the latter weight subtract the amount retained on 
the third screen; and so on. Calculate these weights to percent- 
ages of the original sample. 

Mix well that portion of the sample which passed the i-inch 
screen and weigh out 200 grams. Make sieving tests on this as 
described below under Sand. 

Norrs.—(1) The screens generally used for coarse aggregate are 33, 3, 
23, 2, 13, 1, 3, 1, and 1 inch, respectively. They should have square open- 
ings of uniform size. The above figures refer to the size of the openings; 
the 1-inch screen, for example, has openings 1 inch square. 

(2) The screening tests on the screens of }-inch and larger are calculated 
on the sample as received, whereas the figures on sieves smaller than ¿ inch 


should be calculated on the basis of the sand (material finer than ¿ inch). 
(3) The 1-inch sieve is taken as the dividing line between sand and gravel. 


Sanp.—If the sample is all finer than { inch, weigh out 200 
grams; otherwise weigh out 200 grams of the material which has 
passed a i-inch sieve. Place it on a 6-mesh sieve which is the 
topmost of a series of 7 brass sieves fitting into each other to 
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form a nest. The other sieves in the nest are 8, 10, 20, 30, 50, 
and 100 mesh, respectively. Put the cover on the top sieve and 
a receiver under the bottom one, and place the nest in a Ro-tap 
mechanical sieving machine. After 5 minutes’ sieving, remove 
and weigh the residue in the bottom pan (passing 100 mesh). 
Return the pan and continue sieving for 5 minutes longer. Con- 
tinue this until the increase in the amount of the fine residue in the 
pan is not more than 1 gram between subsequent shakings. 
Finally weigh the residue on each sieve and calculate the per- 
centage passing each mesh as previously described. 

The following example shows the method of tabulating the 
figures and the form of the final report. The figures to be 
reported are in the last column. 


SCREENING TEST op SAMPLE AS RECEIVED (5000 GRAMS TAKEN) 


Screen | Grams Retained | Grams Passing | Per Cent Passing 
3i inch None 5000 100.0 
3 inch 500 4500 90.0 
22 inch 750 3750 75.0 
2 inch 1000 2750 55.0 
13 inch 250 2500 50.0 
1 inch 100 2400 48.0 
$ inch 275 2125 42.5 
3 inch 500 1625 32.5 
l inch 500 1125 22:55 
SigviNa Test or SAND PASSING i-IiNCH SCREEN (200 GRAMS TAKEN) 
‘Sieve Grams Retained | Grams Passing | Per Cent Passing 
ł inch None 200 100.0 
6 mesh 24 176 88.0 
8 mesh 33 143 zs 
10 mesh 2 116 58.0 
20 mesh 35 81 40.5 
30 mesh 30 51 25.5 
50 mesh 21 30 15.0 
100 mesh 21 9 4.5 
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Notes.—(1) Some contractors require also a 200-mesh sieve test. In this 
case use the cement sieve described on page 815. 

(2) Sieving may be done by hand, using the sieves consecutively, always 
starting with the largest; but much time is saved by the Ro-tap and it elim- 
inates the personal factor of the operator. 

(3) The sieves used should be accurately made and should be carefully 
tested out unless certified by the U. S. Bureau of Standards. The American 
Society for Testing Materials specifications for standard sieves* are as follows: 


Permissible Variations 
"t above and below 
Mesh ¡Actual Mesh} Opening W - Standard 
à : : . Diameter 
Designation| (per inch) (inch) ERC 
Mesh Diameter 
(per inch) (inch) 
10 9.9 0.079 0.022 0.1 0.002 
20 20.3 0.0335 0.0157 DJ 0.0006 
30 30.5 0.0197 0.0130 1.0 0.0005 
40 40.6 0.0142 0.0102 bos 0.0004 
50 50.8 0.0114 0.0083 2.0 0.0004 
80 VE 0.0067 0.0059 3.0 0.0003 
100 99.1 0.0055 0.0046 3.0 0.0003 
200 200.7 0.0029 0.0021 8.0 0.0002 


Tensile Strength.—Make up seven 1:3 mortar briquettes 
with standard Ottawa sand and any of the standard brands of 
Portland cement,j as described on page 819 under Tensile 
Strength. 

Make up 7 more briquettes using the same cement, but, instead 
of standard Ottawa sand, use the sand in question (after removing 
any material coarser than i inch). Both sets of briquettes 
should be made up to standard mortar, based on the normal 
consistency of the cement used, and the percentage of water 
used should be stated. In the case of bank sand or crushed 
stone containing considerable fine material, it will be found that 


*““Triennial Standards" 939 (1924). 
t The cement should be tested according to American Society for Testing 
Materials specifications (see p. 811), and not used if it does not meet these 


Specifications. 
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more water is-required to make a mortar of the proper consistency 
than in the case of the standard Ottawa sand. 

Break 3 briquettes of each set at the end of 7 days and 3 at the 
end of 28 days, respectively. The fourth briquette of the 28-day 
sets is only to be broken in case anything goes wrong with one of 
the other three (see p. 821, under Note 1). Divide the average 
strength of the sample briquettes by the average strength of the 
standard sand briquettes broken at the same time, and multiply 
by 100 to obtain the percentage strength of the sample as com- 
pared with the standard. 

The following example shows the method of reporting: 


'Tensile Strength, Pounds per Square Inch: 
1 cement: 3 sand 


IDEAR uM s IRE E EA 2 s 248-270-264 
"Average. Sup ok. c MARE Ph ce E EIE S a 261 
ORIdays. cone AT ee 
Average ra quo. EEN C MEME M 358 —— 
Percentage of water usedas devra eee eee oes 11.0% 
1 cement: 3 standard sand 
TACOS Nes NOS excu E e TRENT. ELE RP 238-258-250 
PART CLAD Cin a ne Deb tr HN 259 
SAVE em O E REESE Edad 
Eelere 346 
Percentage of water used......2............- 10.2% 


Percentage Strength of Standard Sand: 


RS G3 Me reo odi E E 105% 
98 days UR EE E e? 103 % 


NomES.—(1) A well-graded, clean sand should show a tensile strength 
more than 100% that of the standard sand at both periods. It is usually 
recommended that a sand which shows less than 70% of the standard sand’s 
strength at the end of 28 days should be rejected for use in reinforced con- 
crete work. A satisfactory sand should also show a greater actual strength 
at the end of 28 days than at the end of 7 days. 

(2) Any obviously defective briquette should not be counted in the 
average, nor any result which varies more than 50 pounds from the average. 


Clay and Silt.*—Moisten the sample as received, mix thor- 
oughly and dry to constant weight at 100-110? C. Dry and 
accurately weigh a pan or vessel about 12 inches in diameter 


* American Society for Testing Materials, Standard D72-21, 
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and not less than 4 inches deep. Into this pan weigh a repre- 
sentative portion of the dry sample, weighing not less than fifty 
times the weight of the largest stone in the sample. Pour 
sufficient water into the pan to cover the sample and agitate 
vigorously for 15 seconds with a stirring rod or a trowel. Let 
settle for 15 seconds and pour off the water into a weighed evap- 
orating dish, taking care not to pour off any sand or gravel. 
Repeat this operation until the wash water is clear; then dry the 
washed material to constant weight at 100-110° C. Calculate 
the percentage of clay and silt from the loss in weight due to the 
washing. 

As a check on the result thus obtained, evaporate the wash 
water to dryness, weigh the residue, and calculate its percentage. 

Color Test for Organic Matter.— The method is based on a 
comparison of the color produced by the reaction of NaOH upon 
the organic matter in the sand with standard colors produced 
from known amounts of alkaline sodium tannate. 

To 200 grams of the dry sample (passing ¿ inch), add 100 cc. 
of 3% NaOH solution and digest at room temperature with 
occasional stirring for 24 hours. Filter and refilter, if necessary, 
until the filtrate is absolutely clear. Place 10 cc. of the final 
clear filtrate in a 50-cc. Nessler tube and dilute to 50 cc. with 
distilled water. Mix thoroughly and let stand until all foam and 
bubbles disappear. Determine the Color Value of the liquid 
by comparing it with tubes containing standard solutions of 
alkaline sodium tannate, looking through the full depth of the 
solution with the cylinders held toward a good natural light. 

Standard Tannate Solution.—The preparation of the standard 
solution for comparing the colors should be begun at the same 
time as the treatment of the sand. Add 10 cc. of a 2% solution of 
tannic acid in 10% alcohol to 90 cc. of a 3% solution of NaOH 
and let stand 24 hours at room temperature. Place 1, 2, 3, 4, 5, 
6, 7, 8, 9, and 10 ce., respectively, of this solution in 50-ec. 
Nessler tubes, dilute to the mark with distilled water and mix. 

The following table shows the amount of tannic acid in each 
cylinder and the color value of the solution expressed in parts of 
tannie acid per million parts by weight: 
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'Tannate Solution, 'Tannie Acid, Color wale 

Cc mgs. 
{ 2 100 
2 4 200 
3 6 300 
4 8 400 
5 10 500 
6 12 600 
7 14 700 
8 16 800 
9 18 900 

10 20 1000 


It is desirable to have good sunlight for comparing the colors. 
If sunlight is not available, the amount of tannie acid in each of 
the standard tubes may be decreased by 3 and the other values 
of the table modified accordingly. 

In ease the solution obtained by digesting the sand with the 
NaOH is very dark, use less than 10 cc. for the comparison, and 
make the necessary modifications in the calculation. With very 
light-colored solutions, use more than 10 cc. of the filtrate. The 
depth of the color of the solution decreases on standing, hence 
the solution should be made up fresh for each day's work. 

CALCULATION.— Using 10 cc. of the filtrate from the 200-gram 
sample, the color value of the sand is the same as that of the 
standard tube which it most nearly matches. If 5 cc. of the fil- 
trate are used, the color values should be doubled. Similar cor- 
rections should be made if any other volume than 10 ce. is 
employed. 


NomEs.—(1) This color test was developed by Abrams and Harder, 
published in Cire. No. 1, Structural Materials Research Laboratory, 
Lewis Institute, Chicago (1917). 

(2) Sand showing a color value greater than 250 should be looked upon 
with suspicion for use in reinforced concrete. Most good sands give color 
values between 0 and 100. l 

(3) For a simple field test based upon the above method see American 
Society for Testing Materials; “Triennial Standards,” 766 (1924). 


: ANALYTICAL TABLES 


In the following tables the weights and calculations are based 
on the table of International Atomic Weights for 1925. In com- 
puting the molecular weights in Table AII the number of decimal 
places has been governed by the least number of decimal places 
in any one of the atomic weights of the elements entering into the 
chemical formula. For example, in the case of H2M00O, the cal- 
culated molecular weight would be 2X 1.008 +96.0 +4X 16.000 
—162.016. Since, however, the atomic weight of Mo is given 
only to one decimal place, the molecular weight of the compound 
should also contain only one decimal place and therefore will be 
found in Table AII as 162.0. In the tables of equivalents of 
volumetric solutions the values have, in most cases, been carried 
out to a sufficient number of places to give an accuracy of at least 
0.195; and for purposes of uniformity the factors in Table AIII 
have, as a rule, been calculated to four decimal places. In a few 
cases, where the values are more or less approximate or empirical, 
they are carried to a lesser number of decimal places. 

Five-plaee logarithms have been used throughout the tables 
for uniformity and greater accuracy. In most cases, however, 
sufficient accuracy would be obtained from four-place logarithms 
and the analyst is advised to "round off" the last place of the 
logarithms given, unless unusual accuracy is required. 
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TABLE AI 


INTERNATIONAL ATOMIC Wiot, 1925 


Element Symbol aen Logarithm 
ATUS ce d aoo ate A] 26.97 1.43088 
Antony e Ree tex e rr m Sb 12157 2.08554 
AT OT EE D cU eg A 39.91 1.60108 
ATSEM O a NR. As 74.96 1.87483 
Barium: NE E, Ae e oue Ba 130397 2.13789 
ee tee d aec ioci n Be 9.02 0.95521 
Bismut he ee M ore cR HEEL Ca Bi 209 .00 2:32015 
DOTOl eg SEE. e iC, EE i ete B 10.82 1.03423 
BrOmMINE E i eR cuoc I qe CET Br 79.916 1.90264 
ELT E US ERES Cd 112.41 2.05081 
Galeno MES a cr ur RETO: Ca 40.07 1.60282 
Carbon kee Mies sotto. eee Taser: C 12.000 1.07918 
Cerium tA. do Dena d: E Ce 140.25 2.14691 
LOISIR Men ae Bo LI e PR SUE Cs 132.81 2.12323 
(C hlonmeuem Pe S E EUM ed PESE Cl 35.457 1.54970 
A eee Lhe See TAS Cr 52.01 1.71609 
Gobalt AMER ruo domni NET TR Co 58.94 1.77041 
Conmbiem ee eit ere ts EREA Cb OS 1.96895 
QODDOISREN E LSU EL EEN ch Cu 63.57 1.80325 
IS PLONE Dy 162.52 2.21090 
DELI ere ene ae E ST Er LOTES 2.22453 
EWOpPIU MSE A E ee Eu 152.0 2.18184 
TOOLS E ADA REEL IE EA F 19.00 1.27875 
Gadolinium) eei elTe orien Posta: Gd 157.26 2.19662 
EA Weg CE TEN E Ga 69.72 1.84336 
Germantüuth. «P e Gr d THER AE 72.60 | 1.86094 
Glucinuimic add em E MNT ETT E Gl (See Beryllium) 
Cl dee A At S cite a eae Au 197.2 2.29491 
BE e e A Ae He 4.00 0.60206 
Tolman E oC NE Ho 163.4 2521825 
Hydrogen we. COM c DUM. rr RM H 1.008 0.00346 
Lg tn e tere ee eR PE IU In 114.8 2.05994 
eet te, dr uc. x imus cree qe I 126.932 2.10357 
hehe eut REN. e egen c SPP Ir 193.1 2.28578 
none Mw et Ne EE Fe 55.84 1.74695 
IST DLO E Ne Pia end y Kr 82.9 1.91855 
DEN OLA CEH OU bat Lert RESET La 138 .90 2.14270 
| Days Wee ae Rae o EE Pb 207 .20 2.31639 
Tathrumow e M HIE Li 6.940 0.84136 
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TABLE AI—IwTERNATIONAL Atomic Wercuts, 1925—(Continued) 


Element 


Ix tecum et RE ERR 


ANI GOM RNR DET EE 
Nro cen nate E GE axe sack, cen E 
e, E BER 
EE SE ao Ie 


te ER 
«Plato... oe eis = 

Leo te E 
BER EEN 


SUE Ui ZE EE 
RATIO! ët Ze EE EE 
IS v Sc EE 
Je Tos E EE T T 
E EE NE OR Ic EL adis 
BROREN E Renee UNXIT EE STE 


Atomic 


Symbol Won Logarithm 
Lu 175.0 2.24304 
Mg 24.82 1.38596 
Mn 54.93 1.73981 
Hg 200.61 2.30235 
Mo 96.0 1.98227 
Nd 144.27 2.15918 
Ne 20.2 1.30535 
Ni 58.69 1.76856 
Nb (See Columbium) 
Nt (See Radon) 

N 14.008 1.14638 
Os 190.8 2.28058 
(9) 16.000 1.20412 
Pd 106.7 2.02816 
B 31.027 1.49174 
Py 195723 2.29055 
K 39.096 1.59214 
Pr 140.92 2.14897 
Ra 225.95 2.35402 
Rn 2208 2.34635 
Rh 102.91 2.01246 
Rb 85.44 1.93166 
Ru T0460. 2.00732 
Sm 150.43 2.17784 
Se 45.10 1.65418 
Se 79.2 1.89873 
Si 28.06 1.44809 
Ag 107.880 2.03294 
Na 22.997 1.36167 
Sr 87.63 1.94265 
S 32.064 1.50602 
Ta 181.5 2.25888 
Te 121,55 2.10551 
Tb 159.2 2.20194 
10 204.39 2.31046 
Th 232.15 2C 30574 
Tm 169.4 2.22891 
Sn 118.70 2.07445 
Ti 48.1 1.68215 
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TABLE AI—INTERNATIONAL Atomic Weicuts, 1925—(Concluded) 


Element Symbol M Logarithm 
Tungsten E a a n T W 184.0 2.26482 
LKE Oe v UM re CERE EH U 238.17 2.37689 
Vanadiumec mete ecc V 50.96 1.70723 
A es e Xe 130.2 2.11461 
Yete rOin e Mom Nm Yb 173-6 2.23955 
NUTZEN ed A Nue S STEM NE. Y 88.9 1.94890 
FANS, E m c d ee cS CEU dn Zn 65.38 1.81544 
ZICO 2 APP aes Ao or eee ee Zr 91. 1.95904 
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TABLE AII 


MOLECULAR AND ATOoMIC-(ROovuP WEIGHTS 


Name Formula ERRE Logarithm 
ACC Ide da da a CH;CHO 44.032 | 1.64377 
(Acetate Radical)........-.....| C2H:03 59.024 | 1.77103 
Acetic a o Te (CE: CORO 102.048 | 2.00881 
Acetone.. s ..| (CH3)2CO 58.048 | 1.76379 
(Acetyl Radical) ...| CeH30 43.024 | 1.63371 
ISR EE EE ryan Aes tee C2H2 26.016 | 1.41524 
Aca cn PER TE HO EES e 302.240 | 2.48035 
ACEC oras: la (OA ESO 60.032 | 1.77838 
Arachidic. . . -| HC20H:902 312.320 | 2.49460 
Arsenic.. ..| H¿AsO¿:3H30 150.99 2.17895 
Arsenic, ene ore .| HsAsO, 141.98 2.15223 
IDenzolo wr tics NE HC;H;O; 122.048 | 2.08654 
Bichromic -| HeCr207 218.04 2.33854 
IRONIC Mergent rre SE H;BO; 61.84 1.79127 
Na T HC4H;O0; 88.064 | 1.94480 
Carbonie. . Bom Sail BEER 62.016 | 1.79250 
Chiudi. Anhydrous.. SE HAuCl, 340.0 2.53148 
Chloraurie, Crystalline.......| HAuCl;4H;0 412: 1 2.61500 
Chioric, Anhydrous... .--- HClO; 84.465 | 1.92668 
Chloric, Crystalline..........| HC10;7H:0 210.577 | 2.32342 
Chlorplatinie, Anhydrous... .| HəPtCle 409 .99 2.61277 
Chlorplatinie, Crystalline.... .| H:PtCls-6H.O 518.08 | 2.71439 
GO hlorplatious- ee Se EE H.PtCl, 339 .07 2.53029 
Chromic.. e CTO; 118.03 2.07199 
Citric, a. Bat ee H5C4H;0; 192.064 | 2.28345 
Uer d e H;C.H;07-H20 210.080 | 2.32239 
IM A H3SiFs 144.08 2.15860 
Eormicmee rcm Tm c ACHO; 46.016 | 1.66291 
IHydriodie--- es she Lo. een HI 127.940 | 2.10701 
ISK drobromic e e nbd oto HBr 80.924 | 1.90808 
Is dro cho. NETT 36.465 | 1.56188 
IESELEN IEOLON MAS 62 
IE CTOMUOTI Ch e HE 20.01 1.30125 
fens ege A EOS 175.940 | 2.24537 
Lactic HC;H;0; 90.048 | 1.95447 
Malio iuo ceni TONO UU, Rapes H3C4H40; 134.048 | 2.12726 
Molybdie, Anhydrous....... H.MoO, 162.0 2.20952 
oue SELON SE ke H;MoO4 H:0 180.0 22: 275392171 
Nitric.. ' NO UON HNO; 63.016 | 1.79945 
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TABLE AII—MoLECULAR AND ATOMIC-GROUP WericuTs—(Continued) 


Name Formula SE T Logarithm 
Acid, Nitrosylsulfuric.......... HNOSO, 127.080 | 2.10408 
IND ETOUS A eee UR wk ene HNO, 47.016 | 1.67224 
Oleic.. Se HC¡sH3302 2927 a 2.45067 
Oxalic, Anhydrous. .| H2C204 90.016 | 1.95432 
Oxalic, RE ..| H2C204:2H20 126.048 | 2.10054 
Palmitic.. .....| HCisHs102 256.256 | 2.40868 
penne! Ero dibus. n LE HClO, 100.465 | 2.00201 
Perchloric, Crystalline....... HC104:2H2O 136.497 | 2.13512 
Persulfuric. . ctore RES 0 194.144 | 2.28813 
Phosphoric, Evo: REO H3PO; 81.043 | 1.90872 
Phosphoric, Meta-...........|] HPO; 80.035 | 1.90328 
Phosphoric, Ortho-..........| HPO; 98.051 | 1.99145 
Phosphoric by ros e or e H. PO, 178.086 | 2.25063 
Phosphorous, Hypo-.........| H¿PO» 66.051 | 1.81988 
Phosphorous, Ortho-.........| HPO; 82.051 | 1.91409 
Phosphotungstie.............| P205:-12WO3-42H20/3682 .7 3.56616 
Prussic (See Acid, Hydro- 
eyanic) 
e o e H3850; 178.144 | 2.25077 
Salicylic. . : oen sull atr Og 138.048 | 2.14003 
Selenic, th HORE H.SeO, 145.2 2.16197 
Selenie, Crystalline.......... H38eO04 HO 16352 2.21272 
Selene H.SeO3 129.2 2.11126 
lici Metas SE HSiO; 78.08 1.89254 
Silicic, Ortho-. .| H:SiO4 94.08 1.97350 
SUECO UD 4H,S5i03:12W03: 
22H,0 3492.7 3.54316 
Stearic PEt ae oia d e a een da HC;¡sHz50» 284.288 2.45376 
SSullocysnio c E Y NS 59.080 | 1.77144 
SUI oce cete e HS0, 98.080 | 1.99158 
Sulfurous. . ..| H50; :82.080 | 1.91424 
Tannic.. ; NU C14H ¡009 322.080 | 2.50796 
Tartaric, dro: Soo Els CALOR 150.048 | 2.17623 
Tartaric, Crystalline.........| H2C4H40:H:20 168.064 | 2.22548 
MUS ea cis c ee NISI H;WO, 250.0 2.39794 
AIDE D E ER e K3;AL(SO4,24H;O0 | 948.77 | 2.97716 
Alumina (See Aluminum Oxide) 
Aluminum Acetate.. he TT Al(C:-H;02)s 204 .04 2.30971 
Chloride, Anhydrous........ AlCl; 133.34 2.12496 
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TABLE AII—MoOLECULAR AND ATOMIC-GROUP WxranTs—(Continued) 


Name Formula Logarithm 
Aluminum Chloride, Crystalline| AICI;:6H;O 241.44 2.38281 
Fluoride, Anhydrous........ AIF; 83.97 1.92412 
Fluoride, Crystalline.........| AIF3:31H,0 147.03 | 2.16741 
Hydroxide..................| AKOH); 77.99 | 1.89204 
Oleate DEED EC ns, ux Rem Al(CigH3302)3 870 .76 2 .93990 
OS 006 ag Be e ee resi Al 101.94 2.00834 
phosphate m doo ae ALPO, 122.00 2.08636 


Potassium Fluoride (See Potassium Aluminum Fluoride) 
Potassium Silicate (See Potassium Aluminum Silicate) 
Potassium Sulfate (See Alum) | 


Silicates 3.3 ........} ABSI207z H;O 240.08 2.38035 
Sulfate, AA eds. RC P Al«(SO4)s 342.13 | 2.53419 
Sulfate, Crystalline..........| Al (SO) LSD AO 666 .42 2.82374 
(AMIN Radical). o DE NH: 16.024 | 1.20477 
Ammonia........ EE CHE 17.032 | 1.23126 
TUUM M Radical) «. oed Meisels la 18.040 | 1.25624 
Ammonium Acetate........... NH4C;H305 77.064 | 1.88685 
NUIT KE S A (e ev el (NHA4);AIs(SO,),4: 
24H,0 906.64 | 2.95745 
Bichromate.................] (NH4)2Cr207 252.10 2.40157 
Bromide o a AN BE 97.956 | 1.99103 
Carbonate. ce. aa ONE) SCO}: 
NH4CO; NH; 174.144 | 2.24091 
Carbonate, Crystalline.......| (NH4)$CO4 Ha 114.096 | 2.05727 
(Ghlorides E EE NHC 53.497 | 1.72833 
(C hlovglatinatess 4. nore (NH,4)2PtCle 444.05 | 2.64743 
Whromate EE EE (NH4)sCrO, 152.09 2.18210 
Chrome Alum...............| (NH4)eCre(SOu.) 956.74 2.98080 
24H50 
Citrate.. ; (NH4);C;H5;0; 243.160 2.38589 
Copper Chloride T tre Ammonium Chloride) 
Ferric Alum (See Ferric Ammonium Alum) 
Ferrous Sulfate (See Ferrous Ammonium Sulfate) 
rada e Ete yo on. so) NHE 37.04 1.56867 
EIydroxidesmt o tco ee EN EL Ol 35.048 | 1.54466 
HOGI Cee E do crues NH4 144.972 | 2.16129 


Iron Alum (See Ferric Ammonium Alum) 
Magnesium Chloride, etc. (See Magnesium Ammonium Chloride, etc.) 
Molybdate hits... 2... | (NH4);MoO, | 196.1 | 2.29248 
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TABLE AII—MorecurLAR AND AtTomic-Grour WericuTs—(Continued) 


Name Formula As 3 Logarithm 
| 
Ammonium Nickel Chloride (See Nickel Ammonium Chloride) 
Nitrates MEE oa ase a NENO; 80.048 | 1.90335 
WMicate e 1 oo ee EE NH.CisH3302 299 .304 2.47612 
Oxalate, Anhydrous.........| (NH4)2C20.4 124.080 | 2.09370 
Oxalate, Crystalline.......... (NH,)2C204-H20 142.096 | 2.15258 
(Oxide Radical)..............| NENO 52.080 | 1.71667 
i«Porsuliate que UM or E EE (NHA4) 25208 228.208 2.35833 
Phosphate, Di-......!.......| (NH4)9SHPO4 132.115 | 2.12095 
Phosphate, Mono-........... NH,4H3PO, 115.083 | 2.06101 
Phosphomolybdate, Di-...... (NHA4)HPO,4 
12M00; 1860.1 3.26953 
Phosphomolybdate, Tri-..... (NH POs 
12M00; 1877.1 3.27348 
Sodium Hydrogen Phosphate, 
Anhydrous.. 4 . NH4NaHPO, 137.072 | 2.13695 
Sodium ube CHE 
Crystalline: ee RE NH4NaHPO,.4H;O| 209.136 | 2.32043 
Sulfate o TEES UNIES SO € 132.144 | -2712105 
SU dr e EE NESH oe eee E 
Sulfid Gabe mE ME 4. ett (NH4S 68.144 | 1.83343 
Sulfo cyanate m To. oa. cae NHONS 76.112 | 1.88145 
Zinc Phosphate (See Zinc Ammonium Phosphate) 
Amyl Acetate.................| CsHi1C2H302 130.112 | 2.11432 
coo BOR EE oo gata C;H,¡0H 88.096 | 1.94496 
Aniline.. : ..| CeHsNHe 93.064 | 1.96878 
Wee Ossohloride + .| SbOCls; 244.14 2.38764 
Antimonous Oxyebloride. . ME ie SbOCl1 173 .23 2.23863 
Antimony Pentachloride........ SbCl; 299 .06 2.47576 
IBontasulBdessm e ak SbsS5 403 .86 2.60623 
iBentosdde M BE S css Sb205 323.54 2.50993 
Metroxide oos «10 ell 307.54 2.48791 
TRENO donn oe SEE SbCl; 228 .14 2.35821 
Trioxide. . .| Sb»O0s 291.54 2.46470 
"T'üsulfide:! Sb2S3 339.73 2.53114 


Antimonyl Posessium Partrate (See Potassium Antimonyl Tartrate) 


eeh erg ntc C;H1005 150.080 | 2.17632 
(Arsenate Radical)............ AsO, 138.96 2.14289 
(Arsenate Radieal, Pyro-)...... As207 261.92 2.41817 
Arsenic Disulfides. rs AsoSe 214.05 2.33052 


ANALYTICAL TABLES 


841 


TABLE AII—MOLECULAR AND ATOMIC-GROUP WzarianTs—(Continued) 


Name Formula od d Logarithm 
Arsenic Pentasulfide...........| AseSs | 310.24 2.49170 
RETOS IE o ae As205 229 .92 2.36158 
(Arsenite Radieal).............| As0Os 122.96 2.08977 
Arsenous Chloride.............| AsCls 181.33 2.25847 
Hydride. mts sedan aco e ARES 717.98 1.89198 
oxide m eee. oe sl As 197 .92 2.29649 
Sulüde FP Wm. cc cg As.S3 246.11 2.39113 
Arsine (See Arsenous Hydride) 
Aurie Chloride Anhydrous..... AuCl; 303.6 2.48230 
Chloride, Crystalline......... AuCl;:2H,0 339.6 2.53097 
Barium Carbonate.............| BaCO; 197.37 2.29528 
Chloride, Anhydrous........ BaCl, 208 . 28 2.31865 
Chloride, Crystalline......... BaCl;2H;0 244.32 2.38796 
(Chromates ts E BaCrO, 253.38 2.40378 
Fluosilicate. . S .| BaSiF 279.43 2.44628 
Hydroxide, Amd ous. .| BA(OH); 171.39 2.23399 
REMIT RER MTM Ba(OH)»8H20 315.51 2.49901 
Nitrate.. ..| Ba(NO3)s 261.39 2.41729 
Oxide.. . .| BaO 153.37 2.18574 
pode E dious e S, BaO» 169.37 2.22884 
Peroxide, Crystalline......... BaO;SH;O 313.50 2.49624 
«Phosphate ri m oo Bas(PO4)»2 602.16 2.77971 
Sunate si.) ee DADO 233 .43 2.36816 
Sulfide ci ce Bas 169.43 2.22899 
Benzaldehy.demases.4-.....---| Cel, CHO 106.048 | 2.02551. 
Benzene...... ..| CHo 78.048 | 1.89236 
(Benzyl Radical) # eg Qoo Elis 77.040 | 1.88672 
(Bicarbonate Radial SU RES HCO; 61.008 | 1.78539 
(Bichromate Radical)..........| Cr2O7 216.02 2.33449 
Bismuth Nitrate, Anhydrous...| Bi(NOs)s 395.02 2.59662 
Nitrate, Crystalline.......... B1(NO;);5H;0 485.10 2.68583 
Oxychlondemcme s BIO Cl 260.46 2.41574 
IBhosphatesu e o a E BiPO, 304.03 2.48292 
SUbnitrate Mean o BONOS H0 305.02 2.48433 
Sulfidetc kc M MEALS Bis8s 514.19 2.71112 
Trioxide.. Bi,03 466.00 2.66839 
Bleaching Powder (See THES Oxychloride) 
Bone Phosphate (See Calcium Phosphate, Tri-) 
B407 155.28 2.19111 


(Borate Radical, Tetra-)....... | 
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TABLE AII—MorECULAR AND ATOMIC-GROUP WErauHTs—(Continued) 


Name Formula Eo Logarithm 
| 
Borax (See Sodium Tetraborate, Crystalline) 
oo Dit... o SÉ 69.64 1.84286 
Borneol E Co M eb dee certa C,,Hi;;0H 154.144 | 2.18792 
Bornyl ACETICO ee EE C419H4;€09H305 196.160 2.29261 
Butyrie Anhydride............ (C3H;CO) 20 158.112 | 2.19896 
Cadmium Chloride, Anhydrous.| CdCl, 183.32 | 2.26321 
Chloride, Crystalline......... CdCl,:-2H,O 219.36 2.34116 
Hydroxide eens ae. ors GA (OE) 146.43 2.16563 
Tod RA occ een Cal,» 366.27 2.56380 
Nitrate, Anhydrous.........| Cd(NOs)2 236.43 2 ESTO 
Nitrate, Crystalline..........| CA(NOz)>-4H:0 308.49 2.48925 
Oxide.. B Seed) 128.41 2.10860 
Sulfate, ER MEE CER CaSO, 208.47 2.31905 
Sulfate, Crystalline.......... CdSO4$H20 256.52 | 2.40912 
Sulfate, Crystalline..........| CdSO44H20 280.54 2.44799 
GO EE CdS 144.47 2.15978 
Caffeine. . .| CsHioN As 194.112 | 2.28806 
Caleium Acetate, Anky EK .| Ca(C2H30»)2 158.12 2.19899 
Acetate, Crystalline.......... Ca(C,H30»)»'H20 176.13 2.24584 
TEE o e Cas(AsO 4)2 398.13 2.60002 
Bicarbonat ome Taden Ena CaH»(CO3)» 162.09 2.20975 
Bisulfite (Meta).............| CaS205 184 20 2.26529 
(Qanbido e M E er. cesa CaCs 64.07 1.80665 
Carbonate....... as 100.07 2.00030 
Chloride, os EE CaCl, 110.98 | 2.04524 . 
Chloride, Crystalline (Hexa- 
hydrate) oa o 3:1: CaCl,;6H,0 219.08 | 2.34060 
Chloride, Crystalline (Mono- 
hydrate) ae deseos ee CaCl; H 129.00 2.11059 
Calcium Fluoride. . ..| Cas 78.07 1.89248 
Hydroxide. . LO ..| Ca(OH). 74.09 1.86976 
Fy pochlorive: ah, Seng .| Ca(CIO)» 142.98 2.15528 
Hypochlorite, Eiydtous. a5 Ca(ClO).2:4H2O 215.05 2.33254 
Nitrate, Anhydrous.........| Ca(NO3)e 164.09 2.21508 
Nitrate, Crystalline..........| Ca(NO3)2:4H:0 236.15 2.37319 
Uu os oda Ca(CisH3305)» 602.60 2.78003 
Oxalate, Anhydrous.........| CaC$04 128.07 | 2.10745 
Oxalate, Crystalline.......... Ca Ha 146.09 | 2.16462 
Oxide Son MESE a T CaO 56.07 1 
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TABLE AII—MOLECULAR AND AToMIC-GRovuP We1auts—(Continued) 
re A E, 


Name Formula MU 

Calcium Oxychloride...........| CaOCl, 126.98 
ero xides Ee E CaO» 72.07 
Phosphate, Di-, Anhydrous. .| CaHPO, 136.11 
Phosphate, Di-, Crystalline...| CaHPO,-2H.O 172.14 
Phosphate, Mono-, Anhydrous| CaH4(PO,)s 234.16 
Phosphate, Mono-, Crystalline, CaH4(PO,);s HO 252: 17 
oe Lnd. cce at Cas(PO4)s 310.26 
Silicate. . ...| CaSiOs 116.13 
Stearate.. ; "rc Cas BE 0) 606 .63 
Sulfate, tee AG: CaSO, 136.13 
Sulfate, Crystalline..........| CaSOs2H.O 1509299 lid 
Suldes Mae eg E CaS 2015 
Sulfite, Anhydrous.......... CaSO; 120.13 
Sulfite, Crystalline... 98x CaS0;,2H;0 156.17 
Thiosulfate, Anhydrous...... CaS.03 152.20 
Thiosulfate, Crystalline...... Ca8;0,6H;0 260.30 

(CarbongBisulfidez4.; ...- sei: CS» 76.128 
DIOSAS E il ds CO» 44.000 
Monoside Vr hisi AR ae irs CO 28 .000 
il'etrachloridesa 1... oer CCl, 153.828 

(Carbonate Radical). . 34305 60.000 

Carborundum (See Silicon Carbide) 

Caustic Potash (See Potassium Hydroxide) 

Soda (See Sodium Hydroxide) 

Cerc NITATE oc. aai Ce(NO3)4 388.28 
Oxalate MOSS Lo. aia Ce(C50,)2 316.25 
Leger EIE. 1o ox usu CeO» 172.25 

Cerous Nitrate, Anhydrous....| Ce(NO3)s 326.27 
Nitrate, Crystalline.......... Ce(NO;);6H350 434.37 
Oxido A Ic A Ce5053 328.50 
Sulfate, Anhydrous......... Cez(SO 4)3 568.69 
Sulfate, Crystalline.......... Ce2(SO4)3-8H20 712.82 

Cesium Carbonate............. Cs2COs 325.62 
Chodos a ae SEL 168.27 
:bbvdxoxide MO Cs O Er 149.82 
Nitrato en OLA Ek Mas CsNO; 194.82 
Sulfate OE NC CELESTE es SES Cs580, 361.68 

(ChloraterRadical) czas ce CIO; 83.457 

(Chloroformqe ci. ins N CHCl; 119.379 


Log 


ka b) n rn LR BO bO bO ba bb bO bO bO DNNN ND LS y 


arithm 


.10373 
.85775 
. 13389 
. 23588 
.36951 
.40170 
.49172 
.06494 
.78292 
. 13396 
. 23596 
.85812 
.07965 
. 19360 
.18241 
.41547 
.88155 
.64345 
.44716 
. 18704 


77815 
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TABLE AII—MoLEcULAR AND ATOMIC-GROUP WericutTs—-(Continued) 


Name Formula Weight Logarithm 
(Chlorplatinate Radical)....... PtCls 407 .97 2.61063 
(Chromate Radical) a>... s CrO, 116.01 2.06450 
Chrome Alum (See Potassium Chrome Alum) 

Orange (See Lead Chromate, Basic) 
Yellow (See Lead Chromate) 

Chromic Chloride, Anhydrous..| CrCl; 158.38 2.19970 
Chloride, Crystalline......... CrCl; 6H0O 266.48 2.42567 
Hydroxid onk: et ata eres Cr(OH); 103.03 2.01297 
Nitrate, ME wee hg. Cr(NO3)s 238 .03 2.37663 
Nitrate, Crystalline. . ..| Cr(NO3)3°73H2O0 373. 15 2.57189 
Nitrate, Crystalline. . .|Cr(NO3)s:9H,0 400.18 2.60226 
Dado Ee Cr203 152.02 2.18190 
Sulfate, Anhydrous......... Cr;(SO4)s 392.21 2.59352 
Sulfate, Crystalline.......... Cr2(SO 4)3:5H30 482 .29 2.68331 

GhromiumvVlroxide349 7. 5 CrO; 100.01 2.00004 

Chromous Acetate, Anhydrous. .| Cr(C,H30»)» 170.06 2.23060 
Acetate, Crystalline.......... Cr(C2H302)  H5O 188.07 2.27432 
Chonde Wee ie ccce Crels 122.92 2.08962 
EE Ee e CrO 68.01 1.83257 
Sulfate, Anhydrous......... CrSO, 148.07 2.17047 
Sulfate, Crystalline.......... CrSO.4-7H2O 274.19 2.43805 

ER RH e a CIN Se C,H;;; CHO 15231983 8218227 

Cobaltic Chloride. . ..| CoCls 165.31 2.31830 
Hydroxide. . .| Co(OH); 109.96 2.04123 
Oxide. e e ee Oe Co203 165.88 2.21980 

Cobalto-cobaltie Oxide. . ..| Co304 240.82 2.38170 

Cobaltous Chloride, RE Col: 129.85 2.11344 
Chloride, Crystalline......... CoCI1;6H,O 237.95 2.37649 
Nitrate, Anhydrous......... Co(NO3)» 182.96 2.26235 
Nitrate, Crystalline.......... Co(NO3);6H,O 291.05 2.46387 
Oxide MM Mm FI ET CoO 74.94 1.87471 
Sulfate, Anhydrous......... CoSO4 155.00 2.19033 
Sulfate, Crystalline. . ...| CoSO47H,O 281.12 2.44889 

Copper (See also CR eu  Cuprous) 

Arsenate, Anhydrous.. .| Cus(AsO 4)» 468 .63 2.67083 
Arsenate, Crystalline......... Cus(AsO4) AH a) 540.69 2.73295 


Molecular 


Potassium Chloride (See Potassium Cupric Chloride) 


Potassium Sulfate (See Potassium Cupric Sulfate) 


Corrosive Sublimate (See Mercurie Chloride) 
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TABLE AII—MoLECULAR AND Aromic-Group WxrauTs—(Continued) 


Name Formula 
Conmarine EE Wa 
Cuprie Aceto-arsenite..........| Cus(AsO3)z2As;0s 
Cu(C2H302)> 
Ammonium Chloride......... CuCl,2N H¿Cl- 
2H.O 
Arsenite eee lee. Sen OWEPASOs 
War Ona tere Serr de EE CuCO; 
Carbonate, Basie............| CuCO3-Cu(OH). 
Carbonate, Basic............| 2CuCO4 Cu(OH); 
Chloride, Anhydrous........ CuCl, 
Chloride, Crystalline......... CuCl; 2H;0 
Hydroxide.. er Guo ES 
Nitrate, Anhydrous.. e EE Cu(NO;)2 
Nitrate, Crystalline. . .| Cu(NO3)3H;O 
Nitrate, Crystalline.......... Cu(NO3)s6H5,O 
OXI See e os CuO 
Sulfate, Anhydrous......... CuSO, 
Sulfate, Crystalline..........| CuSO45H;0 
QUO oe E orsus CuS 
Cuprous Hydroxide............ CuOH 
Oxide Wc LUE Cu) 
Sulfide EE Cu.S 
Sulfo¢yanatemon.4.....-....| Cue NS 
(Gyanide Radical); sees A ON 
Ov anor ent Wo re Ie C:N: 
Dextrose, Crystalline.......... Ce: ze H5O 
pium ee Eh A 
Eyl Radical) Sato... cem C;H; 
Acetate Son UM api ET C5H5C;H305 
NEO o IT C.H;OH 
Ferric (Ammonium) Alum...... Fe :NH4)s(SO4)4: 
l 24H,0 
Chloride, Anhydrous........| FeCls 
Chloride, ae M UM FeCl;-6H20 
Ferrocyanide. . ........| FedFe(CN)6]s 
Hydroxide. . me FeOH; 
Nitrate, Anhydrous. Bee mee Fe(NO3)s 
Nitrate, Crystalline. . .| Fe(NOs)3-9H:O 


Molecular 


Weight 


146. 


1014. 


277. 
187. 


048 


09 


Logarithm 


KI 


b2 b2 b2 bO b2 bO WD 


ka ba ba rM MM ra ta bi hä nm m b b rm P P LP ce b b bh b hr b LO 


16449 


. 00608 


.44328 
. 27309 
.09192 


34471 
53748 


.12866 


23177 


.98941 


27321 
38315 


.47082 
.90075 


20311 


.39744 
.98059 
.90623 
.15576 
.20194 
.08507 
.41511 
.71614 
.29691 
.06476 
. 58365 
. 46300 
.94480 
.66321 


.98426 
. 21008 
.43187 
.93400 
.02882 
.38357 
.60639 


846 


TECHNICAL METHODS OF ANALYSIS 


TABLE AII—MorEcuLAR AND ATOMIC-GROUP Wricuts—(Continued) 


Name Formula E d Logarithm 
Ferrie Oxide O a wens = eo ee FeO; 159.68 2.20325 
Oxide Hydrated E Hess HO ETTET 2.24969 
Phosphate, Anhydrous...... FePO, 150.87 2.17860 
Potassium Alum (See Potassium Ferric Alum) 
Sulfate, Anhydrous......... Fex(SO4)s 399.87 2.60192 
Sulfate, Crystalline.......... Fes(SO4) 49H30 562 .02 2.74975 
Sunde TA ETE te so ees FeS; 207 .87 2.31779 
Ferroso-ferric Oxide .| FesO4 231.52 2.30459 
ulfide M NM Me o E FesS, 295.78 2.47097 
Ferrous Acetate, Anhydrous....| Fe(C2H;02). 173.89 2.24028 
Acetate, Crystalline.......... Fe(C;,H;03)s4H3;O | 245.95 2.39085 
Ammonium Sulfate..........| Fe(NH4)s(SO4)e 
6H;O 392.14 2.59344 
EEN WIER EE FeCO; 115.84 2.06386 
Chloride, Anhydrous........ FeCl, 126.75 2.10295 
Chloride, Crystalline.........| FeCl,:4H,0 198.82 2.29846 
xc EP da NM. o E Fe;[Fe(CN)s]2 591.30 2S 
Hydroxide. . .| Fe(OH)» 89.86 1.95357 
(sides a d sus ToS FeO 71.84 1.85637 
Sulfate, Anhydrous......... FeSO, 151.90 | 2.18156 
Sulfate, Crystalline..........| FeSO47H30 278.02 2.44407 
|ultided c Mer osos co FeS 87.90 1.94399 
(Fluosilieate Radical)..........| Sik’s 142.06 2.15247 
ibormuldehy dou kenid ons. a HCHO 30.016 | 1.47735 
Furfural. . 5 C,H;0-CHO 96.032 | 1.98242 
Fusel Oil (See n 3 leo bordi 
Galactose. . 3 C;H330« 180.096 | 2.25550 
Glauber Salts (See odium Sulfate Crystalline) 
Glycerol. . nee oe So tee (OEMs 92.064 | 1.96409 
Glyceryl Trioleat TA E dit C3H5(CisH3302)3 884.832 | 2.94686 
Gold Chloride (See Auric Chloride) 
Gypsum (See Calcium Sulfate, Crystalline) 
Hydrogen Peroxide............ H305 34.016 | 1.53168 
Ok, Mem d coner E ee H:S 34.080 | 1.53250 
(Hydroxyl Radically... AO El 17.008 | 1.23065 
(Hypophosphate Radical)...... PO; 63.027 | 1.79953 
lodato Radical Ee IO; 174.932 | 2.24287 
Todine; Diada LOS 158.932 | 2.20121 


* See also Iron Sulfide, 
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TABLE AII—MOLECULAR AND Aromic-Grovur Wricuts—(Continued) 


Molecular 


Name Formula Weight Logarithm 

Iodine Monochloride.......... ICI 162.389 | 2.21056 
Bentozide rs 1.05 333 .864 | 2.52358 
PUMIGMIOTICES Me. Mine... ICI; 233.303 | 2.36792 

Iron Alum (See Ferric Ammonium Alum)* 

E EE | FeS; 119.97 | 2.07907 

Oxide, Magnetic (See Ferroso-ferric Oxide) 

Solas NIRE Sellos Fe;Ss 647.39 2.81116 
Lactose, Crystalline............| Ci3HgOi: H20 360.192 | 2.55653 
Manthanum H -:.-...... LaO; 325.80 2.51295 
¡eo AREL T e d EN | Pb3O, 685.60 | 2.83607 
Lead, White (See Lead Carbonate, Hydrated) 

Lead Acetate, Anhydrous...... Pb(C;H303)2 325125 2551222 
Acetate, Basic rore c RR, P - Pb2(C2H302)3-OH 608 .48 2.78425 
Acetate, Basict AA et eg 3Pb(C2H30»)»: 

2PbO 1422.14 3.15294 

Acetate, Crystalline.......... Pb(C2H302)2:3H20 | 379.30 2.57898 

Acid Arsenate...............| PbBHAsO, SE y a 2.54054 

AT SONAL cae HEC etta Pbs(AsO,)s 899.52 2.95401 

EE PEI: oso sal PbCO; 267 20 2.42684 

Carbonate, Hydrated........ 2PbCO; Pb(OH); 775.62 2.88965 

Chlorides Ee ED Ola 278.11 2.44422 

CO Mate eee e ehm Ies PbCrO, 229721 2.50948 

Chromate, Basie. ... 0.2... o4 PbCrO4 PbO 546.41 2.73752 

Cyanide a e l FOCON): 259.22 2.41366 

Hydroxide nt. ue koe IBb(OE)s 241.22 2.38242 

Ade e se mds (NEIE 461.06 2.66376 

Mo Keng Ent PbMoO, 367.2 2.56490 

INTonoxide: que mS. o th PbO 223.20 2.34869 

Nitrate... .| Pb(NOs)2 331.22 2.52012 

CE e E e ege ces Pb(CisH3303)2 769.73 2.88634 

PIO e de PbO: 239 .20 2.37876 

ENEE De sett 773.76 2.88861 

o ql E AA PbSO, 303.26 | 2.48181 

Sulfate, Basic...............] PbSO«PbO 526.46 | 2.72137 

Sude Ate PbS 239.26 2.37887 

te E ue os A PO WD 455.2 2.65820 
Eege CIS o A Ce: Oe 180.096 2.25550 


en. A A AAA 
* For other compounds of iron, see under Ferric and Ferrous. 


f Horne's reagent. 
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TABLE AII—MoLECULAR AND Atomic-Grourp WericuTs—(Continued) 


A ean 


Name Formula Nun: Logarithm 
NENNEN EEE 
Lime (See Calcium Oxide) 

Litharge (See Lead Monoxide) 

Lithium Acetate, Anhydrous. . .| LiC.H3O2 65.964 | 1.81931 
Acetate, Crystalline.......... LiC,H;022H30 101.996 | 2.00858 
IBLOMIde ch t v Ue 86.856 | 1.93880 
Carbonato PISO Os 73.880 | 1.86853 
Chloride. . e HEET 42.397 | 1.62734 
Hydrdxidem SERES ALOE 23.948 | 1.37927 
Nitrate, Any aroun. ..| LINO; 68.948 | 1.83852 
Nitrate, Crystalline.......... LiNO;:3H20 122.996 | 2.08990 
Ee, teer epe coc. Liz0 29.880 | 1.46538 
Phosphate, Anhydrous...... Li;PO, 115.847 | 2.06388 
Phosphate, Crystalline.......| LisPO4-H20 133.863 | 2.12666 
Sulfate, Anhydrous......... Li2SO4 109.944 | 2.04117 
Sulfate, Crystalline. . ...| Li,504H,0 127.960 | 2.10707 

Magnesia (See Maene Oxide) 

Magnesium Acetate, Anhydrous! Mg(C5;H303)s 142.37 2.15342 
Acetate, Crystalline.......... Mg(C;H303);s Aach 214.43 2.33128 
Acid Sulfite.................| MgHx(SO3)2 186.46 2.26059 
Ammonium Chloride......... MgCl; NH4CI- 

6H;0 256.88 2.40965 
Ammonium Phosphate, SCH 
drous.. or .| MgNH4PO, 137.39 2.13796 
me Phosphate a TyS- 
talline.. IER vss UE KE E d AE re OR e 2.39001 
Kë SE Sulfate.. .....| MgIONHa4)s(SO4)s 
6H,0 360.62 2.55705 
Bicarbonato: T TC MgH3(CO3)s 146.34 2.16536 
Bisulfite (Meta-)............| MgS20s 168.45 2.22647 
Carbonato E MORE 84.32 1.92593 
Carbonate, Basic............| Mg(OH)>4MgC0Os: 
4H.O 467 .68 2.66995 
Chloride, Anhydrous........| MgCl: 95.23 1.97877 
Chloride, Crystalline......... MgCl,6H,0 203 .33 2.30820 
Hydroxide.. se see ee e MIS (OD) 58.34 1.76597 
Nitrate, Anke ditus a Gala, ET Mg(NO)s 148.34 2.17126 
Nitrate, SC? nuroa] Mg(NO3)26H2O 256.43 2.40897 
Oxide.. y MEDI 40.32 1.60552 
Phosphates Bb dni d cum Mg;(PO4); 263.01 2.41998 
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TABLE AII—MOLECULAR AND ATOMIC-GROUP Wricuts—(Continued) 


Name Formula Went E Logarithm 
Magnesium Phosphate, Crystal- 
lino de E e eco: .| Mgs(PO4); 4H30 335.08 | 2.52514 
Pyroarsenate................| MgeAseO, 310.56 | 2.49214 
Pyrophosphate..............] Mg; P350; 222.69 2.34770 
Silicate (Meta-).............| MgSiOs 100.38 | 2.00164 
Silicate (Ortho-)...:........ MgSiO, 116.38 | 2.06588 
Sulfate, Anhydrous......... MgSO, 120.38 | 2.08056 
Sulfate, Crystalline..........| MgSO.-7H.O 246.50 | 2.39182 
Sulfite, Anhydrous..........| MgSO; 104.38 | 2.01862 
Sulfite, Crystalline........... Mg50;'6H,0 212.48 | 2.32732 
Maltose, Crystalline........... Casa: HO 360.192 | 2.55653 
Manganese Carbonate......... MnCO; 114.93 | 2.06043 
Chloride, Anhydrous........| MnCh 125.84 | 2.09982 
Chloride, Crystalline......... MnCl,:4H30 197.91 2.29647 
Dioxide E EENG MnO; 86.93 1.93917 
Heptoxide. . ..| Mn0; 221.86 | 2.34608 
Hydroxide.. 25 es Bn (O E) 88.95 1.94915 
Nitrate, Sou SM Mn(NO)s 178.95 225213 
Nitrate, Crystalline..........| Mn(NO3)z6H;0 287 .04 2.45794 
Pyrophosphate..............| MnP$;0; 283.91 2.45319 
Silicate. . q Ee cou Nn) 130.99 | 2.11724 
Sulfate, a roda ENE Mn$80, 150.99 | 2.17895 
Sulfate, Crystalline..........| MnSO.4H20 223.06 | 2.34842 
Sue em eet iss cueste MnS 86.99 1.93947 
Trioxide. . Que OE MO 102.93 | 2.01255 
Manganic Oxidel- ..| Mn.03 157.86 | 2.19827 
Mangano-manganic Onde. .| MnsO, 228.79 2.35944 
Manganous Oxide............. MnO 70.93 1.85083 
Menthol. . ee Lo king) EL 156.160 | 2.19357 
Menthyl ge Me M doses CioH19C2H30» 198.176 | 2.29704 
Mercuric Bromide.............| HgBr, 360.44 2.55683 
(e Blonde ee sert c TEE 271.52 2.43380 
Gxanmde oe res n e PON Ye 252.63 | 2.40248 
Hydroxidez: e. d 2 es weess 1 HOH)? 234.63 2.37038 
al EE or Lcx Hgl; 454.47 2.65750 
Nitrate, Anhydrous.........| Hg(NO3): 324.63 2.51139 
Nitrate, Crystalline..........| Hg(NO3)z Ha) 342.64 | 2.53484 
Odet A HEO 216.61 2.33568 
Sil tates eee cL c c ess 296.67 | 2.47228 
erger y Mee ced rs HgS 232.67 2.36674 


MĚ» 
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TABLE AII—MorECULAR AND Atomic-Group WericuTs—(Continued) 


o M M — ——— 


Name Formula pom : Logarithm 
Mercurous Chloride............| HgsCl; 472.13 2.67406 
Mercury Fulminate............| HgC2N.202 284 .63 2.45428 
Methane SAR STI od CH, 16.032 | 1.20498 
(Methyl) Radicale NUES 15.024 | 1.17679 
ACEL ATENE lo cU LUE CH3C2H302 74.048 | 1.86952 
NTCOhO eae Ea eee ne CH;OH 32.032 | 1.50559 
Salicylate. . Aw. .| CH35C;H5;0; 152.064 | 2.18202 
Microcosmic Salt Ste Abee Sodium Hydrogen Phosphate, 
Crystalline) 
Minium (See Lead, Red) 
(Molybdate Radical)........... MoO, 160.0 2.20412 
Moly Sekt AB rte Eet EE MoO, 128.0 2.10721 
OxidoeNe e ewe geck Mo.203 240.0 2.38021 
Salade do Ee le MoS: 160.1 2.20439 
Tronador aca MOS 144.0 2.15836 
Neodymium onde o... «| Nd2Os 336.54 2.52704 
Nickel Ammonium Chonde ...| NiCle: NH4CLI-6H;0 | 291.20 2.46419 
Carbonate....... > et Es 118.69 2.07441 
Chloride, Pae MET M NiCl: 129.60 2.11261 
Chloride, Crystalline......... NiCl,-6H,0 237.70 2.37603 
Cyanide, Anhydrous........ Ni(CN); 110.71 2.04419 
Cyanide, Crystalline.........| Ni(CN);4H,0 TS 2.26191 
Glyoxime. . NINO SENO a 288 .83 2.46065 
Nitrate, Yn aos" ice el INTENT@ elt 182.71 2.26176 
Nitrate, Crystalline..........| Ni(NO¿z)2:6H20 290.80 2.46359 
Oxide.. e KEE 74.69 1.87326 
Sulfate, Nan, Sous. Deo se ENS Ox 154.75 2.18963 
Sulfate, Crystalline..........| NiSO4-7H20 280.87 2.44851 
SUL SPA e ce cM NiS 90.75 1.95785 
Nickelic Hydroxide............| Ni(OH); 109.71 2.04025 
Nickelo-nickelic Okide PE a Ni304 240.07 2.38034 
Nickelous Hydroxide...........| Ni(OH)» 92.71 1.96713 
NICO taa ono eer BEIEN 162.128 | 2.20986 
(Nitrate Radiat De AER 62.008 | 1.79245 
Dude l. c NO 30.008 | 1.47724 
Nitrogen Pentoxide............| N2Os 108.016 | 2.03348 
TEOR MATR ta sss ORIS 46.008 | 1.66283 
TOA ANOS 76.016 | 1.88091 
bien ue). Eat, T UE ENS 44.016 | 1.64361 
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TABLE AII—MOLECULAR AND Atomic-Grour Wricuts—(Continued) 


Molecular : 


Name Formula Weight Logarithm 

Orpiment (See Arsenous Sulfide) 

(Oxalate Radical)....:........ 0204 88.000 | 1.94448 

Ozone.. i ..| Os 48.000 | 1.68124 

Pabian Molibsidé. | . .| PdO 122.4 2.08884 

Paris Green (See Ope LU HM INA 

(Perchlorate Radical).......... ClO, 99.457 | 1.99764 

(Permanganate Radical)........ MnO, 118.93 2.07529 

Phloroglucinol, Crystalline......| CsH3(OH)3-2H.O 162.080 | 2.20973 

(Phosphate Radical)......... BO 95.027 | 1.97786 

(Phosphate Radical, Pyro-)..... P350; 174.054 | 2.24069 

(Phosphite Radieal)........... POs 79.027 | 1.89778 

Phosphorie Anhydride (See Phosphorus Pentoxide) 

Phosphorus Pentachloride...... PCI, 208.312 | 2.31872 
PA ru EC S P3505 142.054 | 2.15245 
Winiehloride- EE PCI; 137.398 | 2.13798 
Trioxide.. .| P20; 110.054 | 2.04161 

Platinic Chloride, ELO drone. .| PtCl, 337 .06 2.52771 

Platinie Chloride, Crystalline. . .| PtCl4-5H.O 427.14 2.63057 

Platinous Chloride. . : PC: 266.14 2.42511 

Potash (See Pelasstüm Oxide). 

Alum (See Alum) 

Potassium Acetate.............| KC2H302 98.120 | 1.99176 
NCIC sulfate. desc KHSO, 136.168 | 2.13408 
Aod enlite en 4d oslo | ISO; .120.168 | 2.07979 
Aluminum Fluoride. . .| K3Al Fs 258 . 26 2.41206 
Aluminum Silicate. . ..| KAISi308 278.25 2.44444 
Aluminum Sulfate (See Alota) 

"Amtumonyl' Tartrate^ in.: KSbOC¿H¿0s:3+H,0| 333.91 2.52363 
iBicarbonate- EE KHCO; 100.104 | 2.00045 
Bichromate:.......)..-. 0.43) K2Cr207 294.21 2.46866 
IO de epe Lo lr KHF: 78.10 1.89265 
iIBmmoxolabek eee reen OSRH CSO, 128.104 | 2.10756 
na ras STEM KHC¿H:¿05 188.136 | 2.27447 
Seege ede cursa IBI 119.012 | 2.07559 
Carbonato e des ees Io Og 138.192 | 2.14048 
(enen PES MED s soos KCIO; 122.553 | 2.08833 
Chonde eere docs oce Ol 74.553 | 1.87247 
Eileen Ee K3PtClg 486.16 2.68678 
Chromate A e K.CrO, 194.20 2.28825 


0 ———Á—Á —— 
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TABLE AII —MOLECULAR AND Atomic-Group Wericuts—(Continued) 


Name 


Formula 


Potassium Chrome Alum ...... 
Cobaltinitrite, Anhydrous.... 
Cobaltinitrite, Crystalline. ... 
Guprictehloridesed- raa: 
Cupnicisuliates.. <a. ssr a a 
(Cyanide Ze EE 
(eene, Én Ee EE 
EU E pen a EET 
Ferrocyanide, Avhydrous.... 
Ferrocyanide, Crystalline 
eos s, ese ds 
luet dE EE 
IEky dito sulfide te S 
IFEsdroxides bdo e a a A 


Perchlorate P crm 
Permnanganasüeq0 9. e 
Pers ulate o DN S er 
Phosphate, Do 
Phosphate, Mono-........... 
Phosphate, (Ortho-) ......... 
SICA M e EE 


K35Cr;3(SO4) 4 -24H,0 
K;¿Co(NO)o6 
K;¿Co(NO») 6 13H2O 
Ks5CuCl,.2H,0 
K,Cu (SO4) 26H2O 
KCN 

K;Fe;(SO,) 424H.O 
K3;Fe(CN)s 
K4;Fe(CN); 
K,Fe(CN) 6°-3H2O 
KF 

K.SiF’s 

KHS 

KOH 

KIO; 

KI 


.| KNO; 


KNO: 
KC¡sH3302 


.| K20204 


K5C,0,-H50 
K,0 

KClO, 
KMDO, 
K35205 
K;HPO, 
KH;PO,; 
KPO, 
K,8i03 


Silver Cyanide (See Silver Potassium Cyanide) 


Sodium Carbonate, Anhydrous 
Sodium Carbonate, Crystalline 
Sodin Tartrati aoc. woe 
DLCATATC d E DEE 
Sul eent, EET eg 
Sulfide, Anhydrous.......... 
Sulfide, Crystalline.......... 
Sulfite, Anhydrous.......... 
Sulfite, Crystalline........... 


KNaCO; 
KNaCO;:6H;O0 
KNaC ¿H4,05:4H,0 
KCisH5;0» 


| K580, 


KS 
KS-5H:0 
K.SO; 
K,803:2H.0 


pos 4 Logarithm 
998.85 2.99950 
452.28 2.65541 
479.30 2.68061 
319.62 2.50464 
441.99 2.64541 
65.104 | 1.81361 
1006.51 3.00282 
329.18 2.51743 
368.27 2.56616 
T9 S0) 2.62564 
58.10 1.76418 
220.25 2.34292 
72.168 | 1.85835 
56.104 | 1.74899 
214.028 | 2.33047 
166.028 | 2.22018 
101.104 | 2.00477 
85.104 | 1.92995 
320.360 | 2.50564 
166.192 | 2.22061 
184.208 | 2.26531 
94.192 | 1.97401 
138.553 | 2.14162 
158.03 2.19874 
270.320 | 2.43188 
174.227 | 2.24112 
136.139 | 2.13398 
212.315 | 2132698 
154.25 2.18823 
122.093 | 2.08671 
230.189 | 2.36209 
282.189 | 2.45054 
322.376 | 2.50837 
174.256 | 2.24119 
110.25 2.04240 
200.336 | 2.30176 
158.256 | 2.19936 
194.288 | 2.28844 
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TABLE AII—MOLECULAR AND ATOMIC-GROUP Weicuts—(Continued) 


Name 


Formula 


Potassium, Sulfocyanate....... 
Tartrate, Anhydrous........ 
Tartrate, Crystalline......... 
Joelle dee tcc sk ens oe 
Xanthorenate se. . 2... of... 

Praseodymium Oxide.......... 


K3;C,H40; 
K.C,H4O¢-3H20 
be 
KS.COC2H; 
Pr$;05 


Prussian Blue (See Ferric Ferrocyanide) 


Prussic Acid (See Acid, Hydrocy: 
Pyrites (See Iron Disulfide) 


anic) 


Pyrites, Magnetic (See Iron Sulfide) 


(Pyroarsenate Radical)......... 
(Pyrophosphate Radical)....... 
RAUD Bromide olor cas 

Chloride 
Raffinose, Crystalline.......... 
Realgar (See Arsenic Disulfide) 
Red Lead (See Lead, Red) 
Rhodium Chloride. . 


As207 

P350; 

RaBrs 

RaCl, 
CisH32016-5H20 


.| RhCls 


Rochelle Salts (See tere Sodium Tartrate) 


Rubidium Oxide 0.0 dew. 


SOI ERE e RN 


Sal Soda (See Sodium Carbonate, 


Salt (See Sodium Chloride) 
Samanum Oader 4225. ot... 
Scandium Oxide. . 


Rb;0 

Rb.SO, 
Ru:0; 
C;H;SO;N 
Decahydrate) 


Sm 203 


: Se.03 


Schlippe’s Salt (See Bodl KEE 


(Selenate Radical). . beer 
(Selenite Radical. 5... sak 
Selenium Dioxide...... 1 
Siliea (See Silicon Dioxide) 
(Silicate Radical, Meta-)....... 
(Silicate Radical, Ortho-)...... 
(Silieate Radical, Tetra-)...... 
SilrconhkCarbidesers ees 


H'eoratiuoride 9 2. ceret 


: SeO, 


SeO 3 


: SeO» 


SiO; 
S104 
Si40o 
SiC 
SiO» 
SiF, 


Silver Bromide. Sane aeh nt 


AgBr 


Molecular 


Weight 


9177 
226. 
235. 
.43 
160. 


334 


329 


201. 
174. 
385. 
296. 
594. 


209. 


186. 
266. 
251. 
183. 


348. 
138. 


143. 
1 
IB 


76. 
92. 
256. 
40. 
60. 
104. 
187. 


168 
224 
232 


264 


.84 


054 


336 


Logarithm 


b2 b2 b2 b2 WN 


t2 b2 b2O b2 b2 ra 


.98752 
. 35453 
.37150 
.52431 


20483 
51830 


.41817 
.24068 
. 58634 
.47255 
. 77404 


.32073 


.27156 


42641 
40037 
26272 


.54265 
.14051 


.15594 
.10449 
.04610 


.88116 
.96407 
.40865 


60271 
71859 
01728 
27368 
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TABLE AII—MorLEcULAR AND ATOMIC-GROUP WericHtTs—(Continued) 


Name 


Silver Carbonate............. 
Chloride Mete veo orsa 
hromat ere a o DE 
LEE A eds 
Todide EE e en 
Kg EE 


Potassium Cvanide 
sodium Cy ami deaminase ae 
ln te de etes ERO 


Jet ER d E e E 


Soda (See Sodium Oxide) 
Alum (See Sodium Alum) 


Ash (See Sodium Carbonate, Anhydrous) 


Sodium Acetate, Anhydrous.... 
Acetate, Crystalline......... 
Acid Hypophosphate, Anhy- 


Aluminum Silicate........... 


Ammonium Hydrogen Phosphate (See Ammonium Sodium 


Arsenate, Di-, Anhydrous.... 
Arsenate, Di-, Crystalline... . 
Arsenate, Tri-, Anhydrous... 
Arsenate, Tri-, Crystalline... . 
AiSenities A E are 
Arsenite, Tri- 
Benzoate 


Bichromate, Anhydrous..... 
Bichromate, Crystalline...... 


Molecular 
Formula Weight 
| Ag;COs 275.760 
AgCl 143.337 
Ag2CrO4 331.77 
AgON 133.888 
Agl 234.812 
AgNO; 169.888 
AgNO: 153.888 
Ae) 231.760 
AgK(CN)s 198.992 
AgNa(CN)s 182.893 
Ag:SO, 311.824 
Ag:5 247.824 
.| AgSCN 165.952 
AgsSbSs 541.60 
Ag3AsS3 494.79 
NaC.H302 82 ` 021 
NaC;H;0;:3H30 136.069 
NaHPO; 103.032 
NaHPO;:3H;0 157.080 
Nas Als(SO4)4: 
24H,0 916.57 
Phosphate) 
NasH AsO, 185.96 
NasHAsO,7H50 312.07 
NasAsO, 207.95 
NasAsO4:12H,0 424.14 
Na3HAsO; 169.96 
NasAsO; 191.95 
NaC;H;O0; 144.037 
NaHCO; 84.005 
Na2Cr207 262.01 
NasCr;0;-2H50 298.05 


Logarithm 


. 44053 
. 15636 
. 52084 
. 12674 
.37072 
. 23016 
. 18721 
. 36504 
. 29883 
. 26219 
. 49391 
39414 
. 21998 
. 73368 
. 69442 


b2 b2 b2 b2 b2 bb bO bO bO b2 bO bh ba 


= 
© 
= 
[o 
o 
[Jv] 
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TABLE AII—MOLECULAR AND ATOMIC-GROUP WxaranTs—(Continued) 


Name Formula EM. Logarithm 
Sodium Binoxalate, Crystalline..| NaHC,0,-H.O 130.021 | 2.11401 
iDiSuliabo URL S S Ires NaHSO, 120.069 | 2.07943 
[BVI MM E NaHSO; 104.069 | 2.01732 
Bisulfite: Metas). ee ui) Na38505 190.122 | 2.27903 
Bromsicc de lee a NaBrO; 150.913 | 2.17873 
Bromide, Anhydrous........ NaBr 102.913 | 2.01248 
Bromide, Crystalline......... NaBr.2H;0 138.945 | 2.14284 
Carbonate, Anhydrous...... NaCO; 105.994 | 2.02529 
Carbonate, Decahydrate..... Na5CO;:-10H50 286.154 | 2.45660 
Carbonate, Monohydrate.....| NasCO3-H,O 124.010 | 2.09346 
(ohlorster e No A NaClO; 106.454 | 2.02716 
Chloride.. T NAGI 58.454 | 1.76681 
Phrouinte, Anhydrous CHER. NasCrO, 162.00 2.20952 
Chromate, Crystalline........ Nas;CrO, 10H50 342.16 2.53423 
Citrate, Anhydrous......... N25C;H;0; 258.031 | 2.41167 
Citrate, Orystalline.......... Na¿CsH;07:53H20 | 356.119 | 2.55159 
KON eae A | NAON 49.005 | 1.69024 
MN Nall 42.00 1.62325 
LTE Ret eor teh NasSiFs 188.05 2.27428 
Hydrosulfide, Anhydrous....| NaSH 56.069 | 1.74872 
Hydrosulfide, Crystalline..... NaSH-2H;0 92.101 | 1.96427 
Phy drosul tbe. qe oue AE Na:28204 174.122 | 2.24086 
Hydroxide. . .| NaOH 40.005 | 1.60212 
odbite. NaOCl 74.454 | 1.87188 
Fispophiosphate; EB Pee NaPO; 125.021 | 2.09698 
Hypophosphate, Crystalline. .| Na3PO;:5H;,O 215.101 | 2.33264 
Hypophosphite, Anhydrous..| NaH;PO; 88.040 | 1.94468 
Hypophosphite, Crystalline...| NaH;PO;.H30 106.056 | 2.02554 
IH yposulhte ee NaHSO» 88.069 | 1.94483 
cia del eg Nal, 197.929 | 2.29652 
Iodide, Anhydrous.......... Nal . 149.929 | 2.17589 
Todide, Crystalline........... NaI-2H.O 185.961 | 2.26942 
Molybdate, Anhydrous......| NazMoO, 206.0 2.31387 
Cc Me "ela Cu HE Nas3Mo0,:2H50 242.0 2.38382 
Nitrate.. A s NANO 85.005 | 1.92945 
NECE O E Ses US NaNO, 69.005 | 1.83888 
Nitroprusside, Crystalline... .| Na2Fe(CN),NO- 
2H,0 297.91 2.47409 
MEA e REN: Sero RI NaCisH3;02 304.261 | 2.48325 


—————————————————— 
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TABLE AII—MorECULAR AND AToMiC-GRovuP WericHTrs—(Continued) 


Molecular 


Name Formula Weight Logarithm 
Sodium Oxalate ee c E Na2C204 133.994 | 2.12708 
Oxide ree tare Mors os es ok Na:20 61.994 | 1.79235 
Perchlorate sme 999 4. ree NaClO, 122.454 | 2.08798 
Peronide nee MEE oct Na:02 77.994 | 1.89206 
Persulfate re erem Na:520s 238.122 | 2.37680 
Phosphate, Di-, Anhydrous. .| Na;HPO, 142.029 | 2.15238 
Phosphate, Di-, Crystalline.. .| Na2HPO.-12H20 358.221 | 2.55416 
Phosphate, Mono-, Anhydrous) NaH3PO, 120.040 | 2.07932 - 
Phosphate, Mono-, Crystalline) NaH;PO,-H;O 138.056 | 2.14005 
Phosphate, Tri-, Anhydrous..| Na;PO; 164.018 | 2.21489 
Phosphate, Tri-, Crystalline. .| NazPO¿-12H30 380.210 | 2.58002 
Phosphite, Di-, Anhydrous...| Na;HPO; 126.029 | 2.10046 
Phosphite, Di-, Crystalline. . .| Na2HPO;-5H.O 216.109 | 2.33467 
Potassium Carbonate (See Potassium Sodium Carbonate) 
Potassium Tartrate (See Potassium Sodium Tartrate) 
Salicylate. ss ss. o ree NAGSESOS 160.037 | 2.20422 
Silicate (Metà-):.. 0.5.5.4. Na2SiO; 122.05 2.08654 
Silicate (Tetra-).. .| Nas8140s 302.23 2.48034 
Silver Cyanide (See Giver Sadun Cyanide) 
Stearate. . 1 s... ta a| NACHO 306.277 | 2.48612 
Sulfate, Aydos. D NONE Nas80, 142.058 | 2.15246 
Sulfate, Crystalline.......... Na380,-10H;O 322.218 | 2.50815 
Sulfide, Anhydrous..........| NaS 78.058 | 1.89242 
Sulfide, Crystalline........ ..| NasS-9H30 240.202 | 2.38057 
Sulfite, Anhydrous.......... Na380; 126.058 | 2.10057 
Sulfite, Crystalline........... Na.SO;:7H.O 252.170 | 2.40170 
SE EE EE 81.069 | 1.90886 
Tartrate, A tb yos: ARO NasC4H40; 194.026 | 2.28786 
Tartrate, Crystalline......... Na»C¿H¿05:2H:0 | 230.058 | 2.36184 
Petraborate Anhydrous... ..| Na:B407 201.27 | 2.30378 
Tetraborate, Crystalline...... Na2B¿0710H20 381.43 | 2.58141 
Thioantimonate.............| NazSb8S4:9H,0 481.16 2.68229 
Thiosulfate, Anhydrous...... NaS20; 158.122 | 2.19899 
Thiosulfate, Crystalline... ... Na2S.03:5H20 248.202 | 2.39480 
Tungstate, Anhydrous.......| Na3WO, 294.0 2.46835 
Tungstate, Crystalline....... Na2WO,:2H20 330.0 2.51851 
Wranatee ue a Na3UO, 348.16 | 2.54178 
Vanadate, Anhydrous....... NasVO4 183.95 2.26470 
Vanadate, Crystalline........ NasVO,:16H;0 472.21 2.67414 
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TABLE AII—MOLECULAR AND ATOMIC-GROUP WeicutTs— (Continued) 


Name 


Formula 


Stannic'Chionde*)s..... AE 
Fluoride..... 


Phosphate, Anhydrous...... 
Phosphate, Crystalline....... 


Stannous Chloride, Anhydrous. . 
Chloride, Crystalline......... 
Fluoride.. ES eee 
E AE 


Chloride, Crystalline......... 
TON RUN Upon Ene 
Hydroxide, Anhydrous...... 
Hydroxide, Crystalline....... 
Nitrate, Anhydrous......... 
Nitrate, Crystalline.......... 
(aigle, eg 


Sublimed Lead (See Lead Sulfate, 
SUE P eid I ees oo 
Sugar (See Sucrose) 
of Lead (See Lead Acetate, Cry: 
of Milk (See Lactose) 
((Sulfate'Radieal) an seus o 
ele e 
ivIonochlozide* ti. 4.65.2. + 
Trioxide. . A 
Sulfuric Oc de Mem 
Sulfurous Oxyvchtonide atar 


Tantalum Oxide. . 


Tartar Emetic (eee Poteau E Tartrate) 


SnCl, 


d SnF, 


SnO: 

Sn2P209 
Sn2P20¢9- 10H50 
SnSs 

SnCls 
SnCl.2H;0 


E SnF, 


Sn( OH) 2 
SnO 
SnS 
SrCO; 
SrCl, 
SrCl,-6H30 
SrCrO, 
Sr(OH) 2 
Sr(OH);:8H;0 
Sr(NO3)s 
Sr(NO3)2:-4H2O 
SrO 
SrSO, 
SrS 
SrSO; 
SrS203 

Basic) 
Ciel: T 


stalline) 
SO, 


SO» 
S2Cl> 


-| SO; 


SO2Cl2 
SOCI> 
Ci4H; 009 
Ta:205 


Logarithm 


.41586 
. 28937 


17811 
64685 
79492 
26205 
27786 
35344 
19507 
18390 


. 12937 
. 17828 
. 16918 
. 20014 
. 42592 
. 30886 


08511 
42450 


. 32562 
-45288 


01549 
26409 
07805 


. 22450 
.90051 


. 53425 


. 98256 
. 80661 


13047 
90344 
13026 
07547 


. 50796 
. 64640 
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TABLE AII—MorECULAR AND AromIc-GrouP We1icmrs—(Continued) 


Name Formula un Logarithm 
| 

Tartaric Anhydrous...........| (C4H404)202 264.064 | 2.42171 

Telunum Dioxide. -eteron n.: 'TeOs 159.5 2.20276 
Monoxide ta cuoc TeO 143.5 2.15685 
monden RE 17515 2.24428 

Terbi Oxides oie eb E 'Tb;Os 366.4 2.56396 

mball Oxide Ee Dee X T1.03 456.78 2.65971 

'Brallous Oxide inhatar s 424.78 2.62816 

cobro ee I T CHN Ae 180.096 | 2.25550 

Thorium Nitrate, Anhydrous...| Th(NO3), 480.18 2.68140 
Nitrates Crystalline... E Th(NO3)4:12H.O 696.37 2.84284 
Oxide.. .| ThOs 264.15 2.42185 

Tin Salt Geo Gianoli Ohio dee Crystalline) * 

Titanium Dichloride...........] TiCle 119.0 2.07555 
OTC Ede eet E TiO? 80.1 1.90363 
IIO Qo NP RT I EE ERAS 124.1 2.09377 
RETO RI Garber Me d e TiO; 96.1 1.98272 
Sulate me RS... cM "TT33(SO4)s 384.4 2.58478 
Metrachlonde e M IE TiCl, 189.9 2.277852 

Toluene . Uo. O E 92.064 | 1.96409 

Tungsten Darde RE EA WO: 216.0 2.33445 
Disulhdeede EET. cens WS» 248.1 2.39463 
Trioxide. . .| WOs 23250) 2.36549 
Mrieulide.t . WSs 280.2 2.44747 

Tuznbull's Blue Ge Terons Ferricyanido 

Uranium Dioxide.. .| UO: 210.17 2.43164 
Mrioxide err .| UO; 286.17 2.45663 

(Urano- willostibate: Radival),. .| U2P207 650.39 2.81317 

(Urano-phosphate Radical). H U2P2011 714.39 2.85393 

Uranoso-uranie Oxide..........| U3Os 842.51 2.92558 

Uranyl Acetate, Crystalline.....| UO2(C2H302)2: 

2H,0 424.25 2.62762 
Ghlonde e wet. o SIDEC 341.08 2.53285 

Vanadium Dioxide s sues V02 133.92 2.12684 
iBentoxide Wt Md Debo seats V3O; 181.92 2.25988 
Tetroxide. . ..| V204 165.92 2.21990 
Trioxide. . ..| V20; 149.92 2.17586 

Vanadyl Chloride S VOCE 137.87 2.13947 
Sulfate, DEA. EST V202(SO 4)2 326.05 2.51329 


* For other salts of Tin see under Stannic and Stannous. 
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TABLE AII—MOLECULAR AND Aromic-Grour Weranrs— (Concluded) 


Glass (See Sodium Silicate, Te 


CHA 
H:O 


tra-) 


White Lead (See Lead Carbonate, Hydrated) 


Zine Acetate, Anhydrous. ..... 
Acetate, Crystalline.......... 
Ammonium Phosphate....... 
Carbonate. ez. oc dvo qure 
Chloride. . 


doctas E Arona. VR 
Ferrocyanide, Crystalline..... 
Hydroxide.. EE 
Mercury DEC EEN D PEU 


Pyrophospliate- 2-2... a ai aa 
Sulfate, Anhydrous......... 
Sulfate, Crystalline.......... 


Vanconiums lee saa os 
Dyrophosphatese. eege 


C, H4(CH3)2 

CH, 00; 

Yb203 

Yt203 

Zn (Ces 2 
Zn(C;H303) 29H50 
ZuNHjPO, 

ZnCOs 


a ZnCls 


Zn5Fe(CN), 
Zn2Fe(CN).-3H2O 


.| Zn(OH): 


ZnHg(SCN)4 
ZnO 

Zn2P207 
ZnSO, 
ZnSO,7H;0 
ZnS 

ZrOs 

ZrP20; 


b2 h2 e h2 bhO b2 — Lb2 — b2 b2 b2 b2 bh2 b2 b2 b2 bO bO WD 


.18203 
. 25565 


.02564 
. 17632 
. 59682 
.95372 
.26347 
.94135 


25152 
09823 


.13447 


53485 


. 59846 


99739 
69747 
91052 


. 48402 
. 20801 
. 45873 
. 98874 
.08991 
.42325 
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Factor | Logarithm 


860 
TABLE AIII 
ANALYTICAL FACTORS 
Wanted Found 
A iol docet UN euin en MORS ABI RE 0.7526 
AgCl BaCl: 1.3764 
CaCl». 2.5832 
ROM ren Ded D e qe e 1.9226 
MgCl; 3.0104 
NaC Ai: E cm 2.4522 
AgNO; NA P o chat 1.5748 
AGC). Rr M 1.1852 
ATE e Re Es nas A ToC EE enc IC Ee 0.5291 
Gul Den eoe Sod c ode e WEEN nie Aber ee A 1.6474 
AMO cate Al,O3 17.08 
Al(OH); AlsOs 1.5301 
PAD ER SARA etd AIPpOAD ee H 0.4177 
Al«(SO4); 0.2980 
BAN (SO) aote O Al ER T CES 3.3562 
Base qm eden 0.4886 
SO TE 1.4244 
Al(SO04)3:18H20......... ABOTA EE 6.5373 
BSO eto 0.9516 
Ca CO; 2.2198 
Mig OC S 2.6340 
INS CO ue Ee da 2.0957 
j^ Conil, ua, E be d As203 GE e E MUR 057579 
Asch, 0.6520 
P CON MPa i VS MENO NUN ANS red rt EE A 202 
Cus(AsO3)s.2As5O;: 
Cu(C,H;0»)» SEENEN Bus 0.5855 
Aa, KA e EE CMS A de AOSTA EAN ANE $. 1617 
EEN 0.2556 
BbEDASO M ue A 0.3311 
By BO ES DE 0.3107 
JE EXON eme MIL cer Das pe yee p n E 0.8456 
BaCl,. Ag Oli x oy ects d E 0.7265 
Base t E RE S 0.8923 
ION LA IS DA Ba SO me DIN 0.6570 
Bas(PO4)2 SR TA Ak TRO BaSO,. ae 0.8599 
MSPO 2.7040 
P305 MP ron DRE e 4.2390 
BaS0, D DAC tee one ae e SOS Bas(PO4)»2 o oO iis cio 1.1630 
Bib. A Ud SCHT, coc UP EC 0.8024 


————————————————————————— 


CC ee oo du dudo octo 


cmc SS SS SS Sd Ol SS DOS OOOO SS SY 


.87656 
13874 
41215 
28389 
47863 
38956 
19722 
07379 
72354 
21679 
23249 
18472 
62086 
47422 
52585 
68895 
15363 
81540 
97845 
34631 
42062 
32133 
87938 
81425 
12063 


. 76753 
.06510 
.40756 
.51996 
.49240 
.92716 
.86124 
.95051 
.81757 
.93445 
.43201 
.62726 
.06558 
.90439 
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TABLE AIII—ANALvTICAL Facrors—(Continued) 
Wanted Found Factor | Logarithm 
(o E ORO Osce ust 0.2727 9.43569 
COSA. de Qa Og toas era e 0.4397 9.64316 
CaO. 0.7847 9.89470 
IM EO S e nes AR 1.0913 0.03794 
NaO RE 0.4151 9.61815 
Pb(OETD;:2PbGO03 er: 0.1135 9.05500 
SIS uero E 0.7326 9.86487 
US, un wm E eR nu ER EE 0.2943 9.46879 
Cas(AsO 4)2 NE, n AsO; 1.7316 0.23845 
PACO NE s ADO mere cti E CR 2.9449 0.46908 
(DO e res Ne See ee 2.2743 0.35685 
Cada SS 1.7847 0.25157 
CAD wi. Mo. (COS e E 0.7351 9.86635 
Fe:0;.. 1.8800 0.27416 
MECO. TREE 1.1868 0.07438 
NIC Oe he oan E 2.4819 0.39478 
CIC o nee oe Ao Dad EN f LEES 0.3871 9.58782 
OR OD Med Pede 1.9793 0.29652 
Ckir 1.5650 0.19451 
CaH5(CO3)» CaCO; 1.6197 0.20944 
Gao T mx CO a: 1.2742 0.10524 
CA 1.3993 0.14591 
CaCO; 0.5603 9.74842 
CaCl. 0.5052 9.70346 
Cap, 0.4119 9.61479 
CaS0,2H30...........| 0.3257 9.51282 
COR T S TL. Q0 Eo ON 1151 :32147 80 2108 
FIOR er cum 4.1125 0.61411 
Carl. Gres eset cine CAOS Ee LO OW 1.03141 
Oler Acide o 0e 1520674 0.02832 
Cas(PO4)2 ARAS MgeP207. e thee: IC4 TA. 1.3932 0.14401 
ET SEH 0.33925 
(ES E doo Bai anne NES 0.5832 9.76582 
Lee redeo TRE de 2.4279 0.38523 
SOs... 1.7004 0.23055 
(03:50 7-21H3507 3 P ots Dac eU 0.7376 9.86782 
CAO MM E CRI d d 3.0706 0.48722 
Carr a: 1.2647 0.10199 
SO; . 2.1504 0.33252 
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TABLE AIII—ANALYTICAL Facrors—(Continued) 


Wanted Found Factor | Logarithm 
(arb Aen Ru ELO E E OOO 0.51655 
SOsU ee cas ES EET 0.15764 
(uoi Er EE E E 2.0711 0.31620 
SIUS a T eee idi REES 0.28635 
Casein a e Mon E Eo A cox INE AN e 6.38 0.80482 
Cdi e BEE os. CdS Mag o es 0.5392 9.73176 
IR M nn ee. [6207 AA 0.8142 9.91073 
CI E A Cle cx E YE 0.2474 9.39334 
KC]: et DER. 0.4756 9.67724 
NH4CI.. 0.6628 9.82138 
INA GIs a m pum 0.6066 9.78290 
NaClO;. 0.3331 9.52257 
ZnCls. 0.5203 9.71625 
Crs Ope E T, oos PbirO€ec. c. 0.2352 9.37144 
(um EE UR I mens CuO.. 0.7989 9.90249 
Ee rd bor os oe UE 172517 0.09750 
Cu3(AsO3)2:2AsoO3- 
ELE E O) 0.3139 9.49679 
CO KD a DS e DRE EC ob ar CuO eee A A UD ZO 0.08867 
lO qr OA E Mey 0.4867 9.68726 
as e e t. T Ca Soap. 0.94 9.97313 
IKSS OS pve O e 0.88 9.94448 
Na Soap c RENS 0.93 9.96848 
Pb Soap. 0.74 9.86923 
Fatty Anhydride....... Patty ee se 0.9673 9.98556 
[cT oh OP ace te Fe(NH4)s(SO4)s6H30 ..| 0.1424 9.15351 
Bess ME ..| 0.6994 9.84473 
Reo Suc MID E Fe.0; A a De 4509 0.16164 
Be NER 4)2(504)2:0 HSO CI Ee Os EE 4.9115 0.69122 
IA m n we Seer ..| 1.4298 0.15528 
Fe( (NH). (Oe 6H,0 0.2036 9.30878 
EE e ncc E 0.5292 9.723062 
P205 1.1241 0.05081 
Fes(SO4)s Vu DA ae TAN FesO; 2.5625 0.39867 
Glue WE Iis IN AOS: 5.60 0.74819 
Glycerol. . ral CERO a MORSA 9.12743 
Glyceryl KEE enger Ree e 1.0449 0.01908 
LEE A LEE m HO tore URN 0.1119 9.04883 
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TABLE AIII—AwNarYTICAL Facrors—(Continued) 


Wanted 


Found 


LSK me MEE IS 


Cu3(AsQO3)2:2As203- 
Cu(C3H303);. ED Ond ACTOR 
TCH OO c. TTE 


| Factor 


Logarithm 


07335 


.49108 
.96714 
.98887 
.40552 
.65307 
.21958 


52421 
53970 
38596 


.42275 
.32077 
.48968 
.62346 


88750 


. 73593 
.08814 
.06707 
. 73288 


71966 


. 45056 
.91918 
. 20629 
.16646 
.71609 


32276 
73086 


. 19948 
.48671 
.60150 
. 09823 
.88353 
.80051 
.53135 
.92397 
.28713 
. 73280 
.87308 


06766 


864 TECHNICAL METHODS OF ANALYSIS 


TABLE AIII—ANarvTiCAL Facrors—(Continued) 


Wanted Found Factor | Logarithm 

MOV ase ae a KOOS a ELS RUN 0.6288 | 9.79851 

Ki Oe So ds eee ae ES 500) 0.26717 

EKsBtClo EE 0.3584 9.55437 

SOS. c c Nm 26265 0.33776 

LAM AGG Sod a s. Ja ERU 0.1262 9.10106 

OA eiu Als. TSO hace Pee 0.2656 9.42423 

Menthol................| Menthyl Acetate.......| 0.7880 9.89653 

NIGHND M S DUM o mes MEOS era ce RE 0.2884 9.46000 

Mg Beer dee 0.2184 9.33925 

MgCO; O Ka ee CO: dë, we EE 1 .9164 0.28249 

Mer T cp 2.0915 0.32046 

Mop EE 0.7573 9.87927 

MeCN urs cene o. ApgCl. C Ea EE 0.3322 9.52140 

0) EE 1.3429 0.12805 

Mgr e Tr 2.3618 0.37324 

Me E9095 a ler 1.7355 0.23943 

Noe EA Ue sU EE ESSI ADO ZO 0.21955 

MgCl EE I 0.4234 9.62675 

Mes PO MM 0.3621 9.55883 

MgSO Tats oT 9.52492 

MAOHI ds Ee s 1.4469 0.16044 

Mg(OH);4MgCO;-4H5;O | MgsP35O;..............| 0.8400* | 9.92428 

Mes BOI w-- ele OSS qs uos 0.26753 

Med. oc mee ae crs MEOS ST T 2.9857 0.47504 

Mgs;PiO a CERIS 1.0812 0.03391 

SOLE 1.5036 0.17713 

Mole V oer os NC E 4.1778 0.62095 

SO». Been Aid Siocon esas 0.11883 

Nini wt 1o. VN Nee ce pec on. co Alb EEN 9.99286 

Mn;0;. 0.7203 9.85751 

Mn2P20, 0.3869 9.58760 

MOCOS. qi pop Mn;O, 1.5070 0.17811 

MDa ROM NET MnO. S e Y ee 2.0014 0.30133 

MONS S e Sd dx LOMO 0.2614 9.41731 

E A mE VAS e ASNO a a un sao! HIERT 8.95904 
C;HgN4,Os (theobrom- 

Inc) so ance 0.3111 9.49290 


CsHi0N4Oz2 (eaffeine)....| 0.2887 9.46045 


E A A eee EE 
* The empirical factor 0.837 is used in the analysis of asbestos-magnesia 
insulating products (see p. 86). 
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TABLE AIII—AwNarvrICAL Facrors—(Continued) 


865 


Wanted Found Factor 

ER DR INT Ee or EMEN 1.2159 
NEMO EC EE Ne NE OH che 1.2878 
HE ot Pe PR Ago A E 0.3732 
ING A A 3.8190 

TAE AA NH;.. 3.8794 
SO;.. 1.6505 

Nn NE reu e d to dE Ee 0.3934 
Nan) ut ee 0.7419 

INES) EE SE 0.3238 

e E O od BACO 7 coco cec 053170 
LE RESCH 2.4090 

iar Me St pS 2.3046 

Nas;CO4: H5O 0.8547 

EE 0.6309 

IN G's M E e PET. 1.7098 

ING EDS E eee 1.3248 

NAO 0.7462 

ien AN Pc rae roa 0.4078 
GI 1.6486 

NA E ta 2.5417 

INS SQ decr ptr et i e ewe 1.8858 

NaHCO; Ee Ee AO CO» o Uno q dete. E 1.9092 
NaCO; MO SILET mr eent 

Nap E E It 2.7101 

Ee BINE Se e eere] cse EE 6.0683 
NSO Me Ee C EE 1.5740 

NTO ee T BSO AA es T. 0.2656 
Ee APTE Ua EC 1.3479 

Na2COz en GE AE 0 : 5849 

NACI A E 0.5303 

NaHCO; 0.3690 

NaNOs ta tota 0.3646 

INGOT. oe dE oe 0.7748 

KEE 0.7942 

Nas804 AE PP E T as 0 A 4364 

Nau BE pO EE 0.2051 

Naiara ELI Cl e per T:0409 


* “Available” chlorine. 


Logarithm 


.08490 
.10985 
.57194 
.98195 


58876 
21761 
59483 
87035 
51028 
72997 
38184 
36259 


.93181 


79996 


.23295 
.12215 
.87286 
.61045 
.21712 
.40513 


27549 
28085 
20006 
43299 
30096 
78307 
19700 


. 42423 
. 12966 
. 76708 
. 72452 
. 56703 
.56182 
.88919 
.89993 


63988 


. 70578 


31197 
02115 


866 


TABLE AIII—AwarvTiCAL Facrors— (Continued) 
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Wanted Found Factor | Logarithm 
Nia ORR E Na. accion a teres 0.7548 9.87783 
OEB cw ee MEE 1.2906 0.11079 
NaS .| AgNO; 0.2297 9.36116 
DEER 1.1940 0.07700 
NaSO, Bae c EM. 0.6086 9.78433 
Nase Os Ee 1.3402 0.12717 
Nasa eos rc 2.2914 0.36010 
SOs... 1.7743 0.24903 
Nas5804:10H50.......... IER rd UN PNE 1.3804 0.14000 
Naso ELLEN 2.2683 0.35570 
INE SIO ics NAO E 1.9687 0.29418 
Si, MT xr 2.0321 0.30794 
Na»S1409 SAO a Nash EE 4.8752 0.68799 
SiO sth EE 1.2583 0.09979 
NA recssuNi-ENOXIIeAP Bet ty E 0.2032 9.30792 
INT ORR rd e 0.7858 9.89531 
Qe. ACI | 0.2256 9.35334 
pu y (NH4,HPO,: 12MoO... .| 0.01668 | 8.22220 
S cud 12M00... 0.01653 | 8.21827 
P305. . 0.4368 9.64028 
Dp ENS MgsPs0».. SE 0.6379 9.80475 
(NH4)sSHPO,:-12MoO;...| 0.03818 | 8.58184 
(NHj);PO4,:12MoO;..... 0.03784 | 8.57795 
prar 2.2892 0.35969 
Pb A EU BDOrOSS ERE 0.6411 9.80693 
Eer e RE 0.8662 9.93762 
igo BTE EM decente: 0.8643* | 9.93666 
Set e, A 0.6833 9.83461 
EILER erh Dengler A (Ogre EE tee 6.0729 0.78339 
Pb(OH)s2PbGCOs....... 0.6890 9.83822 
BD TO) TOR e E Cr:0;.. se 4.2522 0.62861 
Pb(C;H;0;)»- 3H,0.. fad Sol 0.8521 9.93049 
POCOS Pac C090 0.08265 
LAO ae ELDER de Ee ER Ee ege 0.7444 9.87181 
PbCrO TE 0.6906 9.83923 
PLHASO Nu 0.6429 9.80814 
POS EE 0.9331 9.96993 
bbs 0.9767 9.98976 
Pb(OH);: 2PbCO;. xat 0.8633 9.93616 
PSOV S Ben T 0.7360 9.86688 


* Empirical factor when deposited on anode by electrolysis. 
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TABLE AIII—AwarvTICAL Facrors—(Continued) 


Wanted Found Factor | Logarithm 
PIN OE) EE IBboro c AS: Brae 0.7464 9.87297 
Pb(OH),.2PbCO;....... 0.3110 9.49276 
Pb(OH)2:2PbCO; 
(White Lead)......... (OI aes ane. eae 8.8140 0.94517 
PHhCrO TS bep e 0.7999 9.90304 
PbSO c e 0.8526 9.93075 
E NEEN Ee EE OM E EE 0.87286 
RPSOM eL. Badr PENIS MC 1.2991 0.11364 
PbOrO: c o MEA 0.9383 9.97234 
In E ée m POSO a eR A 2.5515 0.40680 
Ia, A A A Meee ho ed 6.25 0.79588 
Protein (in wheat prod- 

: CED io: E RE ERN NERO POETS e El 5270 .75587 
EEEE E TEN EMEN NEA INS Clie a RENE p e 1.6700 22272 
DIGIMON TEE Bul NACL S co Mee fed 2.8832 45987 

Dic M ecc rM IL 00! 23717 
Itosimsamhsydride e IPEOBIBUAOIdS- S o mee 0.9732 98820 
luco d ete E LECT ETE BINOS im 0.1373 13767 
Nae cena epe M 0.4108 .61363 
NaaSOLLO0O c 0.1335 .12548 
Nao Ora E 04096 .60810 
Sacehnrin n ecce BISOT EE e 0.7844 .89454 
E, EEE E Ee E regu ee 0.2744 . 43838 


CasOs tee cie 00906 .84236 


(o «O O xo «(o «o O O «o io «o «o O «o (o (o «(o «0 (0 (O0 (0 co co a aa coc 


MAS 057000. .88116 
SO d DIC NO TOES A507), erc ccc Ir 7020 .84634 
ias ac Mz 0.3430 .53529 
FesOs (from FeSO4)....| 1.0028 .00121 
IOS E MI oe 0.5271 . 72189 
E rec 0.5636 75097 
SO as N Es E E ae. 0.4115 .61437 
EE 07911 
el BEE loss oC e o ee ed 2025 .10133 
Oya A E DEL AH Seu SIGN CI A 0.4672 66950 
LOS RES OUS ISO ERE ES Nau Oi: 0.7949 90031 
ene EE SnOs. qe: 0.7877 89636 
SnOs Ria 1.2696 .10366 
URES Ae Ee "(id emit 0.6005 .77851 
V Fe 0.9126 .96028 
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TABLE AIII—AnatyticaL Facrors— (Concluded) 


Wanted Found Factor | Logarithm 

Wii see sti toc ES e WO gate END SOS. 9.89933 
Zu Ae RM m c EE 9.82393 
LANETRO AS eee 0.3664 9.56396 

URN OME Peer eae oka fn tt 0.8034 9.90493 

Zn3P207- e, Sak UE SI 9.63246 

Zne 5m Ie cr RA LSP > O74. EET a ORS OSS 9.95148 
LOA cM s cem ZnE GON 0.1633 9.21299 
ZnsB;O c A asl ORO SLO 9.72754 

LN Sys x MEET IS 0.8352 9.92179 

VANS a: A EE EE E 1.1974 0.07824 
LOS OTS Tr MEE cms BasOg evt ont ut TS 0.6916 9.83985 
DO ra NEA NOI 0.30458 

YAN OM Le E E 1.9838 0.29750 

LANA Ooo odo IOS 0.02502 

LEO AO AE O co ee Y a Da pe Cu 9.66671 


ANALYTICAL TABLES 869 
TABLE AIV 
VOLUMETRIC SOLUTIONS 
l ec. of 1.0 N HCl is equivalent to: 
Substance Gram Logarithm 
Amyl Acetate, 20 C;H,¡C2H;0» SO aa CENTS 0.13011 9.11431-10 
BICOS S oot AED EE 0.09869 8.99427 
SD HE d i rto ne taektue 2 0.08570 8.93298 
Bornyl Acetate, * Ci0H:,C2H30.». A Re e 0.19616 9.29261 
Ca(C15H3302)2 E a ARA 0.3013 9.47900 
Ca (CisH 3509)» LA eens. Wd E di. E, cef Eis 0.3033 9.48187 
CONGO dq de E d cem da 00505004 8.69932 
Ee T Ed aen, d SC 0.02804 8.44778 
(OD EIUS RE EE e OD 8.56879 
(nsetn (NEST TNR TD ES 0.08937 8.95119 
Ethyl Acetate,* C2¿H5C2H302................| 0.08806 8.94478 
(ITESO). a a 0.07844 8.89454 
O A E A A 0.03647 8.56194 
INO RSEN ES E EE 0.3204 9.50569 
KORERO A C T TU TORT ee ae 0.3224 9.50840 
K3;COsf 0.06910 8.83948 
KHCOst 0.10010 9.00043 
Weeden e seen 0.10110 9.00475 
RO Sao chro Os ake dumm UN NEN ETE 0.04710 8.67302 
INS SS ese eRe E UE T TID 0.05610 8.74896 
Menthyl Acetate, * CioHigC2H302............| 0.19818 9.29706 
Methyl Acetate,* CH;C2H3;02............... 0.07405 8.86953 
MECO AU SU co NOTTE RUE DEDIT 0.04216 8.62490 
AUTANT EE 0.02016 8.30449 


* By saponification with caustic solution. 


1 Methyl orange indicator. 
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TABLE AIV—VoLumerric SoLuTIons— (1.0 N HCl—Continued) 
1 ec. of 1.0 N HCl is equivalent to: 


.02604 


Substance Gram Logarithm 

Nasa mo ETE ET E .10064 9.00277-10 
Na3B40;:10H301........ .1907 9.28035 
INSEQUOR c .08202 8.91392 
IER EN SION Ve EE EES .13607 9.13376 
NaC¡sH3302 A St e n Ns o E .9043 9.48330 
RELORI i PODE AE LR EE .9063 9.48615 
Naso MUS ao MB EMO EINE .05300 8.72428 
Na COREE OEE e SEPT METRO P esten ARA .06201 8.79246 
Nar COs TOES S morer v T .14308 9.15558 
INSCR UR TE e e Ek .13399 9.12707 
EN SL EE E oe UR n do .08401 8.92433 
NA EOTE Ee. ete e EE . 14203 9.15238 
IS DE TER Een dee ee .9582 9.55413 
IN OMM P ITUR A IT T .03100 8.49136 
INSOLENS E E E EE .04001 8.60217 
INASEGTIM MEA LM rene s E .16402 9.21489 
E SS moder EO E IS .08201 8.91387 
Nano ITEM CURIE o c LM Ses Reape . 07806 8.89243 
IN a SI gus e T SEEMS IR: .1511 9.17926 

KEE a .014008 8.14638 
Na ro AN EE .01703 8.23121 
EE RACER . 01804 8.25624 
NEO Ora ADIAC NUT ee . 2993 9.47611 
NS IOE A e AIT Ee E, .05350 8.72835 

8 


.41564 


* By saponification with caustic solution. 


T Methyl orange indicator. 
t Phenolphthalein indicator. 
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TABLE AIV—VoLumerric SoLurions—(1.0 N HCl—Continued) 
1 ec. of 1.0 N HCl is equivalent to: 

Substance Gram Logarithm 

NIERON S A E oc tially i A a I RE dre 0.03505 8.54469-10 
Protein (N X 6.25) . 0.08755 8.94226 
Protein (N X 5.70) . Be ecce Pure ca i 0080 1055 8.90227 
Prussian Blue, Fe,[Fe(CN), L. mM Pers 0.04772 8.67870 
Lal c cA See foi c eui te 2520.28 uerg 9.45894 
MK OP GERGENQNOEN A CD DORT 0.5501 9.74044 

1 ec. of 0.5 N HCl is equivalent to: 

Amyl Acetate,* C;H11C2H302................| 0.06506 8.81331-10 
IO EL EE 0.04934 8.69320 
BAOH toc sae 0.04285 8.63195 
Bornyl Acetate, * CUBES COGO, SO OROOSOS 8.99158 
Ca (C15H 3503)» Ao nd. ed tuns TE T PS ETT E E V TOUT ND 0 S 1506 9 a 17782 
Ca(C1sH3502)2 SAAS Dog ee ee E RO EG 0.1517 9.18099 
CACO um ..| 0.02502 8.39829 
OS e ce TET CC SET T TEES 0.01402 8.14675 
Ca(OH)... Age e ee el ANE 8.267064 
Casein (N x 6. 38). LEE 0.04469 8.65021 
Ethyl, Acetate C93H3C2H305. Reese 0.04403 8.64375 
CUINA O O ls toa s mci 0208922 8.59351 
OI AIC S DP E 0.018233 8.26086 
KITE De Een 0.1602 9.20466 
UC UO se Oe nm da o T BD E EE ERE 0.1612 9.20737 
JOE Uh As Rr p 0.03455 8.583845 


* By saponification with caustic solution. 


t Methyl orange indicator. 
į Saponification value 195. 
§ Saponification value 102. 
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TABLE AIV—VoLumerric SonLuTIONS—(0.5 N HCl—Continued) 
1 cc. of 0.5 N HCl is equivalent to: 


Substance 


Menthyl Acetate, * C419H3;9 C3H30s RONDA OPO oe us 
Methyl Acetate,” CEH;C2H302 e 


NaC;H;O;3H;0 SE Ee ee cc ODDO e EO; S 
NaCisH3302 OO OED OES ONC ORC SIC Ona dT enero 


Gram 


.05005 
.05055 
.02355 
.02805 
.09909 
. 03702 
.02108 
. 01008 
.007004 
. 008516 
. 009020 
.1497 
.02675 
.01302 
.017524 
. 05032 
.09536 
.04101 
. 06803 
.1521 
.1581 
.02650 
.03100 
.07154 


* By saponification with caustic solution. 


T Methyl orange indicator. 


Logarithm 


OO OO OO © cO QOO OO OO OO OO OO OO O bg -1 OO OO œ OO œ OO 00 CO 


.69940-10 
. 70372 
.97199 
.44793 
.99603 
. 56844 
.32387 
.00346 
.84535 
.93024 
.95521 
.17522 
.42732 
.11461 
.24363 
. 70174 
.97937 
.61289 
.83270 
.18213 
. 18498 
.42325 
.49136 
.85455 
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TABLE AIV—VoLumerric SonLuTrONS—(0.5 N HCl—Continued) 
1 ec. of 0.5 N HCl is equivalent to: 


Substance Gram Logarithm 

Na) E 0.06700 8.82607-10 
NAO a T e soe e 0.04200 8.62325 
CEN A 0.07101 8.85132 
NS BR EAGT SERO ee E TEE: 0.1791 9.25310 
Neto Op i cac QS EET TIT EET 0.01550 8.19033 
NEXU ccs A w C cae a da TOM 0.020003 8.30110 
Il BEI ANA tallos of 0.08201 8.91387 
Noo Om e TM 0.04100 8.61278 
SH T rcm CERE 0.03903 8.59140 
INSIST e deu an Nc UELLE 0.07556 8.87829 
Nicotine Gio E 14No Eege 0.08106 8.90881 
AA Na 0:25) A ee 0.04378 8.64128 
lS (QN. BAM ER 0.03992 8.60119 
Prussian Blue, Fes[Fe(CN)eJs....-...-...--.- 0.02386 8.37767 
Mallona ME ae SNS Rs aan os cree 0.1439 9.15806 
Woo lg rease e RR redes eee ees 0.2750 9.43933 

1 ec. of 1.0 N NaOH is equivalent to: 

AbiemerAcid. TCHG.oE2s02 rs aE 0.3022 9.48029-10 
Acetic Anhydride,f (CH3;CO).0.............. 0.05102 8.70774 
SD eo e LOCI EE 0.05702 8.75603 
Amyl Acetate, * CO SOR SORS eet rst. 0.1301 9.11428 


* By saponification. 

1 Methyl orange indicator. 
į Phenolphthalein indicator. 
$ Saponification value 195. 

|| Saponification value 102. 
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TABLE AIV—VoLumerric SoLUTIONS—(1.0 N NaOH —Continued) 
1 ce. of 1.0 N NaOH is equivalent to: 


Substance 


Benzoro Acid EISE cc 
Bornyl Acetate, * C319 H31;C9H 305. ee Re UE e et 
ButyriepAciammel Cyr O EE 


Ca (C;53H3503)» Sane CROCI ICTU IS EE EE 


Citric Acid, Anhydrous, H;C,;H;O;........... 
Citric Acid, Crystalline, H;CsH;0;-H20...... 


Ethyl Acetate, * C.H;C2H302 ll ee: 
Formaldehyde HOOH c a 
Borc Acda eti Os A de 
Cinco AO O E O 


* By saponification. 
T Methyl orange indicator. 
I Phenolphthalein indicator. 


Gram 


.03482 
.03882 
.12205 
.19616 
. 08806 
. 04400 
.07906 
.3013 

. 3033 

. 06402 
.07003 
.03546 
.08806 
.03002 
.04602 
.03069 
.06184 
.08092 
. 06003 
.04501 
. 06302 
.03647 
.12794 
.06302 


$ By saponification after acetylization. 


Logarithm 


.54183-10 
. 58906 
.08654 
.20261 
.94478 


64345 
89796 
47900 


. 48187 


80632 
84528 


. 54974 
. 94478 


47741 


.66295 


48700 


VII 


90806 
77837 
65331 


. 79948 
. 56194 
. 10701 
. 79948 
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TABLE AIV—VornuMETRIC SonuTI0Ns—(1.0 N NaOH —Continued) 
1 cc. of 1.0 N NaOH is equivalent to: 


Substance Gram Logarithm 
EISE THER UR REESE Ae ue re YU 0.04903 8.69046-10 
IPOs cre m cdi ae 0.09805 8.99145 
ICS Oe a E 0.04104 8.61321 
ESO TEE DE LIC IE CB. Lb AS 0.04904 8.69055 
IG TTE OS EE 0.3204 9.50569 
TC BER Ee ec PE 0.3224 9.50840 
VINO E CORTE ECT CIO OT 0.10010 9.00043 
Cs oer NS E EES 0.12810 9.10755 
A A CEDE 0.18814 9.27448 
E aded, da oss al S Ap ET 0.04710 8.67302 
PE uec HOO 2 f+ cc. dte rep 0.09005 | 8.95448 
En MORE OTs oo om end 0.15616 | 9.19357 
Menthyl Acetate, * C419H4$C5H305 6S Bk y NN 0.19818 9.29706 
Methyl Acetate,* CH;C2H;O2............... 0.07405 8.86953 
IND s o o a WU ND US Om CERE ERR CLE, 0.014008 8.14638 
(NÉE, een, EE E 0.06201 8.79246 
INE Uaec EE 0.05401 8.73247 
EA A O 0.05032 8.70174 
NAO o e ae AS UE VE 0.09536 8.97937 
Nn E) EE rs MEE ar: 0.14404 9.15848 
NaC;H;0; XS aedes I ene NA IA tens 0.16004 9.20423 
NaCisH3302 A Me SASS EO x iar o Pr a Ose Ee al TET 0.3043 9.48330 
INA SESS Osa APR aan EE eet 0.3063 9.48615 


* By saponification. 
1 Methyl orange indicator. 
ji Phenolphthalein indicator. 


§ By saponification after acetylization. 
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TABLE AIV—VoruMETRIC SoLUTIONS— (1.0 N NaOH —Continued) 
Lee of 1.0 N NaOH is equivalent to: 


Substance Gram Logarithm 
INS EEG accro onore aed hac a E 0.08401 8.92433-10 
Naz ccn EE Rd E ecc ER 0.03100 8.49136 
Na OH era Eer E EN MEER 0.04001 8.60217 
Qac Acd, poH Cis ke EE 0.2823 9.45071 
EE PE 0.18965 9.27796 
Srel uer LEE DEE 0.13805 9.14004 
EXON Een bie UR TELA NOR RE 0.03203 8.50556 
Oque A eg eT 0.04003 8.60239 
O et RERO E LORD doeet 0.04803 8.68151 
Stearic Acid,t HCisH3;02 OL AD A d St 0.2843 9.45378 
dee AR et Leu meg S aaa 0.2877 9.45894 
Tartaric Acid, Anhydrous,T H2C¿H405........ 0.07502 8.87518 
Tartarie Acid, Crystalline, TH;C4H4O& H3O....| 0.08403 8.92443 
WooltGreaseSeu th. EE 0.5501 9.74044 

1 ce. of 0.5 N NaOH is equivalent to: 

Ee O. 1311 9. 17926-10 
Acetic Anhydride, f (CH;CO).0..............] 0.02551 8.40671 
EUR e le E 0.02851 8.45500 
Amyl Acetate,* C;Hi1C2H;O2............... 0.06506 8.81331 


* By saponification. 


1 Phenolphthalein indicator. 
1 Saponification value 195. 
$ Saponifieation value 102. 
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TABLE AIV—VoLumerric Sotutions—(0.6 N NaOH —Continued) 
1 cc. of 0.5 N NaOH is equivalent to: 


Substance Gram Logarithm 
BenzolcRAcid EG E EE .06102 8.78547-10 
DO T IN ci RE .01741 8.24080 
DIO DERE CAIRO OR ks ashe vse Ua See .01941 8.28803 
Bornyl Acetate, * CiopHi7C2H302....... . 09808 8.99158 
Lë raue ebe HOAE DEE . 04403 8.64375 
Ët o Jud i D TORRE e .02200 8.34242 
QOIS ROT) oce Sc se EL .03953 8.59693 
Ca(CisH3302)2 deut SO AR OR OO ena .1506 9.17782 
Ca (C15H5503)» Oe een SRI T kl re e ne kie a ae "E57. 9.18099 
Citric Acid, Crystalline, H;Cs>5H;07-H20....... .03501 8.54419 
(CERE CIS MEER EN .01773 8.24871 
Ethyl Acetate,* C2H;C2H;,O2................ .04403 8.64375 
Eormaldebyde HOOH ys, Id e .01501 8.17638 
«Bormies cid T ACOH ct amete s .02301 8.36192 
Glycerol (Qu (OE ai als .015344 8.18594 
IS BOIS e E e SMS oes pesi E .03092 8.49024 
IUDAS rr REED IIS LI EE .04046 8.60703 
IE SED OST MERE EE des Aer o get dta .03002 8.47741 
18 QM eu dtt oo ome S EE .02250 8.35218 
[1G 5092 EISO TET WERE Loc Ee .03151 8.49845 


* By saponification. 
t Phenolphthalein indicator. 


t By saponification after acetylization. 
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TABLE AIV—VoLumerric SoLuTIONS—(0.5 N NaOH —Continued) 
1 ce. of 0.5 N NaOH is equivalent to: 


Substance Gram Logarithm 
lal Oll M et Er LAE A e SEAT .018233 8.26086-10 
HI SR UE O E .06397 8.50598 
EOS e ENS osa SEEN .08151 8.49845 
IHSPOXSDU Om ET EE er PE .02451 8.38934 
ESPOSA Roe COUPE dA e .04903 8.69046 
ES OR EN MENGER KE ee E .02052 8.31218 
[IOS OMNE EE c IEEE co cones ec .02452 8.38952 
I GS EIS Ee EUER e .1602 9.20466 
KORA OEI Cede RU necat em ER Ve .1612 9.20737 
ELC Qe do c E DE SEL ze RR a .05005 8.69940 
Le LU A Moe e ER cag .06405 8.80652 
LEE, VT CA ore ER, vo .02355 8.37199 
Lace rA cid CE EE .04502 8.65341 
Ke .03351 8.52517 
Menthol Cr EnO S E N UL .07808 8.89254 
Menthyl Acetate, * CipH19C2H302 ASTE QE oer bie Mes .09909 8 .99603 
Methyl Acetate, * CH-C-DHOe ure a .03702 8.56844 
I en A Ur ME ILLI chte nin e .007004 7.84535 
INO SUDAN eed OQ UEM GLK tds TOP RS .03100 8.49136 
INSERERE e rita c Der e ON .02700 8.43136 
NB f dur er Ac ER .02516 8.40071 


* By saponification. 
T Methyl orange indicator. 
f Phenolphthalein indicator. 


§ By saponification after acetylization. 
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TABLE AIV—VoLumerric SonLuTIONS—(0.5 N NaOH—Continucd) 
1 ec. of 0.5 N NaOH is equivalent to: 


Substance 


NaC el 3305 SE I AR Aert 
Na. Has ABO OU o ENS E EE Kee 


Oleic ANNO LAE HE ESSO ole 
(Biel REES ER ee EE 


Stearic Acid,* HC;¡,H3502 E RUIN NS 
Dilo rl to cd, a EM 

Tartaric Acid, Anhydrous* H;C4H.4O;. ........ 
Tartaric Acid, Crystalline* H;C4H4,0& H20. .. . 
tie 


Gram Logarithm 


0.04768 8 .67834-10 
0.07202 8.85745 
0.08002 8.90320 
0.1521 9.18213 
0.1531 9.18498 
0.04200 8.62325 
0.01550 8.19033 
0.020003 8.30110 
0.1411 9.14953 
0.09483 8.97695 
0.06902 8.83897 
0.016016 8.20455 
0.020016 8.30138 
0.024016 8.38050 
0.1421 9.15259 
0.1439 9.15806 
0.03751 8.57415 


0.04202 8.62346 


0.2750 9.43933 


1 ce. of 0.1 N AgNO; is equivalent to: 


0.010788 8.03294—10 
0.016989 8.23017 
0.010414 8.01762 
0.012216 8.08693 


* Phenolphthalein indicator. 
t Saponification value 195. 
1 Saponification value 102. 
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TABLE AIV—VoLumerric Sotutions—(0.1 N AgNO;— Continued) 
Lee, of 0.1 N AgNO; is equivalent to: 


Substance 


Gram 


.007992 
.005549 
. 009166 
.01831 

.003546 
.005202 
. 006338 
.005407 
. 008092 
.003647 
. 005403 
.012794 
. 012693 
.011901 
.007455 
.013021 
.016603 
.004710 
.009717 
.004240 
.004762 
.010167 
.010291 
. 013895 
. 005845 
. 009801 


* Liebig Method (see p. 47). 


Logarithm 


-1 -1 00 00 A -1 -1 -1 00 OO -1 O0 OO OO -1 -1 -1 -1 -1 -1 -1 OO -1 -1 4 


.90266-10 
. 74421 
.96218 
. 26269 
. 54974 
.71617 
.80195 
. 13296 
. 90806 
.56194 
. 73263 
. 10701 
. 10356 
.07559 
.87245 


11464 
22019 
67302 
98753 
62737 
67779 
00719 
01246 


. 14286 
. 76678 
.99127 
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TABLE AIV—Vo.uvmetric SonLuTIONS—(0.1 N AgNO;—Continued) 
1 ec. of 0.1 N AgNO; is equivalent to: 


Substance Gram Logarithm 
Ek, sc aee ENEE 0.014993 8.17589-10 
O ine DON TENE LT 0.018596 8.26942 
AD o metum uer c MEC 0.003100 7.49136 
a eA 0.009796 7.99105 
O EE ES 0.005350 2839 
IER. oO E EE 0.014497 8.16128 
NS NIL Sou Bice © SOG Ce ee? 0.007611 7.88144 
Cl een co oai tere eee e Ea 0.013906 8.14320 
enker NOCET ROSEO. 0.007927 7.89911 
SIRE GIBT 0.013331 8.12486 
i«bheobromine: CoHsNaOs.. —— Lis 0.018010 8.25551 
LC bay saut dps CIO QUNM. ORT ACCES 0.006815 7 83347 
1 ec. of 0.1 N Iodine is equivalent to: 
A AE EE yee Lee ee ee 0.0009675 | 6.98565-10 
Je, gegen TP NER METTE NN 0.003748 7.57380 
ENS AENEA EE 0.006148 7.78873 
INGA eere E AN ae UNES 0.004948 7.69443 
Jee d e ae ea ae EECHER 0.005748 7.75952 
US ao fb Oe ILU ee 0.007992 7.90266 
CROC Bleach) e dere onse see Es 0.006349 7.80271 
Close Sus e ART NET P ec gu ee 0.003546 7.54974 
Qu VOS: 0.003334 1252207 
Cub een 0.002534 7.40381 
QU scs E A ETE rn 0.006357 7.80325 
Cares eg EE 0..007957 7.90075 
(eS RA TAPER AN A ES 0.015963 8.20311 
EIERE eer 0.024971 8.39744 
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TABLE AIV—VoLumerric SoLUTIONS— (0.1 N Iodine—Continued) 
1 ec. of 0.1 N Iodine is equivalent to: 


Substance | Gram Logarithm 
Per ER E EE 0.005584 7.74695-10 
NCO poenae o eec c mh ou cedet s 0.007984 7.90222 
EINOS Er E DEE 0.002391 7.37125 
Ber e ao MES P MA e, 0.001704 7.23147 
ESO M m EE, 0.004104 7.61321 
li tct Aoc SOCII e E uou ede 0.012693 8.10356 
VAMO ptt ME E 0.002043 7.91027 
LOHR vr S e to Nb sts 0.006473 7.81111 
FHS E ken TOREM Ed 0.004903 7.69046 
AAA E, e 0.003161 7.49982 
ANO rox ME mn tad 0.004252 7.62859 
nOn OV desc MT RIA UR NS SU 0.005400 7.73239 
Nas;Cr;O; Hes DUC EN TEE OE REN OCHO ROS E Dv 0.004367 7.64018 
Na. Cr OF ETS On dae a. E ME 0.004967 7.69609 
IN IETS oo d EEN 0.005203 161625 
NANO Sent Ucet deri de eroe NOR elt 7.53782 
IN EER Sieh Me E Panes Sid 0.003903 7.59140 
Nas E e A ar Ee E 0.012010 8.07954 
INGO O pane. Le TN E EI et 0.006303 7.79955 
Na Sa) NEN SUC dereud oe ant ea eo a; 0.015812 8.19899 
ke, e H rec cet) ut slot vule e ER 0.024820 8.39480 
IN Ga 20) nu ue dec M ds SU CR HA CRI TEIL EE 0.004753 7.67697 
(NIELS) SG nO ERES Se EC eege ? 0.005070 7.70501 
ORV EON. Satis at e tee wo da iu t e c o e MN 0.0008000 | 6.90309 
8 


Bb IO € pe E E olin nó 0.010774 .03238 
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TABLE AIV—VoLumerric SoLuTIONS—(0.1 N Iodine—Continued) 


1 cc. of 0.1 N Iodine is equivalent to: 


Substance Gram Logarithm 
IR BIR e sd rn des 0.011960 8.07773-10 
IHR UU. ete ono es a e a a o an 0.034280 8.53504 
sa e ee ai EEN 0.001603 7.20493 
SO IEEE UM LO dq oo ov SESS 0.003203 7.50556 
el Dhow fers to TERMES Vo cl Vosa buy sh 0.006089 7.78455 
Sls ue, o cor coetui 0.007289 7.86267 
Soo o oi ee A A S A 0.005935 7.77342 

1 ce. of 0.1 N Na3;850; is equivalent to: 

ACOD OOH a) s OO may he Bei ok. os Urt. 0.0009675 | 6.98565-10 
TIMER EE AUR 0.007992 7.90266 
CHOC a Bleach) soit ue m e 0.006349 7.80271 
llo uec ettet ween ee ee UR ae Tandis 0.003546 7.54974 
(iO ee A em ee ees 0.003334 1.52297 
Cas ds Ae EE 0.002534 7.40381 
Dan e temi DUI UNE 0.006357 7.80325 
CULO a A E EE E 0.007957 7.90075 
(CORIO Vs caos ERI SI AGAIN REO CU E EET 0.015963 8.20311 
USO ES BAO x egt. M or a 0.024971 8.39744 
FNO MEM Se E E IL aT. ve 0.002351 11025 
LOC cn VIP oos s Ax 0.012693 8.10356 
HT EST MAE ER Rennes 0.006473 7.81111 
ESOO e RD a e 0.004903 7.69046 
IECUR o UNS tito SOR TOO EE 0.005400 7.19239 
ING Ee, e e et ATO ORT ES 0.004367 7.64018 
Nia; Orso bls Oat Sa t ad ape cel mS 0.004967 7.69609 
NAN A gud Gs Mint 24. o ar on 0.003450 7.53782 
ENGINE S et ten TE TED E OE E P E 0.003723 7.57089 
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TABLE AIV—VoLumerric SonLuTIONS—(0.1 N Na2S.0;—Continued) 
1 ec. of 0.1 N NazS20; is equivalent to: 


Substance Gram Logarithm 
Nos; et e ohn NU ee ies war? EE 0.015812 8.19899-10 
Na EE 0.024820 8.39480 
(NECIO i SAN EE 0.005070 7.70501 
POCOS det EE partic e a pee bens 0.010774 8.03238 
PHO SIr ETE o EE et SUE 0.011960 8.07773 
Ply garner d o EB n I ert SIN) 0.034280 8.53504 
DR ENTE e EE 0.001603 7.20493 
DO sang ola oco TOES DRUCK ECT IRE RC GIG EO emer EE ds 0.003203 7.50556 
Sb. seks oA ono NN SP UR E, 0.006089 7.78455 
GE EE 0.007289 1.86267 
A WE A Busts ok rdc oda 0.005935 7.77342 

Lee of 0.1 N KMnO; is equivalent to: 

IBY NER E E nop Mo e a 0.008469 7 .92783-10 
Ba Os SEO EE RM 0.015675 8.19521 
COOK O HO a: A p I LL Lae EE 0.005004 7.69932 
CONOR A AS A Atk en E 0.0028035 | 7.44770 
Ca) MENS AA E a ete EY 0.0036035 | 7.55672 
(nS en ERE Met A 0.006807 7.83296 
ER E cc E E a eee oe 0.008609 17.983495 
pot mou E RAAT, SE ERA edo e 0.005584 7.74695 
Re@N Ea)? 50): EE 0.039214 8.59344 
e ee ek, X EE CE EASIER. 0.007184 7.85637 
EO; ENS er ORE oS EE 0.007984 7.90222 
pies ED EE eeh et doa NM 0.007717 7.88745 
EEN, EE EE 0.015087 8.17860 
RES OSE tue... e-bay RENTE AE EEN 0.015190 8.18156 
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TABLE AIV—VoLumerric SonurIONS—(0.1 N KMnO—Continued) 
1 cc. of 0.1 N KMnO; is equivalent to: 


Substance 


K5Cr$;0; soc or cu X oL d9 oa RA TORO EROR OUO IRR NI ORC E 
ISO. ue e EE 


OC ee AA, ui ei 
OO EE Ais ee tas 
E TU TUNE AN s 
Doder EE 


Gram 


0.027802 
0.002301 
0.004501 
0.006302 
0.003402 
0.012693 
0.003161 
0.004255 
0.004903 
0.013516 
0.0010986 
0.0014186 
0.004347 
0.004800 
0.006700 
0.003450 
0.011906 
0.006204 
0.007105 
0.011410 
0.001900 
0.000089 
0.000203 
0.006089 
0.005935 
0.004157 


Logarithm 


JNN NOQAN ON NON NNN N NONN NONNNNGÇ 


.44407-10 
.96192 
.65331 
.79948 


53173 
10356 
49982 
62890 
69046 
13085 
04084 
15186 
63819 
68124 


.82607 


53782 
07577 


.79267 
.85156 


05729 


.27875 


94939 


.30750 
. 78455 


77342 
61878 


* From titration of yellow phosphomolybdate after reduction. 
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TABLE AIV—VoLumerric SoLUTIONS— (Concluded) 
1 cc. of 0.1 N K;Cr$0; is equivalent to: 


Substance Gram j | Logarithm 
Qr) ME RM Meo AMI E o oo A ey eee ase 0.003334 1.52297-10 
(po MM A do ic e acte e 0.002534 7.40381 
io aot) a een, ds a Seri LM 0.005584 7.74695 
Je EE ecc ceps e C takes 0.007184 1.85637 
In racc. on E ke, d chro co Omen 0.007717 7.88745 
CS Oe eee Nin on PDT. Udo to Tore H 0.015190 8.18156 
RESORT Otc ths retin hin: bo Asche kuch eae er 0.027802 8.44407 
Glycerol O EL; (EDS m dare 0.0006576 | 6.81796 
LE El ee Oo Et emo reo dE 0.004903 7.69046 
PEEL S. CNET FE have Gade, oe eee ER 0.010774 8.03238 
LIS IEEE  eER SERED PETE RATE AF 0.003269 7.51441 
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— tobacco, nicotine in............... 124 Cobalt blue, composition of.......... 263 
Gars -nicotine ID. 35 es a nisl e rete vein 124 — in steel....... eS D ee 143, 146 
Gihders for ‘concrete sek cae ones 827 — platinum method for color in water 673 
Cinnamon extract, analysis of........ 650 — — — — iron in water............. 692 
— oil, characteristics of.............. 650 — — Nessler standards.............. 677 
@rtral in lemon extract. seses ce 02 656 Goohineal, test eege E Yum 521 
ecce ee ee EE al Spm fu eia 659 (occa, analysis iol maase me e O E 603 
—— orange extra&ot........ e.c ee 656 —, artificial coloring matter in........ 519 
HE O a ros reale die e eye ANE eg 659 en LEAR te wena EL eT 603 
= Chace method fore msi 655 — butter, constants of........... 300, 612 
—, fuchsin method for............... 655 == ANALYBIB 0f. A ees We VS 612 
—, Hiltner method for........... 656, 659 | — — in cocoa and chocolate.......... 607 
—, metaphenylenediamine method for 656 | — — substitutes in cocoa butter...... 613 
Citrate-soluble phosphate........ 767, 769 Cocoanut fat, constants of........... 300 
— solution, neutral, preparation of.... 764 Cod liver oil, analysis Of... e cima. 344 
Citric acid in fruit products.......... 584 ———, constants Of............ 300, 345 
.— — — tomato products........ 579, 580 — — —, elaidin test of.............. 351 
Clarification of sugar solutions.... 545, 548 Code rubber, analysis of............. 751 
Clarifying reagents for sugar solutions 545 Coefficient of  fineness of water 
Clark and Lubs' indicators for pH value 741 UDI e eaves rep tente a 670 
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Coffee, artificial coloring in........... 519 
— perry oil, constants Ofe. -nee r-ra 300 
Coke, phosphorus IM. e. o... T. 228 
Cold test of lubricating oils........... 330 


Cologne earth (See Vandyke brown). 
-— spirits (Sce Alcohol, ethyl). 


Clor ot clay 4:00. E mei A AE EER 420 
eour a ae teg tec etes 628 
gasoline e mers a es 232 
ALO WH EE 355 
(5 altra matine eee eemper eds 444 
—— vanilla extraect.......... ess 665 
EE Ra eto Montiel dot fore 672 
artificial, am. clays 49949565 poor 420 
— lakes, separation of............... 517 
—, platinum-cobalt method for....... 673 
— standards for petroleum oils, N.P.A. 338 
—test of nicotine solution........... 126 
— — — petroleum oils............... 337 
— — — sand and gravel............. 831 
Golorimeter, Saybolt... ...- 005094. 2 232 
Colorimetrie method for carbon in iron 161 
— — — ferrous iron................. 693 
— — — iron. 691 
d -—)lead as AR 724 
See — EE, value. cani Eer T99 
— — — salicylic acid................ 536 
SREL vie EN NETTEN 495 
== HAD a og ls fla 778 
Coloring, artificial, in clay............ 420 
— matter in butter. 23. ass woke a aie 501 
n — | FOODS titra bac cet des ye E O17 
— — — lemon and orange extracts.... 658 
= milies e mme atia 635 
— —, organic, in red lead............ 272 
Colors, coal-tar, separation of..... 517, 520 
— naturalves AS 521 


—, pigment, for paper, testing of. .406, 408 
Colza oil (See Rape oil). 


Combustible matter in coal ash....... 229 
Combustion apparatus for ultimate 
Anal Sia E ROSEO 
DOM ato s en 217 
— furnace,’ carbon (Fig. 7)........... 134 
s toperation.ofocos tee et 2206, 
Jomparator for pH determination (Fig. 

A e ia IAN 742 
Compressor oil, testing of............ 326 
Concentration of tin ores... vs 172 
Concrete, analysis Of. ............... 809 
Condensed milk (See Milk, condensed). 
Confectionery, analysis of......... 558, 567 
—, artificial coloring in... ose 518 
PA otn Er Sette eru 569 
Conradson apparatus (Fig. 19)........ 339 


— method for earbon residue in oils... 339 
Constancy of volume test on hydrated 
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“Constants” of oils, fats and waxes 


Table XIII: EC 300 
Container board, bursting strength of.. 465 
Cooper, Peter, standard glues......... 423 
Copper as copper oxide, determination 

OF x odas x OAM OR 149 
— dish corrosion test. mocos 235 


—, electrolytic determination of S 
79, 182, 189, 194, 553, 726 


—'in'alumimum:-aloys..---.---2-- 9 198 
— — Babbitt metals............. 194, 196 
— — Bordeaux mixture.............. 73 
— — — — with Paris green.......... 74 
— — brass and bronze............... 182 
— — euprous oxide.................. 553 
== VT TE e cT UEM 525 
== nlokel Silber... eter 2 0. 2 189 
== =— Paris WË d erer fee ert 2 02 € 79 
== solder a 825 989 194 
e steel a ea ate ees EE GER 144, 149 
GH nee lanier, bum, ISS 166 
aS O eet 171 
— — type metals................... 196 
== waters ccs ade ee eee eee 724, 726 
— method for oxycellulose........... 494 
— number (See Copper value). 
— potassium chloride solution. ....... 161 
— reduction methods for sugars...... 551 
— steel analysis of 92.22. a 143, 146 
— strip corrosion test................ 235 
—, thiosulfate method for.......... 73, 525 
— value of cellulose................. 494 
— — —— PAPE? ee tf ee NNN EN 495 
Ss = pulp ics. A A eee 495 
Corallinandicator..< 325.405 eee ee 772 
Cordage, chemical tests of............ 512 
« ——fbeis EE ee 513 
— i samplmge. GË EE 512 


Corn oil (See Maize oil). 
Corroded white lead, composition of... 261 


Corrosion test for gasoline............ 235 
— — — liquid sulfur dioxide......... 29 
— — — lubricating oils............. 335 
Corrosive sublimate (See  Mercuric 
chloride). 
Cotton cellulose for nitration, analysis 
GE. eese eese EE OS one 490 
copper value.ob..o os ONSE. 494 


— and silk mixtures, dyeing tests for.. 511 


,— — wool mixtures, dyeing tests for.. 511 


— asbestos twine, analysis of......... 515 
— by carbon combustion............. 516 
= fibers stain, Jor et ween. M 447 
— for nitrating, U. S. Navy Specifica- 
tion fortran dot AS 490 
— — —, joint powder specification for 490 
— hull fiber, potassium in............ 62 


— in asbestos-cotton twine 
-—-——elotb-andeyarHsSws E RERUM 505 
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Cotton in paper, detection of......... 445 Dairy salt, analysis of... ...... eee. 34 
— linters for nitration, analysis of..... 490 | ——, U.S. standard for............. 34 
Pagan ohne Qo REM. de ee 507 Dark lubricating oil, testing of........ 326 
STRAIN DUN IOP Agee ee nece te as 490 Dead oil of coal tar, analysis OD Ah 780 
E à Decker method for caffeine........... 609 
—, Sch weitzer's reagent method for... 515 Sd S 
= ; E 1 Decolorizing agents for sugar solutions 545 
—, solubility of, in caustic........... 508 er water 687 
—, surgical, copper value of.......... 495 Defren-O’Sullivan method for reducing 
— wool mixtures, analysis of......... 505 Suparno eu esa. Ls sme deg m 554. 
T= VAIN, sizes OF... esp es eere eee 502. | Degras, analysis OET ee o n 361 
Cottonseed oil, constants of.......... 300 == 'COMPOSILLON Olas ale os siecle sales 361 
—-—, Halphen test for............-- 321 | —5, constants of................. 302, 361 
— stearin, constants of.............. BEL cmm French SADE 910,080 e 361 
Coumarin in vanilla extract.......... 663 Debydrationiek tari ETE dum ps WA 
Denaturant, methyl alcohol, analysis of 94 
—, Hess and Prescott method for..... 663 ACE ; 
C i acs —, nicotine, analysis of.............. 125 
URES SEES S Sn ao rae crc 504 —, special No. 4, analysis of.......... 125 
Cowles method for malic acid value... 577 Denier system of silk numbering...... 502 
Grane oil, teating-of. tio dani. 326 Density (See Specific gravity). 
Crank case oil, testing of............. 326 BE ee 114 
Cream amalyris of. ec wee oc to br 636 | — in albumin, detection of........... 116 
Ex holes Babcock. EE 633 | —— fruit products................. 586 
— of tartar, analysis of.............+. O pis honey GE LL SC 
cs EE ET DEE textile TADE EIN d 
quote ME E EE 786 | > removal of, by disastafor.......... 499 
V , SIS IE i sehe Dextrose, Allihn method for...... 556, 557 
TESOL PEO sre cos esce sinere qne E 741 EE EA cai pe ag Jal 114 
Critical clay carrying point of casein 418 == EEN eet ue aerer 572 
— temperature of dissolution of cocoa == eath aa EE 745 


Croton oil, constants of.............. 302 
Crown filler, analysis of.............. 420 
E NET coss ecl eT oh E E 453 
Crude fiber, determination of......... 527 
— — in cocoa and chocolate.......... 605 
Crusher oil; testing of. n... ett ts 326 
Cube method for softening point of 

| A Ae etel are sre, ais 792 
Cudbear, dyeing test for............. 518 
Cuprammonium silk............ 508, 509 
Cupric oxide method for nitrogen (refer- 

pnoo) e ee O e asta iso) Ais 90 
Carcas oil, constants Olula esee 302 
Curl method for water penetration of 

EH EE E olia ort etia US aca 473 
Cutting compounds, analysis of....... 757 
O ESOO DEER 326 
«¿Cutting test E EE 417 
Cyanide, determination of............ 4T 
— in ease-hardening compounds...... 756 
— method for formaldehyde.......... 103 
— — — nickel in steel............... 150 
— — — tin ore assaying............. 167 
— of potash (See Potassium cyanide). 
— — soda (See Sodium cyanide). 
(o vanides: analysis: of ssi erect lra 47 
—, Prussian blue test for...........-- 649 
Cyanogen, determination of........-- 47 


Cylinder oil, testing of....... es 326 


—, Munson and Walker method for 551, 557 
Diastafor method for dextrin, starch, 


elore TOT ORE I QUEEN re 499 
E A O Ser RES oe egeta 607 
HO honey cet ewe s peto ets ale s adea 574 
— method for starch ............ 607, 619 
Diastatic power of malt.............. 227 
Dielectric test of insulating varnish.... 296 
Wika fat, constants of... 0: 5 tee 302 


Dimethylglyoxime method for nickel 
152, 190, 199 
Dimethylparaphenylenediamine test for 


groundowood EE 452 
Dimethylsulfate test for petroleum or 

asphalt products in tar...........-- 798 
Dimethylsulfide in oil of peppermint... 660 
Direction of paper formation......... 459 
Dise method for pulp sampling... 386, 387 
Displacement method for specific 

Pade OWN ole dS SRI TIS 787, 789 
Distillation by steam... eT 285 
— of bituminous materials........... 797 
=== CAT POMM EUs sais €... tele em eiue UST 
EE 802 
—— creosote, gypsy moth........... 786 
PAS OME os nies eer =! mtn 236 
L— LÁ GO UBI RB ER 125 
== — road DIBdergs.- s.s ere ere es Senn 797 
S ELT CUR Son ECCE OG ORO CLIE = 802 
— — turpentine........ eee 2583, 256 
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Distillation of water-gas tar, crude.... 
— — wood-preserving oils............ 
Doctor solution.....: eo inks oe 
——JÜtest of Lason. e te icles co een e 
Dogfish oil, constants of ............ 
Dolomitietime wy ase EE 
Dolphin oil, constants of...........:- 
Double dilution method for sucrose... 
Dram system of silk numbering....... 
Dress goods, arsenic in... eee 
Dried milk (See Milk, dried). 

Drier, Japan (See Japan drier). 

Driers (See also Drying salts). 

— in. paint vehicles... . cio 
== c—svarhishg. jg eeu a des 
Drop black, composition of........... 
— ratio method for pH determination. 
EIERE n0 cH m 
Drying salts in Japan drier........... 
— test for insulating varnish......... 
— — — Japan drier...............-. 
— — — linseed 0il.................. 
— — — oil varnish. : 

Ductility test of Biturinons materiales 
Dudley viscosity pipette......... 115, 
DullcinvinsfOods tee sees ae eee 19 
Dyeing tests for artificial colors..... 
— — — fibers in textile fabrics... 
— — on paper, comparative ......... 
Dyes, acid) behavior of ES 
—, aniline), testing of) .... 2.05.4. 51d 
—, basic, Deba vio Ob mien a 
—, coal-tar, separation of........ 
— for paper making, testing of........ 
AS DU ere TE O 


=, oil-solüble, test for 
Dynamo oil; testing Okko ste UR 


destinado AS 
Egg albumin, analysis of............. 
— oil, constants of 
ges; analysis Of42439 e 
CODOS A 
e reet 
Elazy oil, constants of... vere 
Elderberry oil, constants of. 
Electric railway SE EE e 
Të E E wes RR 
Electrolytic determination of ash in 
sugar Droduete. resse terk 
— — — cadmium.. : 
— — — copper 79, 182, 189, 194, 553, 
—-—-—lead........ 


183, 
Elliott evolution method for sulfur... . 
Elmendorf tearing tester (Fig. 24) 
Elongation (See Stretch). 


ve 174, 182; 
190, 


802 
781 
235 
285 
302 
426 
302 
565 
502 
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Emerson bomb calorimeter........... 
Emery test for beef fat in lard........ 
Emulsification apparatus (Fig. 18). ... 
— test for lubricating oils........... 
Emulsions, overcoming of............ 
Enamel paints, analysis of............ 
Engine oil, testing-of.... E 
Engler faske ve a ee 
English scale of water hardness....... 
— test on paraffin wax............... 
— vermilion, composition of.......... 
Envelopes, testing Of. Sot. seni 
Ergot in;flour., d EE 
Eschka method for sulfur............ 


Esparto fibers in paper, detection of.. 
=== stan), for). el e = een ee 
Ester number of beeswax............. 
= TOSI ss ini ns e e e 
A E Al fee eee 
Esters in éthyl alcohol... 
== VIBeEBRI.. 5s ers EE 
= wood. alcohol... of5 
Ether, acid-free, preparation of....... 
—, anhydrous, preparation of......... 
— extract (See also Fat and Oil). 

— — of butter.. RE 
— — — case TEE GER 

— 2 — d EE e 


— — — confectionery............... 
—— — cotton linters............... 
— — — feeds and grains............. 
— — — oleomargarine............... 
A O E SS e 
— IS 4 a SE 


e—— — DORA EE e et ee 
— alcohol (See Alcohol, ethyl). 
Eyaporated creamy... i500. eee ae 
— milk (See Milk, evaporated). 
Evaporation test (See also Volatility). 
— — of coal-tar roofing pitch 
Evolution method for sulfur 
142, 149, 163, 
Expansion coefficient of normal solu- 
EE eren A 
Extract, almond, analysis of 
—, cassia, analysis Obi. co... res. aa 
—, cinnamon, analysis of............. 
y ClOVe,canalysisuotmuee TET 
——"eingeranalyssot e e TI 
;lemony analysis Oi aee 
—, malt, preparation of..... 
; orange, analysis otne.. OS 
peppermint, analysis of 
, spearmint, analysis of 
—, sumac, analysis of 


169 
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Extract, tobacco, analysis of......... 1224 pe Karan cunt. e 622 
—, vanilla, ANAIS ae 663 PTAS cee es MEA aeu 360 
—, wintergreen, analysis of-.......... 661 == leather 
Extractor, rubber (Fig. 39)........... 752 do cu E ML E CL 744 
Extracts, flavoring, coal-tar dyes in.... 517 Lc NUR EE 632 
— — — powder. .... Meare cra rr 640 
Fabrics, textile, arsenic in............ 56 a Si o o aa REP o 
—, —, dyeing tests of................ 510 zc" BORD eNO NET te EE qua x ar tof dee tege: 370 
—,—, fastness to ironing............. AOE} |] ES SO on LL OAE M 378 
cs hb. ritu 503 == > SUP AT eet ET EE 567 
—,—,— — mud spots............... 503: |) ==> lard; constants ose meses 302 
O «ove descr e 503 zx laurel, constants Of omie ea merces 302 
Kee aA AR EE 503 ==, ma8cassar, constants 0f............ 304 
—,—, fiber analysis of............... 504 —, neutral, in sulfonated oil.......... 349 
—,—, folding endurance of........... 501 —,; nux vomica, constants of.......... 304 
==, moisture In...--.. ses ecw A 504 —, rabbit, constants of... ees ses. 304 
—,—, picks perinch........... 2e ess 501 —, Roese-Gottlieb method for..... 568, 632 
—,—, sizing materials in.......... 499, 504 | — sawarri, constants of............. 306 
O O A ruere us urea ds 500 —, ucuhuba, constants of............ 306 
A O e. oe v .. 500 Fats, animal and vegetable, analysis of 298 
—,—, structural analysis of.......... 499 | —, constants of (Table XII).......... 300 
== thread count of... ee 500% 501 Fatty acids, constants of (Table XII) 300 
ESO SR ee 501 — —, free, in cutting compounds..... 759 
NS A esci X020 y AOS ado a Bal ME E. 358 
Lf——,»weighüng.in....... el ee ees 499 m EE 311, 335 
Fabris and Villavecchia tests for sesame Ss BORD A s ease we pnm ices ac 371, 381 
Ole cerca le Bax ore va Ie RRMA e 326 — —, Hehner number............... 319 
“Factor” of volumetric solutions...... OS mmsultonatedyoll- oe crc E 348 
Factors, gravimetric, table of......... 8601 ==; Insoluble, in lege es 319 
—, volumetric, table of.............. 869 — —,—, volatile, in oils............. 320 
Fairbanks ream-weight scales (Fig. 27) 468 | — —, Polenske number.............. 320 
Fastness tests on fabrics............. 503 — —, Reichert-Meissl number... .... 319 
— — — dyes and pigments for paper.. 408 — —, soluble, in 0ilS................ 318 
————, fade-ometer.:.. oe as eres 408 — —4,—-,— soap (reference)........... 371 
— —, ultraviolet light............... 408 — —,—, volatile, in oils............. 319 
Fat, Adams method for.............. 640 ==, titer e EE 312 
—, Babcock method for.......... 63236364 ————, otal, din) eile... EE oe 311 
==, bone; constants of... 92 300 el LD EE 370 
—, butter, constants of.............. 300 Exanhydbiaess s. dte uo pin ss ake xe DS 370 
—, carapa, constants of.............. 300 ¡matter IL BORD. 24.25.25 a 370 
—, chaulmoogra, constants of......... 300 — oil in sulfonated 0il............... 349 
—, chicken, constants of............. 300 Feder aniline chloride test for invert 
—, cocoanut, constants of............ 300 BURST ect sure «io onlays E CAPRIS 574 
= dika, constsnis-of ense ces 302 Feed stuffs, analysis of............... 615 
DEE 302 | Fehling's solutions (Allihn modifica- 
L— hare? CONStATIOS, ofc» a a 302 lon)6 ddr LIS Ee 3, 556 
—, horse, constants Ofn. Mere en iasa 302 — — for Lintner determination....... 128 
rz humsnsconsudnis-ofc« ce eet eres 302 — — (Soxhlet modifieation) ....... 3, 551 
ibas atra 589, 590 Feldspar in scouring soap............ 380 
— — — scotch........ REA ROT EO 568 Ferric alam indicato. EE 12 
eL Wie op a SO nbn a DH DEN C 567 | — chloride reagent..............+-+> 3 
COGI a pO 642, 643 ==— test for benzoic acid............ 532 
— — cocoa and chocolate......... 607, 610 — — — — salicylic acid............. 535 
— — condensed or evaporated milk 638, 639 | — nitrate indicator.................- 12 
SEET EELER al a a E 567 — oxide (See Iron oxide). 
AAA e O DRIN 636 Ferrocyanide, Knublauch method for.. 807 
E CVAINACTTOMUS q 2 eec 332 | — sizing test for paper..............- 471 
LS djagoscudQ DOO cs c 593 | —, titration of, with ZnSOu.......... 807 
Perrous irom in Water...-....--. mee 693 
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Ferrous sulfate-zinc-soda method for 

Nitrate DItFOgen tro da 
Fertilizers, analysis of............... 
—, available organic nitrogen in...... 
Fiber analysis of paper............. 
— —, standard papers for............ 
Esas EE EE 
ID White EE 
— (total) in rope and twines.......... 
— stain for paper analysis 

446, 447, 448, 449, 

Fibers in cloth and yarns............. 
— — paper.. 
— — rope and dad”. 
Eier in paper to eS ses 
— — —, retention Of................ 
— WI Waters e a E MS 
Filter cups for tar extraction......... 
~ PAP testing Of eov 
Filtering EE EE 
Fincke method for formic acid........ 
Fineness, coefficient of............... 
O CLL men tite EE 
— — — hydrated lime............... 
— — — Portland cement............ 
Ge e E v PSI 
— — — sand and gravel. .......usaa. 
Fire point of carbolineum............ 
— — — lubricating oils.............. 
— — — wood preserving oils......... 
Fireproof metal polishes.............. 
Fir-seed oil, constants of............. 
Fish, dried, benzoic acid in........... 
— oils in vegetable oils, test for...... 
— —, bromide test for............... 
-—, smoked, artificial coloring in...... 
Fixed parbon in Coal. e u.e eao O 
— oils and gums in varnish, 
— weight system of yarn sizes. 
Flash point, barometric don tor 
— — of carbolineum................ 
————cÉfuelois:r.2$$9€ SE wank 
— — — lubricating oils.............. 
> FUT pentiners)cce € settee 
— — — varnish. : 
— — — wood preserving oile. 
— test (See Flash point). 
— tester, Cleveland . 
=—, Pensky- Martenss : 
Tibhibé point (See Flash Sono 
Flask, distillation, for nicotine analysis 


—, Engler.. Hx EDO 
Flasks, wette calibration of E uote 
Flavoring extracts, coal-tar dyes in.... 
19) E» Sri reg Ee Diode zu: 
—" WAX, CONSTANTS Of: e sec cee ae 
Flexibility test for insulating varnish. . 
Float test of bituminous materials... .. 


451 
504 


.. 445 
. 513 
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455 
489 
801 
487 
528 
647 
670 
419 
433 
814 
271 
827 
781 
328 
781 
759 
302 
532 
326 
326 
519 
215 
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502 
245 
781 
244 
327 
285 


.. 285 
on s di 


eed 
. 244 


125 
802 

15 
517 
513 
302 
296 
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Floating soap, composition of......... 367 
Florida pebble phosphate............ 769 
Flotation test for grit in clay......... 419 
Flour; analysis: Old ee 621 
—=prades of 5). dae. A we 621 
— standard for... 3 4 9 S 621 
Foam test for butter. v Honan 591 
BN isso cdl sea e ee ns 425 
Folding factor of paper.............. 463 
— machine, Schopper (Fig. 17)..... 463 
= test of papers)... Skeet Se Settee 462 
— — — textile fabrics............... 501 
Hoo size; Of DADES 469 
Foods, arsenic inte. A ERES 52 
—, cattle, analysis of................ 615 
—, coloring matters in............... 517 
— metals MM cio a TEN EISE 522 
— pigments EE es 517 
—, preservatives in 530, 531, 534, 538, 539 
A Aere aes Siete ers 541 
Formaldehyde, cyanide method for.... 103 
—, Hehner test: for AE eee 101 
—, hydrogen peroxide method for..... 102 
=n CEA e 635 
=; Leach test foror oc eee ee 101 
—, morphine sulfate test for.......... 101 
— solution, analysis of... 0. ..... 2.6.) 102 
— test for careció ee eee 457 
P == sesame’ oll: voe Se eee 324 
Formic acid, analysis of. ............. 103 
— —, Fincke method for............. 647 
=== in. foods ... AA 538 
— — — formaldehyde. ............. 103 
——-— VIOLA oe s ese VIDI sc 647 
— —, permanganate method for...... 104 
Fractionation (See Distillation). 
Eree'osrbon in oils ck ects oe See 339 
ee Se SSCA O Se 796, 801 
Hreézing Mixtures. EE EE 330 
UK, 361 
— degrees of water hardness......... 691 
Froth: oil, testing oi oe $ ck ECOSSE 326 
Fruit juices, coal-tar dyes in.......... ik 
Fruits and fruit products, analysis of.. 580 
—, canned, analysis of. EEN cose 580 
—,—, coal-tar dyes in, ee NN 519 
—,—, sampling of... xe ERR UNES 581 
Fuchsin method for aldehydes......98, 655 
c erat A 655 
— — — sulfate and.sulfite in paper.... 448 
—Mmitrite standards: 5-4. 0. 4 TEE 681 
Tuel'oils; analysis of. to 242 
— —, specifications for.............. 242 
Fuels, liquid, analysis of.......... 242, 250 
Fuller’s earth as a water turbidity 
BUA aT sek ee nent SEES 670 
Fuming nitric acid (See Nitric acid, red 
fuming). 


— sulfurie acid (See Oleum). 
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Furfural in ethyl alcohol............. 99 Glue, Peter Cooper standard.......... 423 
—, phloroglucid method for.......... 493 | —, qualitative test for........... 476, 477 
— test for sesame oil................ 324 Er UANMINGUOR UM OLS... A Eck, 476 
— value of cellulose............ i... 493 CMS d. e cos 624, 625 
— — — cotton linters............... 493 OO o DO S 624 
Furnace; combustion............ es. 224 Gluteninüunfour ia 624 
a cux su ome zc. ONE 134 Glycerine (See also Glycerol). 
Furol viscosity of fuel oils............ 245 EI HEES a 107 
Fusel oil in ethyl alcohol............. 99 — jacketed drying oven.............. 213 
— —, permanganate method for...... 99 CORDE tenis ies orsi RE 368 
Glycerol, acetin method for........... 108 
Galactan in feed stuffs and grain (refer- —, bichromate method for....... 112, 374 
BCR) CM Bee a E le ies 620 ——ün lemon extract. ae 2 ade 654 
Galactose, Allihn method for...... 556, 557 > OTAN Sexta Cb dni esteso ee lets 651 
(Gallon, grains per Us Sia. ue 694 E gems a A e 374 
Galvanizing on iron and steel......... 200 == nas LOZA 
— test, Preece method............... 200 — — presence of BUAT. os. a ee 375 
Gamma cellulose in wood pulp........ 386 == EE ais 667 
Garden cress oil, constants of......... 302 — — vinegar (reference)............. 645 
— rocket oil, constants of............ 302 Glycerol-potash saponification........ 314 
Gas black, composition of............ 261 Glymol for cream testing.......:..... 637 
— engine oil, testing of........... 326, 339 Glyoxime method for nickel.. 152, 190, 199 
Gasoline; analysis EEN 230 Golden ochre, composition of......... 263 
color value of ou roste cc seco 628 — sulfide of antimony............... 49 
—, desirable properties of............ 230 Goose fat, constants Ob: 7... 0.5. 302 
— for water determination.......... 7 Gottlieb-Roese method for fat.... 568, 632 
A CA 377 Governor oil, testing of.............. 326 
—, specifications ÍoP................. 231 “ Grab method” for tensile strength... 500 
— test on cylinder oils............... 334 Grain alcohol (See Alcohol, ethyl). 
DE OL sors ERU dra bes 230 Grains, mixed, analysis of............ 615 
Gauze, corrosive sublimate in......... 83 == pers S. gallontuso c uua ota 694 
Gear ETEA E SEIS CS E 357 —— — U.S. gallon to pounds per 10,000 
Geissler alkalimeter (Fig. 16).......... 274 gallons, factor for. . «^. e 700 
Gelatin in albumin, qualitative test for 116 Grams per square inch to ounces per 
— — fruit products, test for.......... 587 Square yard, factor LOTA cya. s 9-005 503 
— — milk, qualitative test for........ 634 Grapeseed oil, constants of........... 302 
E X ENCORE. cuu EE ea a 508 Graphite, composition of............. 261 
German degrees of water hardness..... 691 — grease..... E ose e 357 
— silver (See Nickel silver). FMT FT OASEB es evene ds toes Eno erf, 359 
Ghedda wax (See Indian beeswax). Graphitic carbon iniron.............. 161 
Gillmore needles for cement testing d hl «e audet trus 136 
(Fig. 43b)..... NAHE oca 819? | Gravel, color test aere a 831 
Ginger extract, analysis of............ 651 Mor conerete-.. 5... 0 oh iate 809, 826 
E test LOD EMPTIS segnes 652 | — in mortar and concrete............ 809 
Glaser combustion furnace........... 224 —, mechanical testing of............. 826 
Gliadin nitrogen in flour............. 623 —, organic matter in...... ee MAKE is 831 
Globulinun Hours Se Eae az: 624 Gravimetric factors, table of.......... 860 
Glucose by polarization at 87? C ...... 566 Gravity (See also Specific gravity). 
cn OUAP d UCB EE 586 — Baumé (See Baumé gravity). 
A ey ie. «ed s Gee a aS 573 — Baumé and specific gravity, relation 
Meat dia 745 OBS e O CO AO 326 
E BUBAr Products. o. a DOM TOf Ol EE send ene 326 
LT Ee 566 Gray acetate (See Calcium acetate). 
—, qualitative test for... 2e. 573 (CAI EE 425 
Glue Anys ON o TS SUN ina 421 Greaseproof paper, testing of......... 475 
— jn albumen, qualitative test for.... 116 Greases; analysis of... eee ve 356 
KEE EES 476, 477, 478 —, specifications for (reference)....... 360 
— — presence of starch, test for.. 476 O E EE Ie eit sols 356 
—, molybdate test for............... 477 Green pigments, classification of...... 264 
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Green pole paint, analysis of......... 267 
Grinding mill for feed stuffs.......... 615 
Grit, flotation test for... ee 419 
—un clay or kaolinc- cos ao cares 419 
— — poultry feed................... 620 
egen, LEE 444 
~ Bevo best TOE eee rte cee aus shee 419 
— soap, composition of............-- 367 
Ground glass method for water penetra- 
LOGOS pa perigee quoe 472 
— wood pulp fibers, stain for..... 447, 451 
— — — — in paper, detection of. 445, 451 
— —, qualitative tests for............ 451 
Gums in albumin, detection of........ 116 
== varnishs ve versare v MEER a 286 
— — —, Boughton method for (refer- 
DEEE e, a E TET eve 284 
Gunning method for nitrogen......... 88 
— — — —, modified for nitrates...... 90 
Gutzeit-Sanger-Black method for 
Ee 52 
Gypsum, Bnalysisof dee ESSE 420 
—, burnt, composition of............. 261 
== COMPOSIMION Ol (4 Ee 261 
A O eene 444 
Gypsy moth creosote, analysis of...... 786 
E oo RT 224 
Haddock oil, constants of............ 302 
Halphen test for cottonseed oil........ 321 
Hand grit soap, composition of....... 367 
Harder and Abrams color test for sand 831 
Hardness ok water anea e e UON Os 688 
— — — by calculation............... 689 
— ——, Clark's seale Lus. 691 
— — —, English degrees............ 691 
— — —, French degrees............. 691 
— — —, German degrees............ 691 
y perman nbid eenn c RIEN 688 
— — —, soap method for............ 689 
Se — —, bemporafy.llsieval. | 9 ENS 688 
Hare fah constants: ob. MUR 302 
Hazelnut oil, constants of............ 302 
Heat test for lubricating oils.......... 335 
Heating loss of case hardening com- 
pounds? osae O IANS 755 
Steat ob tung Ol u A 258 
— value of benzoic acid.............. 218 
at CORN. O e A 217 
SOL OU EA A TTE 249 
— — — liquid Zuele, EN EEN 249, 250 
— — — naphthalene... .) 5... 0065. 218 
Hehner method for mineral acid in fruits 585 
——"MUM DESY OL OLAS 00 Ee 319 
— test for formaldehyde............. 101 
— value (See Hehner number). 
Bemp O ROMA ee 513 
—— stain fort. anche x ee Ces 447 
Hempel column (Fig. 14)...........<. 253 


Hempseed oil, constants of........... 302 
= elaidin test of 272-0. O 351 
Herle’s solution for clarifying sugar 
BOLUtIONS anne REO 547 
Herring oil, constants of............. 302 
Herzberg stain for paper fibers........ 447 
Herzfeld formula for sucrose and raffi- 
LOBE, EE 550 
Hess and Prescott method for coumarin 
and vanilla aide 663 
Hide substance in leather............ 746 
Hiltner method for citral............. 656 
Money, analys oE eeens ie nee 570 
— RCA AI A AA 574 
—, mineral adulterants in............ 564 
Horne method for clarifying sugar 
HEES 546 
Horse fat, constants of.5.. A cem 302 
— marrow, constants of.............. 302 
==6il, constants; of. EE 302 
Horsefoot oil, constants OÍ...........: 302 


Hortvet and West method for methyl 
salicylate in wintergreen 


extract... NIRO 663 
— — — — — oil in extracts.......... 650 
Hosiery, testing ofc. cot cO MEC qe 504 
Howard method for essential oil in mint 
and wintergreen extract............ 662 
Hubbard pycnometer method for spe- 
cific praviby o EE 788, 800 
Human fat, constants of............. 302 
Humidity, effect of, on paper testing.. 460 
humus in soils: > € c X 737 
— nitrogen in soils. Ee e 737 
Hydrated lime, analysis of........... 431 
Hydrocarbons, non-volatile, in soap... 376 
—, unsaturated, in gasoline........... 241 
=, volatile, in soap in sic. dose GE Ce 377 
Hydrocellulose, caustic method for.... 492 
— in Gellulose wus. 4a oes 492 
— — cotton linters...... CHASE D io: 492 
Hydrochlorie acid (See also Chlorides). 
== in formió/seld moo. ve 104 
— — reagent... RS 3 
— —, volumetric solutions of........ 6,8 
Hydrocyanie acid (See also Cyanides). 
———— in almond extract cc MOS 649 
— —, Prussian blue test for.......... 649 
Hydrogen eeh, inace. aenar 226 


— ion concentration, determination of 738 
— — — (See also pH value). 
— peroxide (See also Peroxide), 
— — method for formaldehyde... .... 102 
— sulfide in water. EE EE 714 
— — — case hardening compounds... 757 
Hydrometer method for specific gravity 

326, 788 
Hydrosulfite (See also Sodium hydro- 

sulfite). 
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Hydrosulfite method for indigotin..... 120 Iron, colorimetric method for.......... 691 
Hydroxide, qualitative test for........ 30 SER OTROUS ADM WALED EE 693 
Hydroxides, alkali, analysis of........ 29 | — galvanized, testing of............. 200 
Hypochlorite of lime (Sce Bleach). —, hydrogen sulfide reduction of...... 283 
35 sodium analysis of (22... ls 42 =— m alkalies ee n De ER ETUDES 33 
Sz solaüon (ee EEN liquor). — — aluminum alloys............... 198 
a ees D CG 403 
Hyposulfite (See Thiosulfate). — — brass and bronze... ............ 185 
SE OD 165 
Ignition loss of bauxite.............. og E A C 170 
X OMEN oie acies ere s 823 A ANBUCT a ECK e 691, 715 
s AER esee rt ee IRONIA TR 426 SSMO NS Aes S Cetera wise crier ceris RE es 176 
A 80118: E E SI tente lO oie 730 | —, Jones reductor method for........ 186 
== LLC ace AA 443 — oxide in aluminum sulfate......... 403 
+= water solids ec. 674 | — — — baking powder.............. 601 
Incrusting solids in water............ 700 — — — bauxite............. 777, 779, 780 
Index of refraction (See Refractive — — — blane fixe................... 410 
index). — — — chrome yellow.............. 277 
Indian E ri. aeuum dí 364 — — — green pole paint. ............ 269 
18d. composition of 4. 15. a 262 A CEN E Es dg SEES RISE 428 
Indieators for pH value determina- — — — phosphate rock. ............. 770 
O SS O 739, 741 — — — Portland cement............ 824 
——  DEGDRERUIOnOL.... th ea EN 12 — — — presence of phosphates 
Indigo, anal yas o£ see eec 119 34,001, 732, 770 
— carmine solution, preparation of.119, 749 | — — — — — titanium... 280, 283 
—, natural, impurities in............. 119 > BAIN RE EE 34 
z^ sudonation' ol.» EE 120 = = BOM ane Baie) E ET os 732 
=~ FBYMUNOLIC ee E avete s 119 zx FANG Foe Sti ote E EE 443 
Indigotin, hydrosulfite method for..... 120 | =— — Wäer, neas sis dorisa 697, 715 
e PETRI OM, ENEE ie 120 — — — zirconia pigments....280, 282, 283 
Industrial water, analysis of.......... 693 — — and alumina in asbestos magnesia pipe 
Ink sizing test of papers.............. 471 COVOTIDG com a da 85 
—, standard iron tannate............ 471 | ————— bollerseale. ett eo ara 707 
Insoluble impurities in oils........... 315 | ————— meso tias ais 428 
O ER 372 —, permanganate method for...... 176, 186 
— residue in cement................. 823 —, phosphate method for............ 770 
Insulating compound, rubber (See A DIS ANALG GIS: Of isis in. counsels: ol out ense 160 
Rubber). AAI DT OE secedere Spei 132, 160 
— varnish (See Varnish, insulating). —, sheradized, testing of............. 200 
Insulation, asbestos-magnesia, analysis —, sulfocyanate colorimetric method 
O a e 84 IE a o ate o s 691 
Inversion of sugar solutions.......... 549 1 tinmed, testing of---. e csr chs aja js 203 
Invert sugar (See Sugar, invert). Ironing test on textile fabrics..:...... 503 
Iodides (See also Iodine). Irrigating water, analysis of.......... 727 
Todine:mawater nte «aoa es 721, 722 Istle fiber (See Tampico). 
== Jellytest.of tung: oil. 5... 259 Ivory black, composition of.......... 261 
— method for color of petroleum oils.. 337 
SUI E Olli, 49999. 39. to det. 310 Jambaoulsconstants Ofc. naaa 302 
E: EE RII et 293 Jams CALS ROE .. nte ota qvos 580 
shell ta Da 293 —, artificial coloring in.............. 518 
— — — stearic acid................. 354 -benzoic acid 1n... o o einen 532 
een au LT ATI 258 c msampling'ot- 2 ec OT 581 
— —, Wijs method for........... 292, 310 Japan driers, analysis of............. 288 
OL N55910010D3010: Eme = tata 10 — —, P. & R. R.R. specifications for.. 289 
— value (See Iodine number). — —, U.S. Gov. specifications for.... 289 
Iron (See also Iron oxide). WAX constante Obras iO a 
CE ANAIS o ar ens 160 — — in beeswaX................ 363, 364 
east analysis GE ees mr 160 Japanese wood oil (See Tung oil). 
—, charcoal, analysis of.............. 160 Jean method for free acid in leather... 746 
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Jelly, analysis: o a 580 
—, artificial coloring id... .. «q... 518 
el benzoic acid Im. o en aaa e asea aa 532 
SREL 581 
— test of glue..... SE ECH 422 
== HUN OI, A v eei 259 
Jones reduetor, use.0£ 5... 2209-2 185 
Jorissen's test for salicylic acid........ 536 
=== ARTE) KEE 543 
Journal grease, analysis of............ 356 
SE EE e 326 
Juices, fruit, analysis of.............. 580 
—,—, coal-tar dyes in.......... sss 517 
LI sampling sof wesc. ae. wee «ce = 581 
Jambo Mullen testers eS 465 
lee rU: 513 
— — in paper, detection of... ....... 445 
c» ENEE o O a So 447 
Kainite potashune... 0. cece see mS 61 
Kaolin, composition of.............-. 261 
— for paper filler, testing of.......... 419 
=i paper COANE aa ses TIUS 458 
Kapok oil, constants of.......5.3..2.. 302 
Kennedy method for crude fiber...... 529 
Ketchup, benzoic acid in...........:. 531 
Ketones in crude wood alcoho! (refer- 
TUMOR XT CLE EA 498 
Kjeldahl] method for nitrogen......... 87 
— — — —, modified for nitrates...... 90 
Kjeldahl-Gunning-Arnold method for 
HULSE t. cU TUUS SUN OBTENU 89 
Knorr's apparatus for CO» (Fig. 36)... 597 
Knublauch method for ferrocyanide... 807 
Köeme oil, constants Of. e. nen cas 302 
Roettstorfer number do 9 VS E 309 
— value (See Koettstorfer number). 
Kokum butter, constants of.......... 302 
Kraft pulp (See Sulfate pulp). 
Kunze method for theobromine....... 610 
Lactic acid in cheese.............. e. 642 
== =D A M 630 
Lactose, Defren-O'Su'livan method for 554 
— in cocoa and chocolate. ........... 608 
— — condensed or evaporated milk... 639 
exse AA O O 631 
= OS A e QUU 640 


—, Munsen and Walker method for 


Lakes; composition of. 7.20.45 0s. cea 262 
Fn foods e eden cedet NETT 517 
Lallamantia oil, constants of.......... 302 
Lampblack, composition of........... 261 
Lard, Emery test for beef fat in....... 325 
= REDER EE ceo se cme 302 
O analyasoR € o TEE 349 
— —, constants of..... ccv eee ee 302 
e SBT ACER OL. eR NT OT T 349 
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Laundry soap, composition of......... 
Laurel fat, constants of: nes tesis mese 
La Wall test for capsicum............ 
Leach method for coloring matter 1n 


— test for formaldehyde............. 
Lead acetate in white lead........... 
— —, dry basic, as clarifier...... 
— —, neutral, as clarifier............ 
PORC o RETE E 
— — solution, basic........... 
— acid method for lead............... 
— —, preparation Of................. 
— arsenate, analysis 0f.............- 
— —, composition Of. eso ie As aeie 
— — with Bordeaux mixture, analysis 


—, blue sublimed, composition of..... 
— carbonate, basic (See White lead). 
—, chromate method for 


68, 165, 170, 268, 


— — in chrome yellow............... 
== green paint. see see 
— —, scarlet, composition of......... 
—, colorimetric method for........... 


—, electrolytic method for... 174, 182, 
— in aluminum alloy8...... 5. ees 
— — Babbitt metals............ 194, 


— — blanc fixe, qualitative test for... 
— — Bordeaux mixture and lead arse- 


SSS TORSO 0 x div. dh EE 
— — green paint.......... eee eere 
== Japan driers, is... ome 
== == nickel! silver... oves «testers 


— — type Defekt vs vi, SN NN rU ear 
— WEIEREN 


—, lead acid method for............. 


— nitrate solution, basic......... 545, 


— number of maple products......... 
— — — vanilla extraet.... 1. 0s... 
— —, Winton method for........ 
— oxide (See also Lead). 

— — in Bordeaux mixture with lead 


— —, water soluble, in lead arsenate.. 
y Ted analya Ob E TEMERE 
zg ==, composition Of 10. SC WEISE 


275 


547 


175 


274 
277 


724 
194 
198 
196 
409 


274 


174 
175 
546 
576 
664 
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Lead soap in greases: EE 359 Linen fibers, stain for................ 447 
— sulfate in blanc fixe............... 410 —in paper, detection o£... «ce cs ce 445 
—, — method for h OS T EREE E 502 
75, 175, 182, 193, 276, 288 Ling method for Lintner value........ 128 
— whitejanalysisof-uckt.llsiede. 273 Linotype metals, analysis of.......... 195 
—, —, composition of........... 261, 273 | Linseed oil, analysis of............... 257 
eather) analysis Ofi-.c..9v6e9 ose ds 744 DO con ae onan tee 257, 302 
A GT OM UD 10.45... 9 s ae 748 |) ————constantsrol. Ae wees ose. x 257, 302 
Le Chatelier apparatus for specific — —, drying test of............. 257, 258 
phavityc pe ee O v STP nC AICI Lest Ol dee 351 
Lehner silk (See Pyroxylin silk). EAST DAW Reale MES eue TA N 257, 302 
Lemon chrome yellow, composition of. 262 Linters, cotton, analysis of........... 490 
— extract, analysis of................ 653 | Lintner value of malts cossirec] ases 127 
on ‘ANALY BIB ob oe AOS 658 | Liquid soap, analysis of.............. 380 
— — in lemon extract............... 654 <= == COMPOSITION of... seco e rs 368 
—peel color, test: fort eere decos 658 Liquors, distilled, coal-tar dyes in..... 517 
Tieucosin in flour... sole lea 624 Titer siandardo- Ee Sec 14 
-oevulose in honey e. mum Ee 572 Litharge (See Lead oxide). 
—, Allihn method for............ 556,557 |. Lithium 3n Water EES 719 
Lichen colors, behavior on wool....... 518 Lithopone, composition of............ 261 
Liebermann-Storch test for rosin. .286, 477 Litmus, dyeing test for..... les. 518 
Light, fastness of fabrics to........... 503 Loading in paper (See Filler). 
E— VIN OPA, analysis. EE iaa 497 | Loewenthal-Proctor method for tannin 
Lignite, volatile matter in............ 215 118, 749 
Lime (See also Calcium oxide). Loew’s reagent for silk............... 510 
—, acetate of (See Calcium acetate). Logwood test.for.alüm.-. dee mene 628 
SE 426 | — — — mineral acid in fruits. ....... 585 
EE EE seis ceret E 43051 Lone ola EE 287 
—elassificabiom Ofman seen eses ators tale 426 Loora oil, testing Of. EE 326 
See wats 426 Lubricating oils, testing of............ 326 
—, hydrated, analysis of............. 431 | Lubs and Clark indicators for pH value 741 
—— —PNpradesi0f... maite Spo e e s a atu cin 431 | Lustron silk (See Cellulose-acetate 
—,—, specifications for.............. 431 silk). 
— in aluminum sulfate. «2.5.5... 404 
— — baking powders..............-. 601 Macassar fat, constants of............ 304 
OO o OO 410 Machine oil, testing of............... 326 
E DOME CA ARA tas vas 707 Machinery oil, testing of............. 326 
— — chrome yelloW......o.oooooo..... 278° |" Madia oil, constants Of.. esm eh 304 
EE e sa 810 Mafura tallow, constants of.......... 304 
A ees e eee ehe aa 429 Magnesia and lime, sulfate method for. 400 
— — ]ime-sulfur solution............. 82 — asbestos pipe covering, analysis of.. 84 
Eelere aja d ia nal c 810 — — — —, composition of........... 84 
— — phosphate rock............++-- 775 — in asbestos-magnesia covering ..... 85 
— — Portland cement............... 825S — plane frere ees see mentor 410 
EEA e Ee ad oj 97 | -—-—- boiler:scale. e vette rere 707 
A patum whlbeqds2. vise celle ee aie EC ER 441 — — chrome yellow................. 278 
e SOLS veniet. e Seed © 733 == meses EE E 430 
——— sulfite-acid cies Glee l.S viene 6 arenes 400 | — — mortar and concrete............ 810 
E EE 697, 716 i paper ABD es, esp erede aloe 454, 455 
— and magnesia, sülfate method for.. 400 — — Portland cement............... 825 
specifications LEE 426 E ee ses els s (esa a cars raya) osa 38 
aula te method TO Eeer eg 1.59 esses BOIS er o De Beate res 734 
—, volumetric permanganate method == guita CIA sca loos eege E 400 
O AAA ORO 429, 697 — WIPE ond oto 00 GUO oO SO 698, 716 
O A EE SI ee 67s atajos 426 
Limestone, analysis O0f............... 433 — method for ammoniacal nitrogen... 91 
Lime-sulfur solution, analysis of....... 79 — mixture for phosphates........ 765,712 
Limonite, composition of...........-. MESA POR ORL OO OU UD dU SC 4 
——1wash solution... ss ee 4, 698 


Lindo-Gladding method for potassium. 61 
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Magnesium in aluminum alloys....... 199 

— ammonium chloride solution (See 
Magnesia mixture). 

— carbonate in asbestos 


COVEDIDgi T S T DER s e 85 


magnesia 


— oxide (See Magnesia). 


— sulfate, separation from calcium 
sulfate O OS ALO 400 
Maize oil, constants Ofo.. ar ean eneee 304 
Malabar tallow, constants of......... 304 
Malachite green fiber stain. s... 448 
Malic acid in fruit products... ....... 584 
— —— winegaf.... lode. res 646 

— — value of maple products, Cowles 
kee MESA oc cote 57/2 
Malt analysis oftsren eaea a seem erect 127 
— extract, preparation of. 128, 607, 619 


Maltose, Munson and Walker method 
ee 551, 554 


Manganese, bismuthate method for 

136, 146, 162, 184, 197, 717, 734 
=~ chlorate: method tor... te s 147 
-—dmalley A ara eraa 146 
— aluminum alloys. a eena ene 197 
— — brass and bronze........... 184, 185 
— — high chrome steel.............. 146 
STEE Saee MS e, Y ate 162 
Japan drier et e RSS n 289 
ABOUT UV Se NOTES 734 
c eol ERECTA S ES 136, 146 
STEEN e er US ay 
—, persulfate method for............. 718 
Manganomanganic oxide in soils...... 734 
Manihot oil, constants of............ 304 
Manila fibers, stain for.......... 447, 514 
— — in paper, detection of........... 445 
===, Swett test lora e E 514 
— and sisal fibers, distinction between 514 
Maple cream, analysis of............. 575 
— products, analysis of.............. S15 
—SULAr analysis of eer. x ct ace << 575 
— syrup; REESEN 575 
Margarine (See Oleomargarine). 
Marine animal oils, bromine test for... 326 
Marmalade, analysis of.............. 580 
=) benzolo- acid Ms aici 9. v TES 532 
—"samplnüg' of a EE 581 
Marrow, beef, constants of........... 300 
==, horse, constants of... i... rer ves 302 
Marsh reagent for testing vanilla...... 666 
= Mie Sv. 20% e ETT 51 
Massecuites, analysis of.............. 558 
Maumené test on oils............ 345, 351 
Meatiscrap, Donean.. S 621 
Mechanical analysis of bone and tankage 763 
— moisture in crown filler............ 420 
— testing of sand and gravel for con- 

enetecc PA GS ETE 826 
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Medicated gauze, corrosive sublimate 


A a Soave NS ESTER 83 
Melting point (See also Softening point). 
— — apparatus (Fig. 17)............- 312 
— —, closed capillary tube method for 311 
— —, drop method for.............. 363 
== Of beeswax conc re ere MS. n 363 
— — — cocoa butter................ 612 
— — — fats and ole, es ccs. deso ses. 311 
—"— ORBE cs e ome TS 357 
— — — paraffin wax..............-. 366 
lc = £28llówe.i no E 355 
— —, open tube method for.. 355, 357, 366 
SS uter tesbo-.. ons one ee E 312 
— —, Wiley method for (reference)... 312 
Menhaden oil, constants of........... 304 
Menthol in oil of peppermint......... 660 
= structure Of ce auu epe TET TEES 661 


Menthyl acetate in oil of peppermint.. 660 
Mercuric bromide paper for arsenic test 53 


— chloride in gauze....... 1 4. ees 83 
— — method for formic acid......... 538 
— — yeügent.l....- EE 4 
Mercury in zinc amalgam............ 200 
—, sulfide method foór................ 83 
Messinger method for acetone........ 95 
Metal polishes, analysis of............ 759 
Metalsin foods. oee ce eae aaa 522 
PS Water 0) I. A O EISE 724 
= type; analysis Olen e ee TREES 195 
= white, analysis OL RET 191 
Metaphenylenediamine method for 
A ee EEGEN 656 
Methanol (denaturant), analysis of.... 94 
Methyl acetate in wood alcohol........ 96 
— alcohol (denaturant), analysis of.... 94 
— In eram alcohol O 100 
== lemon extract. eo eee 657 
— — — orange extract... oo... 657 
— — — wood distillate (reference).... 497 
— —, methyl violet test for.......... 657 
— —, qualitative tests for............ 100 
— —, Riche and Bardy test for....... 657 
— Orange indioatorc M PR 12, 89 
— redndicatobse ase S 12, 89, 741 
— salicylate in wintergreen extract... 663 
— violet test for methyl alcohol...... 657 
— — — — mineral acid in fruits..... . 585 
MIRE Pana y SO AN 629 
— bottles, Babeook e e TEE 633 
— chocolate, analysis of..... 603 
——* COLL OSILLOM Ol EC 629 
—, condensed, analysis of............ 637 
SAN OLN TS Us emer Va oto cis Go aa can 637 
—, dried (See Milk powder). 
—, evaporated, analysis of........... 367 
— fatin milk chocolates... e e 611 
—ipowder analysis iorra eeh ETT 637 
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Milk, rosin size, analysis of...... 437, 440 Moisture in chrome yellow........... 275 
—, skimmed, standard............... 630 O ER EREM 419 
— solids, composition of......... 611, 629 cct DU Eeer Se 504 
— — in condensed milk,............. 640 COA AA AONO TEN. 2115213 
——— — anilk-eliooolate-::7....... Ut ecocoqgm epa EE 229 
Se DEN e e UNS din ede ele v. 629 — — condensed or evaporated milk 
— sugar (See Lactose). 638, 639 
“Mill test” of sulfite acid............ 401 — — confectionery.................. 559 
Millon's reagent for proteins.......... 623 A Bnters. v Rm 491 
Mineral acid in acetic anhydride ...... 107 NA 5 5.5.0.6. EE e 420 
— —- — fruit products ............... 585 — — cutting compounds............. 757 
A A o Feces EAE e ei chore 746 Ee AGO RATIN Ee ZE E 114 
Eyre OUR So icon el Wate oe tees 334 | — — dried fette, en i ENNEN e 582 
— —,; Hehner method for............ 585 lie e dete EEN 640 
— —, Logwood method for........... 585 TIME API SE, see tS IR o ets ae d 593 
— —, methyl violet test for.......... 585 A A e vi REI 314 
— adulterants in sugar products...... 564 — — feed stuffs and grains. .......... 615 
— matter (See also Ash). Eeer LEE ER 764 
SN FATS E ariete sce re 316 O e See, 622 
EE se coller rre T. 359 Eesen pede e dto a 421 
————— OMS C 316 EE UM atv. nore BI cree EE 358 
— oil in creosote, etc. (See Sulfonation EE O SOS 420 
residue). A O E O Rt S noe ER 570 
— — — fatty oil mixtures............ 340 — — hydrated lime. ............ ees 433 
ERR E eege 360 — — indigo......... UR AM MONS I 120 
— — — paint vehicle................ 267 — — lead arsenate............ 2. oris 67 
— — — sulfonated oils.............. 347 MCR POR A sei d oie 744 
— — — wool Breage, ee 362 ="— limestone: ioni ee Bienes Us 435 
A O AA A EOS 326 — — maple sugar and syrup......... 575 
— waters, analysis Of................ 709 — — MASsecuites........ooomooo..ro. 559 
— weighting of textile fabrics......... 499 A AA 640 
Mixed acid, analysis of.............. 24 ——  mola8868.....:-..:.. E 559 
Mohler test for benzoic acid.......... 533 VOLS T cts DE a e ISO 314 
Moisture by drying in vacuo without — — oleomargarine................. 589 
hentss ree om 3 291 — E EE 76 
————— mita besaba... 9314 IDEA a esie TONO 
— — — — hydrogen................ 615 — —potsush salt. is a Se AR 764 
— — — upon asbestos............... 641 — — potassium bicarbonate.......... 30 
— — — — pumice stone............. 559 — — — carbonate........o...oo.... 30 
— — — — quartz sand.............. 559 — —  badrosgide -iise totuu nodia 30 
— in acetate of lime.............0... 49 EE dere geet 386, 389, 391 
RADIO eee vers soos oe SS Ts 117 z—— FORA. binders. Ud AN 787 
ee, See AEN 30 SOD Ch [aie setae ADE O 512 
— — ammonium sulfate............. 764 E TORT 8126... eem ee 438 
asbestos cotton twine........... 515 TCU PRONTO TENTE SD IO TRO. 35 
— — — magnesia pipe covering....... 86 — SORDO WD tea e ER 442 
— — asphalt road binders............ 787 a ghelln6: ooh dut mer antes nere (oe aoa 291 
— — bicarbonates...............--- 30 mE BOARD sos see s ENTIS SE 369 
— — bituminous road binders........ 787 E EE EE 30 
LE—Jblancfixet. II 409 — — sodium bicarbonate............ 30 
-—-— Uvboiler/scale: 25... ee 705 — — — earbonate......... eee 30 
Borde mixture eme. CL — — — hydroxide.................. 30 
AA Te dh e ege NC IO 589 A IA A tV 764 
— — calcium sulfate, hydrated....... 420 CO Een TER 41 
ceo YT O OTIS 559 euo bsec pr E SE 730 
— — case-hardening compounds...... 755 —,— spent oxide... eoe 805 
Fa CAREN TUDIN TORINO ae ache IS 416 ULA EGO ci CR CEDERE E 559 
E E hn ees 641 — — — products. .............. 559, 560 
— — chocolate and c0c0a,...... ss 604 — — sulfonated 0ils................. 347 
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Moisture in HERE 23 
CE SYT UPS sieve aceite el ras de 559 
— — tallow, qualitative test for...... 356 
A e ae EE 118 
OI SO OS TO 800 
——— (texte abries- yaa do oa 504 
E IDO coro A Ae 512 
< EA EE ree EE 41 
— — wood pulp............ 386, 389, 391 
a ENEE ane le s TE s 504 
—, xylol method. fo umm. a 358, 369 
Molasses, analysis of............ ADOS 
—, mineral adulterants of...........- 564 
Molecular weights, table of........... 837 


Molybdate method for phosphates 764, 768 
— — — phosphorus 138, 140, 180, 229, 731 


— solution (See Ammonium molyb- 
date solution). 
— test for glue and casein...........: 477 
Molybdenum in steel............ 143, 157 
—, lead molybdate method for........ 157 
—, qualitative test for........... 143, 157 
— steel, analysis ofi... o... 143, 146 
Molybdic acid, recovery of........... 22 
Monotype metal, analysis of.......... 195 
Morphine sulfate test for formaidehyde 101 
Morpurgo test for dulcin............. 543 
Mortars analysis Orn rane EE 809 
—, cement, preparation of............ 815 
L—standaxd 1:8... cubo E 817 
Mowrah seed oil, constants of........ 304 
Mud spot test of textile fabrics....... 503 
Mullen test of paper (See Bursting 
strength). 


—iester for paper, Perkins (Fig. 18).. 466 
Munson and Walker method for reduc- 


ING BUEAITB.— UO NER CEU 515 
Mustard oil, constants of............. 304 
Mutarotation of honey.............. 571 
— — sugar solutions ................ 547 
Mutton tallow, analysis of........... 305 
— —, constants OÍ.............. 304, 355 
Myrtle wax, constants of............. 304 


N. P. A. color standards for petroleum 


Ollges uso E, oue Seperate 338 
iINsphthas crude: vet cane 230 
— jn metal polishes................. 760 
SS = ORD shi vad vr Ret px AEN a 377 
Naphthalene, heating value of........ 218 
Naphthol green B, behavior on dyeing 518 
National method for bauxite........ ^. 779 
— Petroleum Association (See N. 

PAN) 

Neatsfoot oil, constants of............ 304 
Needle, standard Roberts, for penetra- 
DOOR PATET IO NO US ES 789 


Nessler standards, platinum-cobalt 676, 677 
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Nesslerization method for ammonia 


593, 675 
Nessler's reagent ..-< 0.260.004 595, 675 
Neutral fat in sulfonated oil.......... 349 
Neutrality: absolute ssns aere LE Coe 
New York-Liverpool test of alkalies... 31 
New Zealand flax fiber.............-- 513 
Newcastle test of alkalies............ 31 
Nickel, cyanide method for........... 150 


—, dimethylglyoxime method for 
152, 190, 199 


—, electrolytic method for........... 204 
—, hydroxide method for............ 188 
— in aluminum ailoys....... ee 199 
— — brass and bronze............... 188 
— — nickel plating solution.......... 203 
Ce EE E, 190 
— Ss HOON 0... sra ess IS s 145, 150 
— plating solution, analysis of........ 203 
silver, analysis erte 189 
— steel, analysis of.............. 143, 146 
Nicotine in tobacco and extracts....... 122 
— flask (Eu. 5)... Ee 125 
—, silicotungstate method for......... 122 
— solution (denaturant), analysis of.. 125 
Niger seed oil, constants of........... 304 
Nitrate salts, analysis of............. 91 
Nitrates, absolute (CuO) method for 
(reference). uns oo 90 
—, ferrous sulfate-zinc-soda method for 92 
—, Gunning method for.............. 90 
zin ethyl alcohol... e 101 
EXEC PenbllWerBees tre 767 
RO sess er? 683 
OS Ee RIEN REPE TE EE 730 
— — water, phenolsulfonic acid method 
don, Zeg EE 682 
— — —, reduction method for........ 683 
—=, Kjeldahl method tol... ooo 90 
res ee 90, 91 
—, phenolsulfonic acid test for........ 101 
—, qualitative test for........... 101, 767 
—, reduced iron method for.......... 91 
—, zinc-iron method for.............. 91 
Nitration, analysis of cotton for....... 490 
Nitric acid in mixed acid............. 26 
een oan TER E screener 4 
-——, red dunibg [SII 4 
— — test for ground wood........... 452 
— and ammeniacal nitrogen.......... 91 
Nitrite of soda (See Sodium nitrite). 
Nitrites, fuchsin standards for........ 681 
c dn Hours su EE A 626 
— — water and sewage ............. 681 
c tration EE 40 
Nitrobenzol in almond extract........ 650 
c vino dust test MOD 2 n LT 650 


Nitrogen, absolute method for (refer- 
ONCE) EE e deng AC e 90 
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Nitrogen, albuminoid ...... iia eS 679 Oil, apricot kernel, constants of....... 300 
—,—, in feeds. ... 2... 66005 VAT ates 616 —, arachis, constants Of.............. 300 
EE 678 —, — (See also Peanut oil). 
—, — ammoniacal, in water ........ i. 078 —, automobile, testing of........ 326, 339 
E amidoterz ssim ADEM ic. 617 =, bear, constants. 0f......... o dadh 300 
—,ammoniacal, in eggs..........«o.. 593 —, beechnut, constants of............ 300 
SEENEN 674, 678 xs! ben; CONTADO doi co er eue 300 
EO c9 E WE ÜBER A ER == black: testing 01.5. e e 326 
=, —, magnesia method for. =.. sew. 91 = bone; Constants ofc c9 e EE 300 
And nitrie:. ie eme dre tony 91 —, bottlenose, constants of.......... 300 
—,azotometer method for (reference) 90 —, brazilnut, constants of............ 300 
—, cupric oxide method for (reference) 90 —, calender, testing of............... 326 
—, ferrous sulfate-zine-soda method for 92 —, calophyllum, constants of......... 300 
—, Gunning method for:-..-.:.... 88, 90 | —, cameline, constants of............ 300 
Send EELER EC de Hoe 737 = Canari constants of... t... e verte 300 
— in ease-hardening compounds...... 756 —, candlenut, constants of........... 300 
ee 5191.1 EE e ice No 228 —, earbolineum, analysis of.......... 780 
— — cocoa and chocolate............ 605 = CARRIN, GODBUADUB Of rs viele o cie dere 650 
— — feed stuffs and grains........... 616 —, castor, analysis Ol... coc. 344 
I—— ferülisers....2 7... re 764 NS A E EE S 300 
== T EE 746 —, cedar nut, constants of........... 300 
-— —" Nitrate salts. 0:62 Foals ws a4 lus 91 —, cherry kernel, constants of........ 300 
— — organic matter................. 87 —,— laurel, constants of............. 300 
IS e ere e ale aig m sre sed e 674 —, China wood (See Tung oil). i 
O De 730 —, Chinese wood (See also Tung oil). 
— — sugar produtti eese. 565 —,— —, constants 0Í................ 300 
som WHEN Ls EE 674 —, chrysalis, constants of............ 300 
—, Kjeldah] method for........... 87, 90 —,—, Japanese, constants of......... 300 
—, Kjeldahl-Gunning-Arnold method —, cinnamon, constants of........... 650 
A is aires EE 89 — Clove, CONStants: Of 2... 9 enger 650 
—, magnesia method for............. 91 —, cod liver, analysis of ............. 344 
—, nitrate, in sewage and water....... 682 —, — —, constants of........06%. 300, 345 
—, nitric and ammoniacal............ 90 ==, elaidin test of... c tean 06 s 351 
—, — — organie ......o.oooooo.ooo... 90 —, coffee berry, constants of.......... 300 
—, nitrite, in sewage and water....... 681 —, colza (See Rape oil). 
MOU Eps is ee ele EE 626 —, compressor, testing of............ 326 
= OPLADIC LSE EECH 87, 92 —, corn (See Maize oil). 
AO CR 90 —, cottonseed, constants of........... 300 
A available... 5289 92 —,—, Halphen test for............... 321 
—, —, total, in sewage and water..... 680 —nergne; tese Obie oda ta 326 
—, reduced iron method for.......... 91 —, crank case, testing of............. 326 
—, zinc-iron method Eegen 91 —, creosote, analysis of.............. 786 
Nitrosyl-sulfuric acid in mixed acid 25 —4, croton, constants of.............. 302 
Non- Awd ols euan ta aopa a aes 357 —, crusher, testing of................ 326 
Normal consistency of cement........ 816 —, curcas, constants of.............. 302 
— solutions, temperature corrections — cutting, testing” ob. A RIS 326 
EE ee EE ems 110 —, cylinder, testing of............... 326 
— —, — expansion coefficient of...... 110 | —, dark lubricating, testing of........ 326 
Nut oil (See Tung oil). —, dogfish, constants of.............. 302 
Nutmeg butter, constants of..,......- 304 —, dolphin, constants of............. 302 
Nux vomica fat, constants of......... 304 —, dynamo, testing of............... 326 
==, egy constants OF pees eee ea rev 302 
Ocher, golden, composition of......... 263 —, elazy, constants of ............... 302 
Ochers, composition Of............... 262 | —, elderberry, constants of........... 302 
«Odor'of WateT...... serere nn 668 | —, engine, testing of................. 326 
Oil, acorn, constants Of. sese em essee.. 300 —, fir-seed, constants of.............. 302 
—, air-compressor, testing of......... 326 O qc Leo. EE 326 
—, almond, constants of........-.--- 3007 S -= froth, testing Of «ox pa ESS 326 
—, fuel, analysis of...... Satyr 242 


—, anchovy, constants 0f............ 300 
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Oil, fusel, in ethyl alcohol............ 99 
—, garden cress, constants of......... 302 
—,— rocket, constants of............ 302 
—, gas engine, testing of......... 326, 339 
—, governor, testing of.............. 326 
-—, grapeseed, constants of........... 302 
—, haddock, constants of...........-. 302 
—, hazelnut, constants of............ 302 
—, hempseed, constants of........... 302 
—,—, elaidin test 0Í...............«.. 351 
—, herring, constants of.............. 302 
==; horse, constants Of. ke es eS sere 302 
—, horsefoot, constants of............ 302 
— in boiler-feed waters .............. 702 
—— boiler scales. oM ores 705 
— — cassia, cinnamon and clove ex- 
LLY DEE CNC 650 
— — cotton linters.................. 491 
— — cutting compounds............. 758 
Sr leather A ée A Ad e eue 744 
PAID vd uto She we AH 260, 264 
— — paraffin wax......... eese 366 
— — rope and Line, ........srees. 512 
— — sulfonated oil.............. 347, 349 
—— RBUIBUE TO ls Udo SIONIS 23 
LWA LEN guar eres rabo etis e SRI RETE S 702 
== -— white lead... eee 273 
—, Jamba, constants of... deve 302 
—, Japanese wood (See also Tung oil). 
—,— —, constants of............ 258, 302 
—, journal, testing of................ 326 
—, kapok, constants of............... 302 
—, koéme, constants of.............: 302 
—, lallamantia, constants of.......... 302 
f lardwanalysis Obi ee ose eee SINN 349 
—,—, constants of! ia ek carte 302 
== ades OL... 2 5 EN Vs TREE 349 
—, lemon, analysis of................ 658 
+, in lemon, extracts ace OOF 
—, linseed, analysis of............... 257 
—,—, constants Of.............. 257, 302 
=r drying test of jx. c e ere 258 
zi -—,elaidin test of Ze o 351 
==; Loom, eebe MN eS 326 
—, lubricating, testing of............. 326 
—, machine, testing of...:..:.......» 896 
—, Madia, constants of.............. 304 
—, maize, constants of............... 304 
—, Manihot, constants of ........... 304 
—, marine animal, in vegetable oils.. 326 
—, menhaden, constants of........... 304 


—, mineral, in creosote, etc. (See Sulfo- 
nation residue). 


—,—,— fatty oil mixtures............ 340 
Sn ORO Ly sw cea tees een ee 360 
—,—,— sulfonated 0il............... 347 
em testing OF rove CR oe 326 
—, mowrah seed, constants of........ 304 
—, mustard, constants of............ 304 
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Oil, neatsfoot, constants of........... 304 
—, niger seed, constants of........... 304 
—, nut (See Tung oil). 

—, olive, analysis of............. 324, 350 
—,—, constants of.............. 304, 350 
=—, denatured. — vs dg os ee ne cee wei 350 
—,—, elaidin test of...............-. 351 
—,—, Maumené test of............... 351 
—,— kernel, constants of............ 304 
—, orange, analysis of:...........-.+ 658 
—,—, in orange extract.............. 654 
—, ostrich, constants of.............. 304 
== owala, constants: o£... ore 304 
==, palm, constants of ............... 304 
—,— nut, constants of............... 304 
—, peach kernel, constants of......... 304 
—, peanut, constants of.............. 300 
—,—, elaidin test of, 351 
=, testa for oa dev NIIS HIBESOS 322 
—, peppermint, analysis of........... 659 
—,—, in peppermint extract.......... 662 
—, perilla, constants of.............. 304 
—, persimmon seed, constants of...... 304 
—, petroleum, testing of............. 326 
—, pistachio nut, constants of........ 304 
—, plum kernel, constants of......... 304 
—, poppy seed, constants of.......... 304 
—, porpoise, constants of............ 304 
—, — jaw, constants of.............. 304 
—, pumpkin seed, constants of........ 304 
—, quince, constants of.............. 304 
—, radish seed, constants of.......... 304 
—, rape, constants Of. e SINN c sens 306 
= sy elaidin test of. NR ES 351 
—,—, Maumené test of.............. 352 
—, ravison, constants of............. 306 
Ped, analysis: Of. <0... os eR Oe 
—, —, constants of.............. 306, 353 
==, Tite, constants: Ob... ta 306 
==, Tosin, constants-of << ima lt 306 
LÀ COST TOR ate eoe Pur A 321 
—, saffron, constants of.............. 306 
==, salad. eed. tor E A 350 
—, salmon, constants of.............. 306 
—, sanguinella, constants of.......... 306 
—, sardine, constants of............. 306 
— peal, constants Ok ores da 306 
—, senega root, constants of.......... 306 
—, sesame, constants of.............. 306 
—=,—, elaidin tést Ofc. iaa OA 
O ss EE cat 1924 
—, shafting, testing of......... Dion GU 
shark, constants Obican qud dS OS 306 
—, sheepsfoot, constants of........... 306 
5 clado 351, 
—, skunk, constants of... eco. 306 
—, sod (See also Degras). 

—, soja bean, constants of........... 306 


—, spearmint, in spearmint extract... 662 
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Oil, sperm, constants of............. 306 
¡y testing rot a 0. WE Lote a 326 
—, spermaceti, constants of.......... 306 
== Spindle, beting of.. adin eS dele 326 
EE E egene 345 
—, sterculia, constants of............ 306 
=, sturgeon, constants of............ 306 
—, sulfonated, analysis of............ 346 
—, sunflower, constants of........... 306 
Ge CADDIE ae fogs Sentech ee ERIE e RIEN eus 350 
==, tallow; constants of... v.e 306 
—, tallowseed, constants of........... 306 
—, tea seed, constants of............. 306 
—, tobacco seed, constants of......... 306 
—, transformer, testing of............ 326 
—, tsubaki, constants of............. 306 
< tung, analysis 0f..:... 2v ees 258 
—,—, constants of.............. 258, 300 
— turbine, testing obr a aces A 326 
—, turkey red, analysis of............ 346 
—,— —, constants of................ 306 
—, turtle, constants of............... 306 
—, ungnadia, constants of............ 306 
—, unsaponifiable, in cutting com- 
pounds" ers cre alsa es oe asic 758 
—P,—,— EgreaBeB......... ere rhon nn 360 
—,—,—- sulfonated oil............... 347 
et EN OT EE 340 
—valve, tesüngxot.- exc Ter 326 
— varnish (See also Varnish). 
—-—5 analysis: 0f... Ies .284 
EE RO 350 
—, walnut, constants of.............. 306 
—, whale, constants of............... 306 
=== elasidintest-0f 2043. ou 351 
——— testine obn ours Sem rue 326 
—, wheat, constants of.............. 306 
—, wintergreen, in wintergreen extract 662 
—, wood (See Tung oi). 
== wooly Constanta Of. cans: th vie e E 306 
Oil-resisting test for insulating varnish 296 
Oil-soluble dyes in foods............. 520 
— — —, separation of..............-. 520 
Oils, animal and vegetable, analysis of. 298 
—, constants of (Table XII)......... 300 
—, fish, bromine test for............. 326 
+S fuel, analysis OL 23. ee ree 242 
—, heating value of............. 249, 250 
—, lubricating, testing of............. 326 
—, marine animal, bromine test for... 326 
—, mineral, testing Of..............- 326 
e Sul RT aR e onde ese uale = 249, 252 
—, unsaponifiable matter in.......... 340 
—, wood preserving, analysis of....... 780 
Oleic acid, analysis Of...............- 353 
— —, constants of.............. 304, 353 
C OCC A EE Ee 311 
——— stearic acid............-...- 354 
— — test for greaseproof paper....... 475 


Oleomargarine, analysis of........... 588 
GHEET dE pel 304 
SAT DUG GOL os DATUR e cd ee TENERE 591 
Oletm analysis of... "etate 26 
Olive kernel oil, constants of.......... 304 
z—oil,adulteranis:ofc- EN 324 
— —, analysis of............... 324, 350 
— —, constants 0f............ s. 304, 350 
——— denatured anr E atento 350 
edi test, oli 351 
— —, Maumené fest of. ee saa 351 


Optical rotation of lemon and orange 


"OUS E GONE DT ee EE LOL S 659 
Orange extract, analysis of........... 653 
— mineral, analysis of............... 270 
SE COMPOSIGION OL e 262, 270 
e &nalysis:0f: c 40v. cece e tete ee 658 
— — in orange extract............... 654 
— peel color, test for...........o.o.... 658 
Ore; tin; “analysiS Of EE E 166 
Organic and volatile matter in boiler 

Scales. cos oet... cn D 
———— — Wal de O96 
— coloring matter in red lead........ 272 
— matter in blanc fixe, qualitative test 
LE iaa 409 
== BOB na at eS 730 
— — — sand and gravel............. 831 
— nitrogen in water and sewage...... 680 
— ultimate analysis cc 224 
Ostrich, oil, constants.ot-. 0 «tes 304 


Ostwald calibrating pipette (Fig. 1)... 16 


Ottawa sand (See Sand, standard 
Ottawa). 
Ounces per square yard from grams per : 
square inch, factor for............. 503 
Oven for moisture in coal............ 213 
Over-bleaching, test for.............. 494 
Owala oil constants Of. Ert 304 
Oxalic acid, 0.1 N solution of......... 9 
Oxidation method for methyl alcohol.. 100 
Oxide, spent, analysis Ofa. sarean 5... 805 
Oxycellulose, caustic method for...... 492 
—, copper method for.......... s. 494 
in celulosa. rio 492 
— = cotton linter. coo sie elas oie 492 
Oxygen in Col ee eoo NUS 228 
— absorbed (See Oxygen consumed). 
— consumed in brines............... 686 
— — — SEWAZE).. hen 684 
———— CC GENEE 684 
—, dissolved, in water............... 703 
— required (See Oxygen consumed). 
—, solubility of, in water........... s. 706 


Paint, green graphite pole, analysis of. 267 


— pigments, classification of.......... 261 
Paints, mixed, analysis of...........- 260 
Palm nut oil, constants of............ 304 
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Palm oil, constants eege E 304 
Panaekan a du IA Ers 607 
Panereating so ace mercies tie ie ec EPIS 607 
Panning of tin oreesa eese e 5 4-5 173 
Paper, absorption tests of 471, 472, 474, 475 
—, anti-tarnish, testing of............ 480 
TS eleg eerta dee etaed 56 
—, blotting, absorption test of........ 474 
—, breaking factor of................ 462 
A O 54d SML 462 
=~) brittleness tosti ofa Eer 466 
—, bursting factor Of 0.65 ose dee d eis . 466 
OO Ni ec 466 
—==$— strength Obras a 465 
S ICABEIH E ee 476, 477 
—, chemical analysis of.............. 453 
—, cigarette, composition of.......... 124 
— coated; analysis Ofc tim. SED. 456 
==) Cross directionyOf ii 459 
— envelopes, testing Of.............. 460 
==, fiberianalysisiofie (cect... cule oes 445 
AETI DA O MIEL a 0E e 453 
liber; testing OL. zov vC OUT. 487 
= folding factor OFA 2.120 cere 463 
A HOE ea tS 462 
PLUG HIM ete ue Gere eren ea 476, 477, 478 
—, greaseproof, testing of............ 475 
—, greaseproofness of... 475 
—, machine direction of............. 459 
—, microscopic analysis of........... 445 
Ss Mullenstesb;ob ee ron cere.) coker 465 
==, PUMAS se ee 8 459 
—, parchment, copper value of....... 495 
—, —, fiber analysis of.............. 446 
—, —, greaseproof test of............ 475 
—, perzamyn, greaseproof test of..... 475 
—, physical testing of. .......ooo.. 459 
==) DOP LOld test.oL ^q o NARRA 467 
= ream: weightiols SNR WW. oS. 467 
—, retention of fillerin,............. 455 
ey ToS de eL UELUT I 477, 478 
Sizing l.c. ue S eee A te on 476 
—, ——, detection of faulty......... 480 
—, — (penetration) tests of.......... 471 
INSTA s deve Se NE 477, 479 
=— strength. factor o£... ves SA V. 466 
TAO Of Coder esie URN mein 466 
—, — tests of..... 460, 462, 463, 455, 466 
== Bretobutest^obsc deba eram 462 
—, substance number of......... 469, 471 
reu arce viewivtese acto ia ORUM 480 
y =¡dioxide ici ORC 455 
—; tarnishing: test oiin (o. dd 480 
EOI ENERO AR seni SUN 463 
=~ tensile 180501 6f... des Wee sen ore 462 
— BUON ELMO d iens un 460 


— testing machines 461, 463, 464, 466, 
467, 468, 488 


—, thickness test 0f............o. 465, 466 
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Paper, wall, arsenic in... ..-..+...00+ 56 
—, water penetration tests of......... 472 
== waxed, parafina et aren 459 
—, writing, sizing tests of............ 471 
Papers, standard fiber, preparation of.. 452 
Para red lakes, composition of........ 262 
—rubber, 20 % compound, analysis of 751 
Paraffin in beeswax: dtes D 365 
—— eonfectionery.::........ eee ee 569 
ZA waxed paper nana ds 459 
— scale in bituminous materials (refer- 
EA ¿INIA EE 798 
=s wan. enalyss.ofuoJT Sen. 365 
— —, constants O.....o.oooooooo.oo.- 304 
Parchment paper, copper value of..... 495 
— —, fiber analysis of............... 446 
— —, greaseproof test of............. 475 
Patis green, analysis if. Se 2948 IS 76 
— —, composition of................ 76 
— — with Bordeaux mixture, analysis 
Of occ dida geb se oor M o 74 
— white, composition of............. 261 
Paste pigments, analysis of........... 260 
Pat test on hydrated lime............ 432 
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Persulfate method for manganese..... 718 
Peter Cooper standard glues.......... 423 
Petroleum hydrocarbons in soap...... 377 
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pH value determination ............. 738 
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Phloroglucinol, purification of......... 493 
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c Eë terere DAS das ets 731 


923 
Phosphorus, reduction method for.... 35 
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Picric acid test for gelatin............ 634 
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—, blue, classification of..... A PR 263 
—, brown, classification of............ 263 
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Pole paint, green graphite, analysis of. 267 
Polenske number of oils.............. 320 
— value (See Polenske number). 

Polishes, metal and brass, analysis of.. 759 


—, — — —, composition of.......... 759 
Polymerization test of turpentine..... 256 
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sium hydroxide). 
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— sulfocyanate, 0.1 N solution of..... 11 


TECHNICAL METHODS OF ANALYSIS 
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cyanate). 
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Pour test of lubricating oils........... 329 
Precipitation number of fuel oils...... 249 
Preece test for galvanizing........... 200 
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Preservatives In milk oo a 635 
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LR ed 630 
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— j green painb....Jo0-4 AR 269 
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Pulp (See also Wood pulp). 
—, bleach consumption of............ 414 
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Pumice stone method for moisture.... 559 
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— sand method for moisture.......... 559 
Quicklime (See also Lime). 
—, specifications for grades of........ 427 
Quince oil, constants of.............. 304 
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"Radiator" in water analysis......... 674 
Radish seed oil, constants of.......... 304 
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Mw Ed ARTES 442 
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L2 ———IMUVIBERRI Ehe apa es 645 — in beesgwax, test for... EE 364 
Reduction method for nitrates........ 683 TUC—mDADeBTS US VE v Ee eg 477, 478 
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Sanger-Black-Gutzeit method for 
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— — zirconium pigments.... 280, 281, 283 
— standard for turbidity of water..... 670 
Silicate of soda (See Sodium silicate). 
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— — — — blanc fixe................ 409 
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— solution, standard................ 689 
— Specifications LOL ser ETE 367 
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Tinning test, Am. Elect. Ry. Eng. 
Assoc. method for............ 203 
— —, Am. Tel. and Tel. Co. method for 203 
Tin-SbOne.-.-— c veu rr EE E 166 


Titanium, colorimetric method for 
159, 281, 283, 778 


—, gravimetric method for........... Tia 
EE EE A AI 777 
O sector edes E 732, 733 
Sher Biel: om edet overdue erg 144, 159 
— — zirconia pigments...... 281, 282, 283 


— oxide (See under Titanium). 
—, peroxide method for. 159, 281, 283, 778 


—, qualitative test for............... 144 
— steel, analysis of.............. 143, 146 
— sulfate, preparation of standard.... 159 
Titer test of fatty acids.............. 312 
Tobaccosianalysis oi s sanma i ana siemens 122 
— extract, analysis of............... 122 
=s nicotine ID xa sen eon cioe xd 124 
— seed oil, constants of.............. 306 
Toilet soap, composition of........... 367 
Toluene-benzene method for free carbon 801 
Tomato products, analysis of......... 577 
— —, bacterial standard for......... 544 
'Total solids (See Moisture; also Solids) 
Transformer oil, testing of............ 326 
JiransparenisSoUps «meri ke Ste O 
Tray method for water penetration of 
(ACTED Name TO SE TOO EO ET ES 472 
Tsubala oil, constants: of Ja. ens 306 
Dung oil, analysis Ob... se cian. 258, 311 
— —, constants of.............. 258, 300 
Tungsten in steel ep sues) ust 144, 156 
— steel, analysis of............. 143, 146 
BITE Vs OL H oa 669 
—, platinum wire method for......... 670 
standard Ole cs ssc EE 669 
Murbine-oll testing: of seve os wits uen er 326 
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Turkey red oil (See also Sulfonated oil). 
— — —, constants of............-..- 
Turmeric, boric acid test for..... 
= ldyeing test 1O- -dae inae an 
— in lemon extract, test for.......... 
— — orange extract, test for......... 
'Turpentine, analysis of, electric railway 

Specifications... eree e. 
—,— —, Forest Products Laboratory 


—, distillation of eesse otne eese 
s pants $m e LEUR 
EE e a e messed eus 
—, temperature expansion coefficient of 
— test for artificial color in clay...... 
— — — greaseproof paper........... 
Turtle otl; constants Of. ses. sae 
Tuscan red, composition of........... 
Twichell method for rosin............ 
Twine, asbestos cotton, analysis of... . 
Twines, chemical tests of............. 
E Der Ean Sever en t tes 
EE ERT eet eU S 
Twist in threada EE 


Ucuhuba fat, constants of............ 
Ultimate analysis of coal............. 
Ultramarine, composition of.......... 
EE ere C. eg EE A 
—, resistance to alum se naaeon nerne a 
ÉL XdestMig ORNs ce wee Ee. A 4 VE 
Ultraviolet light test for fabries....... 
Umber, burnt, composition of......... 
—, raw, composition of.............. 
Unbleached pulp in paper........ 448, 
Underwriters' Laboratory method for 
analysis of rubber compound....... 
Ungnadia oil, constants of............ 
Unsaponifiable matter in oils......... 
Se c—'rosinis vede re mS 


SEN ith BPEABES ar, v E NES 
Unsaponified oil in greases........... 
e BOB E e EET EE ETE HEU 
Unsaturated hydrocarbons in gasoline. 
Uranium acetate test for sodium...... 


Vacuum moisture method........ 
Valve oil testing of... eee 
Vanadium and chromium, double titra- 

TON OL oett EE 
— jin Bel cameo cs tt 144, 153 
—, permanganate method for.... 
—, qualitative test for........... 
— steel, analysis Of............ 
Vandyke brown, composition of...... : 
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' Vanilla extract, analysis of........... 663 
==, U.S. standard for... e 667 
—oresins, TEE EE 666 
Vanillin in vanilla extract............ 663 
—, Hess and Prescott method for..... 663 
Varnish, black insulating, analysis of.. 295 
—,— —, specifications for............ 295 
E o e EUM 284 
—,interior, U. S. Navy specifications 

forsee apa i eno n PIN 287 
=; oil, analysis 0f. e TON 284 
—,—, composition of................ 284 
—,—, physical tests of........... 285, 287 
—,—, short or long oil test of......... 287 
—, shellac, analysis of........... 290, 294 
Vegetable fats, test for... ... 316 
— oils and fats, analysis of........... 298 


— — — —, constants of (Table XII).. 300 


— — — — in mineral oil............. 332 
— tallow, constants of............... 306 
Vegetables, canned, coal-tar dyes in... 519 
Vehicle in white lead paste........... 273 
SE rs e RC T N 260 
— — —,analysis OÍ................. 266 
— — =>, separation of....... e e 264 
Venetian red, composition of......... 262 
Ventzke saccharimeter, angular degrees 
Beem EE DM ATE 660 
— —, polarization with.............. 544 
XMeradiastase.. na NOCERE 607 
Vermilion, American, composition of.. 262 
—, English, composition of........... 262 
Vicat apparatus for cement testing (Fig. 
42) 3) dese tese AER CREER 816 
Villavecchia and Fabris tests for sesame 
Olle Sodio, FEAT NS CP 324 
Vinegar analysis of. EE 643 
— cbal=tar dyes in;..-SoM E 517 
eg hight analysis of Joco Ee 497 
standards ER 643 
Virginzoll Seems Lu ea ador NN 350 


Viscose deu Der s OSA es 508, 509, 511 
Viscosimeter, Saybolt furol, operation of 331 


—,— universal, operation of....<:..... 245 
Viscosity of dextrin solutions......... 115 
=='— fueltioils: oce chem M Reg 245 
RUSO LOS c c 424 
= lubic tne osa T CT E 331 
A UE EE 285 
— with Dudley pipette.......... 115, 424 
Molatile-acidednv glüev4 0. EE 421 
— 5 tomato products... naa 579 
———vinsgari.-t.o 005 DONNE 647 
— matter in case hardening com- 
pounds: smion koeri 755 
teal SE E 214 
= — lignite andupeat =. sae een Lo. 
—thinners in Japan drier. oeer 090 288 


— — — oil varnish 
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Volatility (See also Evaporation test). Weight, ream, of paper.............. 467 
' — of bituminous materials........... 791 Weighting in textile fabries........... 499 
Volumetrie glassware, calibration of... 14 | Weights, analytical, calibration of... 14, 17 
— —, temperature corrections for..... 14 vgtomiottablerof «vues eere ee 834 
— solutions, preparation of .......... 5 | —, molecular and atomic-group, table 
—>—, Standardization of....:........ 5 OLA E e tmr eed i 837 
— —, table of equivalents of......... 869 | West and Hortvet method for oil in 
— —, temperature corrections for..... 13 OXTEA GUS etin cete ast ede 650 
ML UU ——— methyl salicylate in 
Wales hOBIery es esee ees cat eae 504 wintergreen extract..... 663 
Wall paper, arsenic in............... 56 Western Electric Co. method for carbo- 
Walnut oil, constants of.............. 306 III, E Ee, EE EE 780 
Washing test on textile fabries........ 503 | Westphal balance, use of......... 327, 799 
Water (See also Moisture). Wet tensile test of paper............. 462 
— absorption of glue................ 425 | Whale oil, constants of............... 306 
back, analysis of... eA. e rers 489 c, eladi test of... ers 351 
—, boiler, analysis of................ 693 E XMUOSUDgoO cork oa EE 298 
ESE grading. of. et. ETE Ve wee 700 Wheat flour, analysis of.............. 621 
Sra OUR e Lm TEN 702 — — (See also Flour). 
—, clarification of, by aluminum hy- = ‘Oil constants OL esee etate xL: 306 
Ee eh E Me. 687 Whipping cream, standard for........ 636 
—, dissolved oxygen in............... 703 White lead analysis o EE DS 
—equivalent of calorimeter, deter- — —, basic carbonate, composition of 
Iininationofo- EE 219 261, 273 
— extract (See Water-soluble matter). — —,— sulfate, composition of....... 261 
— gas tar, analysis of................ 798 — liquor (sulfate), analysis of........ 395 
— glass (See Sodium silicate). =— meétals, analysis Of: ssw a cies as 191 
SHinroarbolineums es suis moon eee 781 | — pigments, classification of.......... 261 
A e 245, 247 — water, analysis of, mao ss 489 
Re paints vs cs Ee 267 | Whiting, alba (See Alba whiting). 
—-, industrial, analysis of............. 693 5 COBIDOSILIOD/OÍ. v PPP ERE eel 261 
-—, irrigating, analysis of............. TL E E EE E 454 
—, manufacturing, analysis of........ 693 E COM «erret en emis ene 458 
C ROCA dms EN ee 724 Wijs method for iodine number... 292, 310 
—, mineral analysis of............... 709 | — solution, preparation of......... 5, 310 
— penetration tests of paper......... 472 | — —, special for shellac analysis...... 293 
—, sanitary analysis of............... 668 | Wiley method for melting point (refer- 
—, solubility of oxygenin............ 706 A ore qserscat dva Tbe 312 
—, weight per gallon of.............. 694 Wine, coal-tar dyes Moe ala eee a 517 
<==, white, analysis: ob. o aer e 489 = or dioxide In je 1999925 se 531 
Water-soluble matter in case hardening Winkler method for dissolved oxygen. 703 
CORIDOUDds s e c EE 756 Wintergreen extract, analysis of....... 661 
— — — lead arsenate............... 69 — oil in wintergreen extract.......... 662 
eso ES LA. Soles akile wide des ahh ee 745 Winton method for lead number.. 576, 664 
— — — red Iead. e l a a a SE 271 Wire, galvanized, testing of........... 200 
— — — ropes and twines............ 512 —, tinned steel, testing of............ 203 
Wax, bees, analysis of............... 362 | Wolff method for rosin............... 379 
= 2) CORI Ole op nen CODO 300, 363 Wood acid, crude, analysis of......... 497 
—, carnauba, constants of............ 300 | —alcohol(See also Methyl alcohol). 
—, Chinese, constants of.........+- +: SOON || SS ROSE is Ee 94 
— ar, Constants Of e eari seee meai 302) |) — — crude wood liquor-..-..-...- 497 
—, Ghedda (See Indian beeswax). = pyroligneous hquor occ 407 
—, Japan, constants of............... Sp] ui siptitooduoocudon UO ODE 383 
—, myrtle, constants Of.............. 304 — distillate products, analysis of...... 496 
—, paraffin (See Paraffin wax). — fibers in paper, detection of........ 445 
Waxed paper, analysis of............. 459 | —liquor, crude, analysis of.......... 497 
Waxes, constants of (Table XII)...... 300 | — oil (See Tung oil). 
Wedge method for sampling pulp..... 389 | — preserving oils, analysis of......... 780 
Weight of textile fabrics............. 502 — pulp, bleach consumption of....... 414 
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Wood pulp, cellulose in.............. 385 
— —, copper value of............... 495 
— —‘fibers, Stain fobsg oe. TS 447 


— — from wet machines, sampling of. 389 
— —, ground (See Ground wood pulp). 


— — in bales, sampling of............ 386 
— — — laps, sampling of............ 388 
— — — rolls, sampling of............ 387 
— —, mechanical (See Ground wood 
pulp). 
— —, sampling and testing of, Little 
EE Uer EE 386 
— —,— of, auger method ........ 386, 387 
— —, — — dise method......... 386, 387 


— —,— —, official method of A. P. and 
PA. and A. A. W P.I... 390 


— —,— —, strip method........ 387, 388 
— —,— —, wedge method........... 389 
— spirit in ethyl alcohol............. 100 
Wool and cotton mixtures, analysis of 

505, 511 
— — rayon mixtures, dyeing test of... 511 
— — silk mixtures, dyeing test of..... 511 
— dyeing test for colors in foods...... 5T 
— grease in cylinder oil.............. 333 


— —, crude (See Degras). 


— —, saponification of...... 333, 334, 361 


— in-cloth and yarns ............... 505 
—oll, 'constants:Ofs x neve eie s mue ie 306 
LOBA OL ae E E EE a beste nie art ee 506 
Woolen: yarn, sizes 0f........-.. 0. su 502 
Worsted: yarn, sizes(0f eee ao 502 
Writing papers, sizing tests of.... 471, 472 
Wuensch method for free acid in 
leather (reference)....... . 748 


Wuerst.r's reagent for ground wood.. 452 


Xylene method for specific gravity.... 443 
Xylol (See also Xylene). 

— method for water..........<.. 358, 369 
Xylose, Allihn method for........ 556, 557 
Yarn, count, number oL a s 501 
— fibers, microscopic examination of 514 
A osse TAE IOS 501 
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Varn; size ofo disiras ae eee ear 501 
Yarns, fibers in's oarre eean aoe eee 504 
Yaryan Tos ose oe I 435 
Yellow ochers, composition of......... 262 
— pigments, classification of.......... 262 
Zeiss butyro-refractometer, use of..... 308 
Zinc amalgam, analysis of............ 200 
—, amalgamated, preparation of...... 186 
= analys Ofso nnana a e O 174 
—, available, in zine dust............ 178 
— chloride solution, basic............ 504 
— — jodine fiber stain............... 447 
— — — solution for testing rayon 

509, 510 
dust analysis of... da nee eater 178 
— —, bichromate method for......... 178 
— — test for nitrobenzol............. 650 
—, electrolytic determination of 183, 190, 725 
—, grades of: 99. EE 174 
— in aluminum alloys............... 199 
— — — sulfate..... cssc eer Res 403 
— — Babbitt metals............ 195, 196 
— — brass and bronze............... 183 
—— faodscc. o eoe JM SE 526 
=== Japan, drier... 58. a sete 289 
— — nickel silver............0...... 190 
—=— 80lder, i. ous qM RENE 194 
— — soldering paste................ 762 
== type metals... sasas c ES 196 
== WAP... e A e 724 
— — white metals.............. 194, 196 
"ADO: dust’. HA A SOR 178 
— iron method for nitrogen........... 91 
— oxide in chrome yellow............ 278 
— — — zirconium pigments.......... 284 
—, phosphate method for.... 184, 403, 762 
— [SALADINO eer ar 174 
—, sulfide method for................ 526 
— white, composition of... .......... 261 
Zirconalba, analysis of............... 279 
==, COMPOSTAON. DESEE od ve EE 279 
Zirconia pigments, analysis of......... 279 
Zirconium oxide in zirconalba......... 280 


— — — zirconium pigments, , 280, 282, 283 
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